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Electrochemical properties of hydrothermally and

SILAR deposited nickel copper phosphate thin films 

Transition metal phosphate (TMP) based materials are developing as
advanced type electrode materials for hybrid supercapacitors (SCs) due to
their unprecedented conductivity, and rich redox activity. Attracted by
these fabulous physicochemical characteristics of metal phosphates, binder-
free nickel copper (Ni-Cu) phosphate thin films with Ni-Cu composition
variation were directly grown on stainless steel (SS) substrate via
hydrothermal and SILAR methods. The composition of nickel and copper
ratio varied to achieve better results by using synergy among them. Binder-
free and adherent thin films of nickel copper phosphate were
characterized by various physico-chemical methods. The best performing
nickel copper phosphate electrodes were used for the fabrication of
asymmetric (Ni-Cu Phosphate//rGO) aqueous (1 M KOH electrolyte) and
solid state device (SSD) (PVA-KOH gel electrolyte). Moreover, SSD brightens
a panel of 201 red light-emitting diodes (LEDs) illustrating its commercial
practicability to next-generation hybrid energy storage devices.
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Research Papers 

Hydrothermally synthesized nickel copper phosphate thin film cathodes for 
high-performance hybrid supercapacitor devices 

Sachin S. Pujari a, Sujit A. Kadam b, Yuan-Ron Ma b, Satish B. Jadhav a, Sambhaji S. Kumbhar a, 
Shraddha B. Bhosale a, Jayavant L. Gunjakar a, Chandrakant D. Lokhande a, Umakant M. Patil a,* 

a Centre for Interdisciplinary Research, D. Y. Patil Education Society, Kasaba Bawada, Kolhapur 416 006, India 
b Department of Physics, National Dong Hwa University, Hualien 97401, Taiwan   

A R T I C L E  I N F O   

Keywords: 
Concentration variation 
Microplates 
Microrods 
Nickel copper phosphate 
Hydrothermal method 
Hybrid energy storage devices 
Thin film electrode 

A B S T R A C T   

Transition metal phosphate (TMP) based materials are developing as advanced type electrode materials for 
hybrid supercapacitors (SCs) due to their unprecedented conductivity, and rich redox activity. Attracted by these 
fabulous physicochemical characteristics of metal phosphates, binder-free nickel copper (Ni-Cu) phosphate thin 
films directly grown on stainless steel (SS) substrate by hydrothermal method. The morphological alteration from 
microplates like nickel phosphate to microrods like copper phosphate is detected with increasing copper content 
in Ni-Cu phosphate thin films. The optimal 1:1 ratio of nickel and copper in Ni-Cu phosphate (Ni1.62Cu1.35(-
PO4)2⋅H2O) thin film illustrates high specific capacitance (Cs) (capacity (Cc)) of 711 F g− 1 (355.5 C g− 1) at 1.5 A 
g− 1. More significantly, a hybrid aqueous SC (HASC) and all-solid-state SC (HASSC) electrochemical energy 
storage devices (ESDs) have been fabricated. The HASC device showed superior Cs (85 F g− 1 at 0.8 A g− 1) with 
specific energy (SE) of 30 Wh kg− 1 at 1.27 kW kg− 1 specific power (SP). Additionally, HASSC device offers a 
higher Cs (52 F g− 1 at 0.6 A g− 1) with 18.53 Wh kg− 1 SE at 1.64 kW kg− 1 SP. Also, both HASC and HASSC devices 
exhibit excellent long-term durability of 84.81 and 80.83 %, respectively, after 5000 GCD cycles. Moreover, 
HASSC device brightens a panel of 201 red light-emitting diodes (LEDs) illustrating its commercial practicability 
to next-generation hybrid energy storage devices.   

1. Introduction 

High-performance electrochemical energy storage devices (ESDs) (e. 
g., supercapacitors (SCs) and batteries) are acquiring increasing focus 
from researchers in the industrial field as well as fundamental scientific 
research [1]. The SC as steady and reversible ESDs has become the most 
favourable commercial device [2]. Unlike batteries, SCs possess high 
specific power (SP) and long cycle lifespan that make them promising 
candidates where (a) peak power demands and (b) maintenance-free 
ESDs are necessary [3]. A unique scheme to improve the specific en-
ergy (SE) of a SC is the usage of electrolytes with a wide working voltage 
window and a high specific capacitance (Cs) electrode (since E = 0.5 
CV2) [1,4]. Remarkably, hybrid SC can offer both high SE and excellent 
SP, ideally suitable for many emerging applications such as smart grids, 
portable electronics, and electric vehicles [5]. The electrochemical be-
haviours of hybrid devices depends characteristics of the electrode 
materials (porosity, surface area and conductivity) and sensitively on 

the structures, particularly with the negative electrode materials (car-
bon based materials) [6,7]. Hence, the design and construction of novel 
advanced electrode materials along with unique functionalities and 
structural properties are critical to attaining breakthroughs in the 
improvement of high-performance hybrid devices [8]. 

Till today, the various types of cathode materials have been exam-
ined for SCs including conducting polymers (polypyrrole, polyaniline, 
etc.) and transition metal oxides/sulfides/hydroxide. Out of these elec-
trode materials, currently, TMPs have been fascinating enormous 
attention for several applications including energy conversion, sensors, 
magnetic devices, and ESDs owing to their metalloid characteristics [9]. 
Especially, TMPs with the qualities of outstanding redox activity, high 
conductivity, environmental compatibility, earth abundance, sustain-
ability is more advantageous for ESDs and have been recognized as 
competitive alternates for conventional metal oxide and hydroxide 
along with conducting polymers-based electrodes [10]. Basically, PO4

3−

polyhedral anions along with a zeolite structure are much more 

* Corresponding author. 
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favourable than those of phosphides, sulphides and oxides counterparts 
owing to the lower electronegativity of P atom, aimed to remarkable 
electronic properties [11]. Compared with other pseudocapacitive ma-
terials, TMPs possess highly desirable electrical conductivity (quick re-
action dynamics, naturally effective redox activity, rapid electron 
transport), and also offer tuneable meso- and nano-structures to enhance 
access of electrolytic ions, which is beneficial in SCs [12,13]. 

The mixed metal compositions have been examined as a cathode 
material in hybrid SCs, since mixed metal compounds can reveal high SE 
than single metal compounds because of the synergetic effect among two 
metal cation species [14]. Presently, some attention has been paid to the 
binary TMPs owing to their high electrochemical activities, when 
serving as electrode materials in SCs. Specifically, in TMPs metals like, 
Ni, Cu and Co, can provide multiple oxidation states, which demon-
strates pseudocapacitive behaviour. Hence, researchers have been 
developing numerous TMPs, such as Ni3(PO4)2 [15]. Cu2(PO4)(OH) [16] 
and Co3(PO4)2 [17] and used as a cathode in hybrid ESDs. Particularly, 
nickel phosphate and copper phosphate are favourable electrode mate-
rials for SCs owing to their low cost as well as richer redox reactions 
[16,18,19]. However, pristine nickel phosphate has some limitations, 
such as poor rate capability [20] along with slow ion transfer rate [21], 
and copper phosphate demonstrates low Cs. Hence, nickel phosphate 
and copper phosphate combination can resolve these shortcomings and 
offer an efficient approach to perform higher supercapacitive perfor-
mance (durability, SE and Cs). The combined advantages of nick-
el‑copper (Ni-Cu) phosphate can exhibit superior electrochemical 
performance in SC applications. Moreover, the studies on Ni-Cu phos-
phate thin film synthesis by using hydrothermal method for SC appli-
cation have been not investigated yet. 

Considering the interplay and synergy matrix effect of bimetallic 
phosphates, the binder-free Ni-Cu phosphate thin films are prepared for 
the first time by using one-step hydrothermal method with various ratios 
of nickel and copper molar concentration and investigated for SC 
application. The impact of molar composition on morphological and 
structural characteristics is investigated and analysed. The electro-
chemical capacitive performance of Ni-Cu phosphate electrodes was 

tested in a 1 M KOH electrolyte. Moreover, the HASC device (NCP-3// 
KOH//rGO) and HASSC (NCP-3//PVA-KOH//rGO) devices were con-
structed using the highest performing Ni-Cu phosphate thin films as a 
cathode and rGO as an anode. The combined influence of both types 
(pseudocapacitive and EDLC) electrodes at the hybrid supercapacitor 
device are examined and described herein. 

2. Experimental section 

2.1. Preparation of nickel copper phosphate thin films 

In the Ni-Cu phosphate material synthesis, NiSO4.6H2O, 
CuSO4.5H2O, and KH2PO4 were used as a source of nickel, copper, and 
phosphate, respectively. For the controlled reaction procedure, urea is 
added as a hydrolyzing agent in the chemical bath. Initially, 
NiSO4.6H2O (0.033 M), CuSO4.5H2O (0.033 M) and KH2PO4 (0.066 M) 
sources were dissolved in 50 ml of DDW along with urea (0.075 M). The 
prepared mixture was stirred intensely till the formation of a homoge-
nous solution, and then it was utilized for further Ni-Cu phosphate 
preparation. The Ni and Cu content is varied by altering molar compo-
sition as 0.033:0 (1:0), 0.024:0.008 (0.75:0.25), 0.016:0.016 
(0.50:0.50), 0.008:0.024 (0.25:0.75) and 0:0.033 (0:1) M in chemical 
bath and named as H-NCP-1, H-NCP-2, H-NCP-3, H-NCP-4, and H-NCP- 
5, respectively. In prepared solution baths with different Ni and Cu 
molar ratios (as mentioned above), best cleaned SS substrates were 
dipped vertically. After dipping the substrate, the solution baths were 
put into a hydrothermal autoclave and kept at a stable 388 K tempera-
ture for 60 min as displayed in schematic Fig. 1. After continuous 60 min 
heating, the reaction bath was removed from hydrothermal autoclave 
and deposited substrates were taken out from solution. The substrates 
with deposited material rinsed several times in DDW for removal of 
loosely bonded particles from the surface and dried at ambient condi-
tions. The prepared Ni-Cu phosphate electrodes on SS substrate were 
directly employed for physicochemical characterizations. The deposited 
mass of Ni-Cu phosphate material with various nickel:copper ratio is 
analysed by weight difference method (Fig. S1) (see ESI). For samples H- 

Fig. 1. Schematic illustration of Ni-Cu phosphate thin films deposition by hydrothermal method at various nickel and copper molar ratio.  
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NCP-1, H-NCP-2, H-NCP-3, H-NCP-4, and H-NCP-5, the deposited mass 
per unit area is 0.65, 0.67, 0.70, 0.71, and 0.73 mg cm− 2, respectively. It 
is noted that, the increasing concentration of copper gradually increases 
the mass of thin films, which may be owing to the little faster growth 
kinetics of copper than nickel phosphate. 

2.2. Preparation of reduced graphene oxide (rGO) electrode 

The rGO was synthesized by using Hummers method from graphite 
flakes [22]. Then, the achieved graphene oxide (GO) slurry was reduced 
by employing hydrothermal technique (453 K for 14 h) and freeze-dried 
to maintain a porous structure with a large surface area. Further, the 
rGO electrode was made as follows: 75 wt% of well-synthesized rGO 
powder, 20 wt% of carbon black (CB), and 5 % polyvinylidene difluoride 
(PVDF) in N-methyl-2-pyrrolidone (NMP) were added to constitute a 
uniform slurry. Then, the achieved slurry was laminated on the SS 
substrate (area 2 cm2) and dried at 328 K for 3 h. Prepared rGO electrode 
was utilized to probe electrochemical capacitive investigation and 
construction of hybrid SC devices. 

2.3. Hybrid device fabrication 

In the present work, the PVA-KOH gel electrolyte is prepared as 
discussed in our earlier report [17]. In constructing a hybrid device, Ni- 
Cu phosphate served as a cathode electrode and rGO served as an anode 
electrode along with gel electrolyte. To achieve better performance of 
the device, charge balance between anode and cathode is crucial and it is 
achieved by mass balance of both electrodes according to Eq. (6). The 
mass balance ratio is found to be 0.44:1, where mass loading of H-NCP-3 
electrode is 0.51 mg cm− 2 and rGO is 1.16 mg cm− 2. Positive and 
negative electrodes were painted herewith the gel electrolyte to develop 
a thin layer and dried at ambient temperature. Later together the elec-
trodes were sandwiched over each other in such a way that the elec-
troactive surface of both the electrodes was facing each other. After the 
whole assembly was packed in the insulating tape to avoid any 
contamination. Furthermore, the constructed device was pressed under 
a hydraulic pressure at 0.7-ton pressure for 12 h to enhance the inter-
facial interaction of gel electrolyte among both electrodes. The con-
structed devices were packed in a plastic box and examined for the 
electrochemical capacitive study. 

2.4. Characterization techniques 

The structural characterization of the Ni-Cu phosphate thin films 
were examined by XRD from Rigaku miniflex-600 with Cu Kα (λ =
0.15406 nm) in the 2θ range of 10–80◦. The FT-IR spectra were recorded 
by an FT-IR 4600 type-A instrument using a KBr pellet at ambient 
temperature for the detection of functional groups in Ni-Cu phosphate 
thin films. The XPS (K-alpha XPS System, Thermo Fisher Scientific, U.K.) 
was analysed for identifying oxidation states and chemical composition 
of Ni-Cu phosphate thin film. The surface area and porosity were 
measured from BET analysis using (Belsorp II mini) instrument. The FE- 
SEM (JSM-6500F, JEOL) was utilized to examine the surface 
morphology of prepared material and EDS (Oxford, X-max) was used to 
observe elemental analysis. All electrochemical activities were evalu-
ated by using the ZIVE MP1 multichannel electrochemical workstation. 

2.5. Electrochemical measurements 

ZIVE MP1 electrochemical workstation was used to study the elec-
trochemical properties of Ni-Cu phosphate electrodes in 1 M KOH 
electrolyte at the ambient conditions. The standard three-electrode 
system was configured, where Ni-Cu phosphate electrodes were act as 
a working, platinum sheet as the counter and the mercury/mercury 
oxide (Hg/HgO) employed as the reference electrodes. The utilized 
geometrical area in electrochemical measurements of working and 

counter electrodes was ~1 cm × 1 cm. Moreover, the examination of 
electrochemical capacitive performance of hybrid devices was carried 
out by using a two-electrode system. 

The electrochemical properties of the Ni-Cu phosphate material were 
studied by conducting cyclic voltammetry (CV), galvanostatic charge- 
discharge (GCD) and cycling stability. The electrochemical impedance 
spectroscopy (EIS) was conducted in the frequency range from 100 kHz 
to 100 mHz at 10 mV amplitude and fitted well suitable equivalent 
circuit utilizing ZView impedance software. Specific capacity (Cc), Cs 
and energy efficiency (EE) of the Ni-Cu phosphate sample was estimated 
from the GCD tests as per following equations, 

Cc =
I × Δt

m
(
C g− 1) (1)  

Cs =
I × Δt

m × ΔV
(
F g− 1) (2)  

EE =
Idis

∫ t2
t1 Vdisdt

Ich
∫ t1

0 Vchdt
× 100 (3)  

where m denotes the mass of electroactive material (g), Δt denotes the 
discharge time (s), I denotes the applied current (A g− 1), ΔV denotes the 
potential range (V), Idis/Ich are the respective discharge/charge currents, 
Vdis/Vch are the discharge/charge cell voltages, 

∫
t1
t2 denotes discharging 

time and 
∫

0
t1 denotes charging time. 

The SE and SP of the HASC and HASSC devices were calculated by 
using Eqs. (4) and (5), respectively as, 

SE =
0.5 × CS × (ΔV)2

3.6
(
Wh kg− 1) (4)  

SP =
E × 3.6

Δt
(
kW kg− 1) (5)  

where ΔV denotes potential windows (V/Hg/HgO) as well as Δt denotes 
discharging time (s). The optimum mass ratio of the cathode material 
(m+) and anode electrode material (m− ) is calculated according to 
charge balance equation as, 

m+

m−

=
C− × ΔV−

C+ × ΔV+

(6)  

where, C (+ or -) and ΔV (+ or -) are Cs and potential window of the cathode 
and anode electrodes, respectively. 

3. Results and discussion 

3.1. Nickel‑copper phosphate thin film formation mechanism 

Hydrothermally synthesized Ni-Cu phosphate material strongly de-
pends on the controlled precipitation via direct heating under enclosed 
conditions and the development of solid-state through the conversion of 
supersaturated phase to saturated phase of a solution [19]. Two signif-
icant steps contribute to the film formation process, the initial one is 
nucleation monitored by the second one of crystal growth. During the 
process of thin film formation, on the surface of a substrate, the growth 
of material is followed by nucleation, coalescence, and stacking [17,23]. 
The deposition of Ni-Cu phosphate thin films is executed for different 
molar ratios (H-NCP-1, H-NCP-2, H-NCP-3, H-NCP-4, and H-NCP-5) of 
nickel and copper by using a hydrothermal method, and urea is utilized 
as a hydrolyzing agent in the synthesis process. When the reaction bath 
is heated at 363 K temperature, then urea decomposes delicately pro-
ducing CO2 and NH3 as [24,25]. 

CO(NH2)2 + 3H2O→2NH+
4 +CO2↑+ 2OH− (7) 

According to the Eq. (7), released NH4
+ ions complexes the Ni2+ and 

Cu2+ ions in solution and forms Ni(NH3)2+ of Cu(NH3)2+ (Eq. 8). This 
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metal amine complex gradually releases Ni2+/Cu2+ ions, which inhibits 
fast nucleation and controls the reaction rate, subsequently producing 
homogeneous nucleation in the solution and heterogeneous on substrate 
surface.   

Also, KH2PO4 decomposes as given below, 

KH2PO4→K+ +H2PO−
4 (9) 

Finally, Ni2+/Cu2+ ions from nickel/copper complex and H2PO4
− ions 

from phosphate precursor react with each other and produces Nix-

Cu3− x(PO4)2. nH2O solid state thin film, as per following reaction,   

Reaction temperature (388 K) and reaction time (1 h) were opti-
mized for the uniform deposition of material on SS substrate as shown in 
Fig. 1. 

3.2. Structural and morphological analysis 

XRD patterns of Ni-Cu phosphate (H-NCP-1 to H-NCP-5) electrodes 
are exhibited in Fig. 2 (a). The H-NCP-1 and H-NCP-5 are XRD patterns 
of pristine nickel phosphate and copper phosphate electrodes, respec-
tively. The sample H-NCP-1 (indicated as “●” in Fig. 2 (a)) affirms the 
formation of Ni3(PO4)2.8H2O (JCPDS-033-0951) with plans ascribed to 
the (1 1 0), (0 2 0), (2 0 0), (0 1 1), (1 3 0), (1 0 1), (0 3 1), (3 0 1), 
(3 2 1), (1 4 1), (1 1 0), (2 5 1), (2 2 0), and (0 8 0) lattices. Also, the 
sample H-NCP-5 (indicated as “▴” in Fig. 2 (a)) confirms the formation 
of Cu3(PO4)2 (JCPDS-01-070-0494) with planes corresponding to the (0 
0 1), (0 1 0), (1 0 1), (0 1 2), (1 2 1), (1 0 2), (2 1 0), (2 1 1), (2 3 2) and 
(3 2 1). Crystal planes and detected peaks represent the creation of 

monoclinic crystal structure of prepared nickel phosphate and copper 
phosphate in H-NCP series. The peaks noted with an asterisk (*) are 
recognized to the SS substrate. It can be noticed that, the diffraction 
peaks relate to nickel phosphate are more prominent in H-NCP-2 than 

other samples electrode, where nickel concentration is more than copper 
in Ni-Cu phosphate films. Moreover, peaks related to copper phosphate 
are more dominant than nickel phosphate in samples H-NCP-4, due to 
higher concentration of copper. Intensity of peaks corresponding to 
nickel phosphate decreases with decreases in concentration of nickel in 
Ni-Cu phosphate sample and thus, XRD results affirm the formation of 
Ni-Cu phosphate thin film form on SS substrate. The obtained XRD 
patterns exhibits sharp intensity peak implies that, Ni-Cu phosphate thin 
films are highly crystalline. Moreover, well crystallinity of Ni-Cu phos-

phate may favourable for improving the electrochemical performance 
by providing excellent electrochemical conductivity [26]. 

FT-IR spectroscopic investigation was performed to examine the 
molecular chemical bonds and functional groups present in the syn-
thesized H-NCP thin films. Fig. 2 (b) reveals the characteristic peak at 
559 cm− 1 originated from metal‑oxygen bonding of Ni–O in H-NCP-1 
sample [27] and peak at 620 cm− 1 reveals Cu–O bonding in H-NCP-5 
thin film [28,29]. The vibrational bands of PO4

3− anion are noticed 
around wavenumbers of 750 cm− 1 [30,31]. The peak positions at 1003, 
1049 and 1134 cm− 1 are attributed to symmetric stretching vibration of 
P–O, and antisymmetric stretching of PO4

3− [32–34]. The absorption 
peak of 1361 cm− 1 reveals bending mode of H–O–P bond [35]. The 
peak of 1593 to 1698 cm− 1 illustrates H–O–H bending vibration of 
structural water form H-NCP series samples. Also, the broad band from 
3004 to 3387 cm− 1 signifies the O–H stretching from adsorbed water in 
the synthesized material [36,37]. The prepared samples denote almost 
similar range of peaks which confirms occurrence of similar chemical 
bonds present in the Ni-Cu phosphate material and affirms presence of 

Fig. 2. (a) XRD patterns of Ni-Cu phosphate (H-NCP series) thin films, (b) FTIR spectra of as-prepared Ni-Cu phosphate thin films series.  

NiSO4.6H2O+CuSO4.5H2O+ 2NH4OH→[Ni(NH3) ]
2+

+ [Cu(NH3) ]
2+

+ 13H2O+ 2SO2−
4 (8)   

x[Ni(NH3) ]
2+

+ (3 − x)[Cu(NH3) ]
2+

+ 2H2PO−
4 →NixCu3− x(PO4)2.nH2O+ 3NH3↑+ 2H2↑ (10)   
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structural water in the prepared Ni-Cu phosphate thin film samples. The 
FT-IR investigation indicates successful synthesis of the hydrous Ni-Cu 
phosphate thin films. 

The N2 adsorption-desorption experiments were executed for the 
analysis of specific surface area and pore characteristics of H-NCP series 
samples, as depicted in Fig. 3 (a–e). The detected isotherms of H-NCP 
series sample reveal a type III isotherm with H3 type hysteresis loop 
except for sample H-NCP-3, which exhibits hysteresis of type IV 
isotherm and H2 type of physisorption [38]. The type III isotherm rep-
resents most likely macroporous structural of material, and a lower 
energy of adsorption, whereas, type IV isotherm indicates characteristic 
property of mesoporous material [39]. A typical H3 type hysteresis loop 
of H-Ni-Cu phosphate series samples represent plate-like particles 
generating slit-shaped pores. On the other hand, H2 type hysteresis loop 
of H-NCP-3 (c) sample represents well-ordered pores with narrow as 
well as wide portions due to interconnecting channels [39,40]. 

Accordingly, BET surface area were calculated as the 16.74, 25.66, 
83.74, 24.25 and 19.41 m2 g− 1 for samples H-NCP-1, H-NCP-2, H-NCP- 
3, H-NCP-4 and H-NCP-5, respectively. 

The BET results reveal that, H-NCP electrode with optimum 
composition of Ni and Cu (50:50), exhibits large surface area of 83.74 
m2 g− 1. The obtained high surface area can assists more active sites for 
electrochemical interactions with electrolyte ions and it is convenient 
for energy storage application. The average pore size distribution of H- 
NCP series is shown in Fig. S2 (see ESI). Average pore diameters of 
26.83, 23.79, 8.90, 24.03 and 20.76 nm are found for samples H-NCP-1, 
H-NCP-2, H-NCP-3, H-NCP-4 and H-NCP-5, respectively. This macro and 
mesoporosity along with higher surface area of the electrodes is bene-
ficial for electrochemical capacitive performance. 

The chemical environment and composition of the elements are 
investigated by employing XPS analysis. The survey spectrum of XPS for 
sample H-NCP-3 (Fig. 4 (a)) displays existence of Ni, Cu, P and O 

Fig. 3. Nitrogen adsorption-desorption isotherm of samples (a) H-NCP-1, (b) H-NCP-2, (c) H-NCP-3, (d) H-NCP-4 and (e) H-NCP-5.  
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elements. The Ni2p XPS spectrum in shown Fig. 4 (b) exhibits two peaks 
at 874.6 and 856.90 eV corresponding to Ni2p1/2 and Ni2p3/2, respec-
tively which are characteristic to Ni2+ states with satellite peaks at 861.7 
and 879.9 eV are attributed to Ni3+ placed at the surface [26,41,42]. For 
the XPS spectrum of Cu2p region (Fig. 4 (c)), the peak at 935.0 eV 
binding energy corresponds to Cu2p3/2 along with satellite peak at 
941.9 eV binding energy, signifies presence of Cu+ [43]. Similarly, the 
intense peak at 955.1 eV binding energy implies Cu2p1/2 and the sat-
ellite peak at 963.3 eV reveal Cu2+ oxidation state [44]. The P2p spec-
trum reveals a peak at 133.5 eV is due to 2P3/2 state, which represent 
P–O bonding (Fig. 3 (d)), and confirms pentavalent state of phospho-
rous (PO4

3− ) [45,46]. Fig. 4 (e) displays the spectrum of O1s which 
deconvoluted into two peaks at 530.9 and 532.2 eVs attributed to strong 

P–O and minute amount of O–H which reaffirms hydrous nature of H- 
NCP-3 thin film [47]. 

The change in microstructure of Ni-Cu phosphate thin film electrodes 
is visualized by FE-SEM images, owing to the ratio variation of Ni:Cu in 
synthesis process. The SEM micrographs of Ni-Cu phosphate thin film 
electrodes at two different magnifications (X500 and X2000) are 
depicted in Fig. 5 (a1–e2). The FE-SEM pictures of H-NCP-1 for pristine 
nickel phosphate displayed in Fig. 5 (a1, a2), indicates microplates like 
architecture consisting of irregular shapes with average length of 12.23 
μm and average thickness of about 1.4 μm. FE-SEM morphology of H- 
NCP-2 sample is shown in Fig. 5 (b1, b2), the increased concentration of 
copper in H-NCP-2 thin film exhibits change in morphology from dense 
microplates like network to microflower with interconnected 

Fig. 4. XPS complete survey spectra (a) and the corresponding (b) Ni2p, (c) Cu2p, (d) P2p and (e) O1s of the sample H-NCP-3.  
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Fig. 5. FE-SEM images of Ni-Cu phosphate electrodes: (a1, a2) H-NCP-1, (b1, b2) H-NCP-2, (c1, c2) H-NCP-3, (d1, d2) H-NCP-4, and (e1, e2) H-NCP-5 at different 
magnifications of X500 and X2000. 
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microflakes like structure. It is observed that, the microflakes are 
interconnected with each other and microflowers are over grown on the 
surface of interconnected microflakes with an average thickness of 0.67 
μm. Further increase in the content of copper for H-NCP-3 thin film 
sample shows the microflakes like morphology with some individually 
overgrown microrods as displayed in Fig. 5 (c1, c2). Also, these micro-
flakes are connected to each other forming into interconnected net-
works. The average thickness of flakes is 0.50 μm which is less than 
observed for H-NCP-2 sample. The interconnected flakes like network of 
H-NCP-3 can give enough space for diffusion of electrolyte ions, which is 
highly desirable for SC electrodes [48]. Fig. 5 (d1, d2)) displays a 
microrod -like morphology with an average thickness of 6.59 μm over 
microflakes with further increase of Cu concentration in H-NCP-4 thin 
film sample. The sample H-NCP-5 of pure copper phosphate exhibited in 
Fig. 5 (e1, e2) represents uneven structured microrods with an average 

length of 12.11 μm. The surface morphologies of H-NCP series thin films 
demonstrate conversion of microplates to microflakes to microrod like 
structure upon Ni:Cu composition variation in Ni-Cu phosphate thin 
films. Such a change in microplates to microrods like morphology can 
allow faster charge transport and rapid ion accessibility during an 
electrochemical reaction [49]. 

The chemical composition of Ni:Cu phosphate executed by EDS study 
and shown in Fig. S3 (see ESI). For sample H-NCP-1 exhibits Ni, P and O 
elements, and affirms formation of nickel phosphate. Similarly, the H- 
NCP-5 sample exhibits Cu, P and O elements and affirms formation of 
copper phosphate. The other samples (H-NCP-2 to H-NCP-4) exhibit 
nickel, copper, phosphorous also oxygen elements in the EDS analysis 
without any other impurity, which confirm successful preparation of Ni- 
Cu phosphate material in thin film form. The observed atomic ratios of 
Ni:Cu (H-NCP-1 to H-NCP-5) electrodes along with experimental ratios 

Fig. 6. Electrochemical properties of H-NCP electrodes (a) comparative CV plots at scan rate of 20 mV s− 1, (b) CV curves of H-NCP-3 electrodes at scan rates from 2 
to 20 mV s− 1, (c) plot of log (peak currents) vs the log (scan rate) for electrode H-NCP-3, (d) plots of current contribution of battery type and capacitive type processes 
of H-NCP-3 electrode, (e) comparative GCD plots at current density of 1.5 A g− 1, (f) GCD curves of H-NCP-3 electrodes at current densities from 1.5 to 6.0 A g− 1. 
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are provided in Table S1 and it affirms a change in Ni:Cu composition in 
Ni-Cu phosphate material, according to experimental molar variation. 
The SEM and EDS results confirm Ni:Cu ratio variation influence to the 
morphological alteration of Ni-Cu phosphate material. 

4. Electrochemical analysis of nickel copper phosphate thin 
films 

The morphology alteration caused by molar ratio variation of nickel 
and copper in Ni-Cu phosphate and its effect on supercapacitive per-
formance was examined in electrochemical cell of three electrode sys-
tem. The CV curves of H-NCP series electrodes are measured in 
optimized potential range of 0 to 0.6 V (vs Hg/HgO), as shown in Fig. S4 
(a) (see ESI). The comparative CV curves of H-NCP series electrodes at 
20 mV s− 1 scan rate are revealed in Fig. 6 (a). The area under CV curve of 
H-NCP-3 (Fig. 6 (b)) electrode is higher than nickel phosphate (H-NCP- 
1), copper phosphate (H-NCP-5) and other Ni-Cu phosphate (H-NCP-2, 
H-NCP-4) electrodes as shown in Fig. S4 (see ESI). The microstructure of 
interconnected microflakes in H-NCP-3 sample reveal higher current 
area under the curve than microplates and microrods like structure may 
be due to high surface area offered by large number of pores created in 
interconnected structure. 

The CV curves of H-NCP-3 electrode at different scan rates from 2 to 
20 mV s− 1 are displayed in Fig. 6 (b) and CV for reaming electrodes are 
provided in Fig. S4 (a) (see ESI). The nickel phosphate electrode (H-NCP- 
1) and copper phosphate electrodes (H-NCP-5) show well-established 
redox peaks (Fig. S4 (b) and (e)) (see ESI) confirm pseudocapacitive 
nature of material. Increasing copper content affects the morphology 
that ultimately influence on the electrochemical performance in terms of 
area under CV curves. The change of CV curve nature from nickel 
phosphate to copper phosphate electrode (H-NCP-1 to H-NCP-5) is very 
clearly noticeable in the Fig. S4 from (b) to (e) (see ESI). Area under the 
CV curve increases for each sample with increasing scan rates from 2 to 
20 mV s− 1, which exhibits the voltammetric current is directly propor-
tional to the scan rate. Furthermore, the reaction kinetics of CV curves 
was obtained by using power's law expressed as follows; 

ip = avb (11)  

where, ip denotes peak current, a and b are adjustable factors, v denotes 
scan rate, while b denotes determined values. The graph of log (i) vs log 
(v) is used to calculate b value from slope of graph, where, if b is near to 
0.5, the diffusion-controlled charge storage process is dominant, while b 
is near to 1 represent the non-diffusion-controlled process [50]. The 
calculated b-value of sample H-NCP-3 is 0.53, as shown in Fig. 6 (c). The 
prepared H-NCP-1, H-NCP-2, H-NCP-4, and H-NCP-5 electrodes exhibit 
b values of 0.52, 0.50, 0.51, and 0.76, respectively as shown in Fig. S5 
(see ESI). The values of b for H-Ni-Cu phosphate series electrodes are 
between 0.5 and 1, illustrating both (diffusive as well as capacitive) 
processes are responsible for charge storage. To evaluate the distinct 
influence of battery process (diffusion controlled) as well as surface 
pseudocapacitive (non-diffusion controlled), modified Power's law is 
used as expressed in following equation. 

Ip = Isv + Ibv1/2 (12)  

where, Ip denote peak current density, Isv denote pseudo-capacitive 
process (Isurface), Ibv1/2 represent bulk process (Ibulk) and v is the scan 
rate [16]. Distribution of current density from pseudo-capacitive (Isur-

face) as well as battery-like (Ibulk) process for all five Ni-Cu phosphate 
thin films electrodes calculated using above equation and expressed in 
Fig. S6 (see ESI). It depicts that, with increasing scan rate the distribu-
tion from pseudocapacitive process increases, which concludes that 
capacitive process is dominant at high scan rate and diffusive process is 
predominant at low scan rate and so, the active material demonstrate 
battery like behaviour at low scan rate. At lower scan rate, due to more 
time available for the diffusion process, electrolytic ions get accessibility 

in inner surface of the material which improves the utilization of elec-
trode material and store more charges and vice versa. The H-NCP-5 
electrode (copper phosphate) shows highest capacitive contribution (24 
%) than the other samples at scan rate of 2 mV s− 1 (Fig. S6 (d) (see ESI)). 
Conversely, the nickel phosphate electrode (H-NCP-1) shows compara-
tively less surface capacitive current contribution (~10 %) in total 
current at scan rate of 2 mV s− 1 (Fig. S6 (a) (see ESI)). The H-NCP-3 
electrode shows (Fig. 6 (d)) surface moderate capacitive current 
contribution of ~13 % and other sample reveals different values of 
current contribution owing to different chemical compositions (nickel 
and copper) and morphology. 

The synthesized H-NCP series electrodes are further studied by per-
forming GCD measurements in the optimized potential of 0.0 to 0.5 V (vs 
Hg/HgO) and comparative GCD plots of all H-NCP electrodes at a cur-
rent density of 1.5 A g− 1 are exhibited in Fig. 6 (e). The GCD plots of H- 
NCP-3 electrode at various current densities are exhibited in Fig. 6 (f), 
and GCD plots of other H-NCP series electrodes are given in Fig. S7 (a–d) 
(see ESI). The nickel phosphate (H-NCP-1) and copper phosphate (H- 
NCP-5) electrodes show distinct nature of charge-discharge curve as 
shown in Fig. S7 (see ESI). The quasi-triangular (non-linear) profile of 
the GCD plots exhibits the intercalation pseudo-capacitive nature of Ni- 
Cu phosphate material [51,52]. The iR drop at the discharge curve is 
very negligible and it is found in the range of ~0.005 to 0.02 V/Hg/HgO 
for current densities from 1.5 to 6.0 A g− 1. Such a low iR drop suggests 
excellent electrochemical conductivity of Ni-Cu phosphate thin film 
electrodes, and it is attributed to the binder-free synthesis by the hy-
drothermal method. We have calculated the energy efficiency (Eq. (3)) 
and the maximum energy efficiency value of 82.8 % is obtained for H- 
NCP-3 electrode at 1.5 A g− 1 current density. 

The H-NCP-3 (Fig. 6 (f)) electrode with optimum Ni:Cu ratio shows 
high discharging time and reveal high charge storing capacity than other 
Ni-Cu phosphate electrodes. The Cs is calculated from GCD curves for H- 
NCP series electrodes using the Eq. (2) and shown in Fig. 7 (a). The H- 
NCP-3 electrode displays maximum Cs value of 711 F g− 1 (355.5 C g− 1) 
at a current density of 1.5 A g− 1 and maintain Cs of 672 F g− 1 (336 C g− 1) 
at current density of 6.0 A g− 1 confirms good capacitive retention (85 %) 
even at high current density as displays in Fig. 7 (a). Similarly, the H- 
NCP-1, H-NCP-2, H-NCP-4 and H-NCP-5 thin film electrodes show 
maximum Cs value of 159, 672, 555 and 185 F g− 1, respectively at 1.5 A 
g− 1 current density as shown in Fig. 7 (a) and the Cs values calculated at 
various current densities from 1.5 to 6.0 A g− 1 are plotted in Fig. S8 (see 
ESI). It indicated that, Cs value decreases at high current density because 
of quick charging-discharging rate. Conversely, large exertion of active 
material is feasible at lower current density which results in the high 
capacitance values, owing to more penetration time available for elec-
trolytic ions to access inner surface of the material [53]. The well 
electrochemical capacitive behaviour of H-NCP-3 electrode is originated 
from synergistic influence of nickel and copper species (50:50 ratio) and 
high surface area offered by interconnected flakes-like morphology. 

Electrochemical cycling stability is crucial parameter for the SC 
application. The electrochemical stability of H-NCP-3 electrode was 
examined for 4000 GCD cycles at current density of 11.5 A g− 1 and 
exhibited in Fig. 7 (b). The H-NCP-3 electrode shows 88.5 % capacitive 
retention over 4000 GCD cycles. The GCD plots of first and last 5 cycles 
are presented as inset (A and B) of Fig. 7 (b). The reduction in charge- 
discharge time is noticed in final GCD cycles (inset Fig. 7 (b)) and 
such, decrease in capacitance after 4000 cycle is observed may be due to 
the loss of minute active material by the dissolution or detachment 
during the early charging-discharge cycles [54]. The XRD, XPS and FE- 
SEM analysis of nickel copper phosphate (H-NCP-3) sample was carried 
out after the stability test. As mentioned in the XRD analysis, the before 
stability H-NCP-3 sample displays crystalline nature due to the forma-
tion of interconnected microflakes of nickel copper phosphate material. 
Moreover, the XRD patterns of H-NCP-3 samples for the before and after 
stability test seem almost similar, as shown in Fig. S9 (a) (see ESI). There 
is a minor change in XRD pattern of the H-NCP-3 sample after stability. 
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Upon matching, it is confirmed that the most intense peaks of H-NCP-3 
sample (before and after stability) match perfectly with Ni3(PO4)2.8H2O 
(JCPDS: 00-033-0951) and Cu3(PO4)2 (JCPDS-01-070-0494). Most of 
the peaks of H-NCP-3 sample match with the peaks present in the 
Ni3(PO4)2.8H2O and Cu3(PO4)2, confirming the relatively stable nature 
of nickel copper phosphate thin film electrode prepared by hydrother-
mal method. Moreover, to investigate the structural stability of nickel 
copper phosphate electrodes, the XPS analysis of nickel copper phos-
phate (H-NCP-3) electrodes before and after the stability test was carried 
out (Fig. S9 (b)). In the XPS analysis of H-NCP-3 electrode, it is observed 
that the valence states of Ni and Cu sites are slightly changed because of 
oxidation/reduction of cations after stability. In Ni2p spectra (Fig. S9 (b 
(i)), the Ni3+ state is slightly suppressed after stability and shows a little 
increase in Ni2+ state (855.2 and 872.8 eV), which is evident in the 
transition of Ni states from Ni3+ to Ni2+ after the stability [26,41,42]. 
Similarly, oxidation in valence states of Cu cation is observed in Cu2p 
region, as presented in Fig. S9 (b (ii)), which demonstrates oxidation 
from Cu+ to Cu2+ (934.2 and 954.3 eV) [43,44]. Moreover, the satellite 
peak at 940.2 and 943.1 reveals Cu2+ oxidation state of Cu cations, 
which further confirms the partially filled d-orbital of divalent copper 
(Cu2+) [43,44]. Also, a slight change in Cu2p and Ni2p binding energies 
after stability material confirms a similar transformation of valence 
states of Cu and Ni cations. However, the major intensity decrement of 
P2p (phosphorous) spectra is observed after stability (Fig. S9 (b (iii)), 
which shows the pentavalent state of phosphorous is diminished near 
the surface of electrode material. Moreover, an extra metal‑oxygen bond 
(M-O) is observed after the stability in O1s spectra, as shown in Fig. S9 (b 
(iv)). These transformations of valance states of cations and the 
appearance of M-O bonding confirms the insertion and extraction of 
OH− ions in the material during the charge-discharge process. The 

overall observed changes in the XPS study state that the vacancy sites of 
(PO4)3 are occupied by the intercalated hydroxyl ions during charge and 
deintercalated from their accommodated positions upon undergoing the 
discharge process. 

Furthermore, to examine the morphological change of nickel copper 
phosphate electrodes, FE-SEM analysis (at different magnifications) of 
nickel copper phosphate (H-NCP-3) electrodes before and after long- 
term cyclic stability test was carried out (Fig. S9 (c)). It is clearly 
observed that the microflakes like morphology is not much disturbed 
and looks similar to before and after cycling (Fig. S9 (c (i, iii))). At higher 
magnification of SEM images (Fig. S9 (c (ii, iv))), the external surface of 
H-NCP-3 microflakes seems plane after cycling, where the overgrown 
particles have vanished. The surface of microflakes is clearly observed, 
which further confirms of sustainability of morphology after several 
cycling (presented in Fig. S9 (c (i, iii))). The small change in surface 
morphology without degrading microflakes like structure displaying 
good electrolyte ion interaction and the stable morphology of the ma-
terial. Less damage in microstructure of microflakes proves excellent 
electrochemical cyclic stability of nickel copper phosphate (H-NCP-3) 
thin film electrode. Conclusively, XRD, XPS and FESEM analysis of Ni-Cu 
phosphate thin film electrode after stability test illustrates that the 
crystalline phase and interconnected microflakes like morphology are 
relatively stable and can sustain strain and stress upon the intercalation 
of OH− ions during charging and discharging, and suggests that binder 
free Ni-Cu phosphate thin film electrodes are suitable for energy storage 
application. Also, it is found that, the achieved supercapacitive perfor-
mance for Ni-Cu phosphate electrodes is higher by means of Cs and 
durability compared to pristine nickel and copper phosphate/pyro-
phosphate based materials reported previously, as given in Table S2 (see 
ESI). 

Fig. 7. (a) Specific capacitance at current density of 1.5 A g− 1 of H-NCP electrodes (H-NCP-1 to H-NCP-5), (b) Capacitive retention vs cycle number plot of H-NCP-3 
electrode at 11.5 A g− 1 current density for 4000 cycles (inset: GCD plots of (A) first and (B) last 5 cycles). (c) Nyquist plots of H-NCP electrodes (H-NCP-1 to H-NCP-5) 
and (d) the fitted equivalent circuit. 
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The measured electrochemical impedance quantitatively examines 
the characteristics of thin film electrodes and electrolytes and interfacial 
contact between them. The Nyquist plots of H-NCP series electrodes are 
presented in Fig. 7 (c). Typically, all Nyquist plots display two different 
portions: the semi-circle in high-frequency portion indicates solution 
resistance (Rs) and charge transfer resistance (Rct), the middle frequency 
portion related with diffusion-controlled process denoted by Warburg 
element (W), and the low-frequency (straight line) part shows the 
capacitive behaviour of electrode [55,56]. An equivalent circuit is 
shown in Fig. 7 (d) and the fitted factors of equivalent circuit are given in 
Table S3 (see ESI). The Rs and Rct represent interface resistance along 
with constant phase element (CPE) exhibit general imperfect capacitor 
(when n = 1 and Q = C) recognized to semi-infinite diffusion charges 
[57]. The Rs values for H-NCP-1, H-NCP-2, H-NCP-3, H-NCP-4 and H- 
NCP-5 electrodes are found to be 0.81, 0.98, 0.59, 0.68, and 0.90 Ω 
cm− 2, respectively, and the Rct values are 1.73, 5.33, 1.60, 2.80, and 
3.50 Ω cm− 2, respectively. The smaller values of Rs and Rct for H-NCP 
series thin films indicate a good attachment (binder-free) of active ma-
terial with current collector (SS substrate) and the spontaneous elec-
trochemical reaction among the electrolyte and active electrode 
material. Also, it reveals good ionic conductivity of electrolyte and very 

low Rct value of material which lead to a high capacitance of H-NCP-3 
electrode. 

4.1. Hybrid aqueous supercapacitor (HASC) device 

Improved working voltage range and higher SE is the vital benefits of 
a hybrid SC device so herein HASC device is fabricated. To evaluate 
practical feasibility of Ni-Cu phosphate electrode (H-NCP-3) in hybrid 
device, a two-electrode system executed by constructing HASC device in 
1 M KOH. The HASC device was fabricated by incorporation of best 
achieved Ni-Cu phosphate electrode (H-NCP-3) and rGO electrode as 
cathode and anode electrode, respectively. The schematic of the as 
fabricated HASC device is illustrated in Fig. 8 (a). The electrochemical 
study and characterization of rGO electrode (anode) are provided in 
supporting information (Fig. S10) (see ESI). Fig. 8 (b) displays the CV 
plots of rGO and H-NCP-3 electrodes within distinct potential windows 
at a 50 mV s− 1 scan rate in a 1 M KOH. Fig. 8 (c) demonstrates that the 
two individual pseudocapacitive electrodes with a balanced combina-
tion can achieve an extensive operating voltage in the HASC device. The 
voltage of HASC device was optimized within the range of 1.2–1.7 V by 
CV analysis, as revealed in Fig. S11 (a) (see ESI). The quasi-rectangular 

Fig. 8. (a) Schematic illustration of process to construct the HASC device, (b) The electrode CV curves for the rGO and H-NCP-3 electrode at a scan rate of 50 mV s− 1, 
(c) the CV and (d) GCD curves for the HASC device at different scan rates (5–100 mV s− 1) and current densities (0.8–1.7 A g− 1), respectively, (e) a plot of Cs with 
employed current densities for HASC device, (f) Nyquist plot for HASC device and the inset shows equivalent circuit for fitted data, (g) Ragone plot of HASC device 
with available literature, (h) a plot of capacitive retention versus cycle number for HASC device. 
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nature of CV plots are achieved up to voltage within 0 to 1.6 V and 
thereafter, sudden increase in cathodic current is observed in CV pro-
files, signifying the corrosion of the electrode material and decomposi-
tion of the electrolyte can lead to irreversible electrochemical reactions. 

Furthermore, the GCD curves of the HASC device at various voltages 
(+1.2–1.7 V) are exhibited in Fig. S11 (b) (see ESI). At a voltage of +1.6 
V, HASC device exhibits well GCD performance. Also, Fig. 7 (d) reveals 
the GCD curves within a 0.0 to +1.6 V voltage range at 0.8–1.7 A g− 1 

current densities. The Cs (displayed in Fig. 8 (e)) of the HASC device 
calculated by using the discharge times according to Eq. (2) and 
maximum Cs of 85 F g− 1 is obtained at a current density of 0.8 A g− 1. 

Electrochemical impedance analyses of HASC device are presented in 
Fig. 8 (f). Nyquist plot with fitted equivalent circuit as shown in Fig. 8 (f) 
for HASC device. From the fitting circuit, equivalent series resistance 
(Rs) and charge transfer resistance (Rct) of the HASC device are esti-
mated to be 1.05 and 247.3 Ω cm− 2. A less Rs signifying electrochemical 
interaction in among the electrode material as well as the electrolyte 
ions. Also, in equivalent circuit W (4.49 Ω) and CPE (0.82 mF) are 
Warburg impedance and general imperfect capacitor when n = 0.84, 
respectively, where the CPE represent an imperfect capacitor owing to 
semi-infinite diffusion of ions [57]. Furthermore, SE and SP are crucial 
factors for a hybrid SCs. Fig. 8 (g) displays the comparative Ragone plot 
of the HASC device and it demonstrate maximum SE of 30.22 Wh kg− 1 at 
a SP of 0.63 kW kg− 1. Also, the SE of 21 Wh kg− 1 is retained even at high 
SP of 1.42 kW kg− 1. The superior SE and SP values are the outcomes of 
rational combination of cathode with the synergy of Ni-Cu phosphate 
and anode of rGO electrode. The cycling performance of HASC device at 
a current density of 3 A g− 1 is presented in Fig. 8 (h). The HASC device 
displays 84.81 % capacitive retention over 5000 cycles, displaying 

superior reversibility of the HASC device. All of above tests exhibits that 
the HASC device with favourable cycling stability as well as excellent SE 
and SP has a great potential application as the hybrid SCs. 

4.2. Hybrid all solid-state supercapacitor (HASSC) device 

Last few years, significant demand for portable electronics such as 
roll-up-displays, mobile phones, wearable electronics, etc. have special 
requirements of HASSC device as the latest ESDs due their facile fabri-
cation, cheap cost packaging, lightweight, compatibility and smaller 
size. In this regard, Ni-Cu phosphate electrode based HASSC device was 
constructed using PVA-KOH gel electrolyte as demonstrated in sche-
matic Fig. 9 (a) and probed its applicability. The HASSC device was 
assembled with H-NCP-3 (Ni1.62Cu1.35(PO4)2) as a cathode and rGO 
selected as an anode with gel electrolyte; its SC performance were pro-
bed using CV, GCD, and EIS study. The CV curves of the HASSC device 
are estimated at various voltage range (+1.2 to +1.7 V), as displayed in 
Fig. S12 (a) (see ESI) at a 20 mV s− 1 fixed scan rate. However, a fabri-
cated HASSC device shows a quasi-rectangular nature of CV curve in the 
voltage range 0 to 1.6 V. Hence, the HASSC device is examined within 
0–1.6 V at scan rates from 5 to 100 mV s− 1 and depicted in Fig. 9 (b). The 
show CV curves maintain their nature at various scan rates, indicating 
better capacitive characteristics of the device. The GCD plots of the 
HASSC device at voltage range of +1.2–1.7 V at 2.0 A g− 1 are displayed 
in Fig. S12 (b) (see ESI). In the voltage range 0–1.6 V, the HASSC device 
exhibits well GCD performance. Fig. 9 (c) exhibits GCD curves of the 
HASSC device at 0.6–2.7 A g− 1 current densities. Non-linear behaviour 
of GCD curves affirms the typical diffusion-controlled charge storage 
mechanism of pseudocapacitive (H-NCP-3) electrode. The HASSC device 

Fig. 9. (a) Schematic illustration of assembled HASSC device, (b) the CV and (c) GCD curves for the HASSC device at different scan rates (5–100 mV s− 1) and current 
densities (0.6–2.7 A g− 1), respectively, (d) a plot of Cs with employed current density for HASSC device. 
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exhibited maximum Cs of 52 F g− 1 at current density of 0.6 A g− 1 as 
displayed in Fig. 9 (d). 

Fig. 10 (a) shows Nyquist plot of the HASSC device and inset shows 
fitted equivalent circuit. The low values of Rs (6.33 Ω) and Rct (17.3 Ω) 
of HASSC device suggest the facile electrochemical interaction among 
electrolyte and electrode material. Also in equivalent circuit, W (0.20 Ω) 
and CPE (0.50 mF, n = 0.84) are Warburg impedance and general 
imperfect capacitor. Fig. 10 (b) shows a comparative Ragone plot of the 
HASSC device, which displays that the HASSC device has achieved the 
maximum SE of 18.53 Wh kg− 1 at SP of 0.47 kW kg− 1. The stability test 
of the HASSC device is examined for 5000 GCD cycles at current density 
of 4.8 A g− 1, and 80.83 % retention is achieved as illustrate in Fig. 10 (c). 
The HASSC device displays long-term stability as well as good interac-
tion between electrode and electrolyte ions. Fig. 10 (d) illustrate the 
practical applicability of the HASSC device, illumination of red LED 
panel is executed using two series connected HASSC devices. Two series 
connected HASSC devices operated at voltage of +3.2 V for 20 s and then 
discharged through a LED panel of 201 parallel connected LEDs. More 
strikingly, the HASSC device can glow the LED panel (201) for 65 s. The 
present demonstration of HASSC device proposes that it is a favourable 
hybrid ESD and can be utilize in portable electronic. 

According to literature survey, there have not yet been studies on Ni- 
Cu phosphate material based hybrid ESDs and therefore, hereby the 
obtained performance of HASC and HASSC devices is compared with 
other metal phosphate based devices by means of SE, SP and stability, as 
given in Table S4 (see ESI). For example, Mirghni et al. [58] constructed 
NaNi4(PO4)3/GF//AC device in a 2 M NaNO3 electrolyte and it shows SE 
of 19.5 Wh kg− 1 at a SP of 0.57 kW kg− 1. An AC‖NaNiPO4 based 
asymmetric SC device was constructed by Senthilkumar et al. [59], 
which exhibits the SE of 20 Wh kg− 1 and a SP of 0.13 kW kg− 1. Also, a 
NaNi0.33Co0.67PO4.H2O//AC device constructed by Liu et al. [60] 

revealed an SE of 29.85 Wh kg− 1 and 0.374 kW kg− 1 SP. Gu et al. [61] 
constructed Ni-CoP@C@CNT//GO based SC and it exhibits an SP of 
17.4 Wh kg− 1 and SP of 0.69 kW kg− 1. Wang et al. [62] assembled T- 
Nb2O5@Ni2P//AC asymmetric SC that presents a maximum SE of 30.2 
Wh kg− 1 and SP of 0.45 kW kg− 1. Lan et al. [63] fabricated NiCoP@NF// 
AC asymmetric device, which exhibits SE of 27 Wh kg− 1 at a SP of 0.64 
kW kg− 1. Li et al. [64] demonstrate AC//Ni-P@NiCo2O4 asymmetric SC 
and the SC exhibit maximum SE 13.3 Wh kg− 1 at a SP 5.7 kW kg− 1. 
Andikaey et al. [65] constructed an asymmetric SC device of FeCoCuP// 
AC. The FeCoCuP//AC device exhibits maximum SE of 61.5 Wh kg− 1 

and a high SP of 1201.7 W kg− 1. H. Sharkawy et al. [43] assembled 
hybrid Ni-Cu-P/NF//AC SC device and reported a high SE of 40.5 Wh 
kg− 1 at 875 W kg− 1 SP. Furthermore, Alzaid et al. [66] assembled 
Ni0.75Mn0.25(PO4)2//AC device which shows remarkable SE of 64.2 Wh 
kg− 1 and SP of 11,896 W kg− 1. Various electroactive materials based on 
Ni, Cu, P delivered different charge storage properties with enhanced 
electrochemical activities. The reported energy densities for T- 
Nb2O5@Ni2P/NF, FeCoCuP/NF, Ni-Cu-P/NF, and Ni0.75Mn0.25(PO4)2/ 
NF devices are little higher than current work, which may be owing to 
the usage of Ni-foam (NF) as a current collector. In this study, SS is 
employed as a current collector, which does not involve in the redox 
reaction and contribute in capacitance. Hence, the obtained SE and SP 
are ultimately delivered by the Ni-Cu phosphate material in present 
work. The HASC and HASSC devices display high performance which is 
ascribed to the several benefits delivered by Ni-Cu phosphate-based 
cathode such as, the microflakes like morphology, synergistic impact 
among bimetals and binder-free preparation of Ni-Cu phosphate thin 
film electrodes. 

Fig. 10. (a) Nyquist plot for HASSC device and the inset displays equivalent circuit for fitted data, (b) Ragone plot of HASSC device with available literature, (c) a 
plot of capacitive retention versus cycle number for HASSC device, (d) Digital photographs of device demonstration of HASSC device with glowing panel of 201 red 
LEDs panel at different time periods. (For interpretation of the references to colour in this figure legend, the reader is referred to the web version of this article.) 
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5. Conclusions 

In this study, Ni-Cu phosphate thin films are successfully prepared on 
SS substrate with variation in nickel and copper content by utilizing 
single-step hydrothermal method. The XRD analysis affirms the mono-
clinic crystal structure, and XPS study and FTIR spectroscopy denote the 
hydrous nature of Ni-Cu phosphate (Ni3-xCux(PO4)2⋅nH2O) thin films. 
The molar variation (Ni and Cu content) affects the reaction kinetics, 
eventually changing the morphology of microplates to microrods via 
microflakes and offers distinct surface area with numerous electroactive 
sites. The optimum Ni and Cu ratio (~1:1) in Ni-Cu phosphate 
(Ni1.62Cu1.35(PO4)2⋅H2O) thin film electrode exhibit maximum Cs (Cc) of 
711 F g− 1 (355.5 C g− 1) at a current density of 1.5 A g− 1 owing to high 
surface area (83.74 m2 g− 1) and low EIS. Furthermore, the HASC device 
delivers a maximum Cs of 85 F g− 1 with a high SE of 30.22 Wh kg− 1 at SP 
of 0.63 kW kg− 1. Also, the HASSC device displayed a Cs value of 52.12 F 
g− 1 with a SE of 18.53 Wh kg− 1 at 1.64 kW kg− 1 SP. Moreover, HASC 
and HASSC devices demonstration better cyclic durability of 84.81 and 
80.83 % after 5000 cycles. These superior electrochemical features and 
practical applicability of fabricated devices suggesting a great potential 
of Ni-Cu phosphate thin film electrodes as cathode in enlarging the era of 
portable electronics. 
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A binder-free facile synthetic approach for
amorphous, hydrous nickel copper phosphate thin
film electrode preparation and its application as
a highly stable cathode for hybrid asymmetric
supercapacitors†

Sachin S. Pujari,a Sujit A. Kadam,b Yuan-Ron Ma, b Satish B. Jadhav,a

Sambhaji S. Kumbhar,a Shraddha B. Bhosale,a Vinod V. Patil,ac

Jayavant L. Gunjakar, a Chandrakant D. Lokhandea and Umakant M. Patil *a

Currently, amorphous, hydrous compounds are receiving much attention as electrodes in hybrid

supercapacitors (S.C.s) as they offer extraordinary electrochemical efficiency because of disorder in their

structure and an excellent electrochemical interface. In this study, a simple, cost-effective and binder-

free synthetic SILAR method is used for preparing amorphous, hydrous nickel copper phosphate (NCP-S)

thin film on a stainless steel substrate (S.S.). The amorphous, hydrous NCP-S thin films exhibit

mesoporous, clustered spherical particle-like morphology. The optimal ratio (1 : 1) of nickel and copper

in the NCP-S (Ni1.56Cu1.44(PO4)2$H2O) material gives a high specific capacitance (Cs) (capacity) of 750 F

g−1 (412.50 C g−1) at 1.0 A g−1. More significantly, hybrid asymmetric aqueous S.C. (HAASC) and hybrid

all-solid-state asymmetric S.C. (HASASC) electrochemical energy storage devices (ESDs) have been

fabricated using NCP-S as a cathode and rGO as an anode. The HAASC device showed a superior Cs

(95.62 F g−1 at 3.0 A g−1) with specific energy (S.E.) of 34 W h kg−1 at 2.40 kW kg−1 specific power (S.P.).

Additionally, the HASASC device offers higher Cs (37.62 F g−1 at 0.7 A g−1) with 13.51W h kg−1 S.E. at 0.55

kW kg−1 S.P. Also, both devices exhibit excellent long-term durability (94.11 and 93.81%, respectively,

after 5000 GCD cycles). The amorphous, hydrous structures clearly indicate excellent accessibility of

ions and stability of electrodes, which is favourable for the hybrid S.C.s. These remarkable

supercapacitive results promise the application of amorphous NCP-S as a cathode in commercialized

hybrid energy storage systems.

1. Introduction

Supercapacitors (S.C.s) have attracted extensive attention
among all energy storage devices (ESDs) due to their unique
properties, which include long cycling durability, high-power
capability, ease of operation and wide working temperature

range. Owing to such excellent properties, they are found to be
more favourable ESDs for modern electronic applications in
energy regeneration and hybrid electric vehicles, weight level-
ling, and aerospace industries.1–3 Nevertheless, the surface-
controlled electrochemical reactions of S.C.s restrict the
charge transfer process near and on the electrode surface,

aCentre for Interdisciplinary Research, D. Y. Patil Education Society, (Deemed to be

University), Kasaba Bawada, Kolhapur-416 006, M.S., India. E-mail: Umakant.
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† Electronic supplementary information (ESI) available: Formulae for
calculation, mass deposition graph, pore size distribution curves of the NCP-S
series samples, EDS spectra of the NCP-S series samples, the CV graphs of
NCP-S1, NCP-S2, NCP-S4 and NCP-S5 electrodes, pseudocapacitive (surface
current) and battery type (bulk current) current density contribution graph at
various scan rates for NCP-S1, NCP-S2, NCP-S4 and NCP-S5 electrodes, the
GCD curves of NCP-S1, NCP-S2, NCP-S4 and NCP-S5 electrodes, the specic

capacitance of the NCP-S series electrodes at various current densities, XPS
study of the NCP-S3 sample before and aer stability testing, the structural
and electrochemical study of the rGO electrode, the CV and GCD curves of
the HAASC device in different potential windows, schematic of HASASC
device fabrication, the CV and GCD curves of the HASASC device in different
potential windows, compositions of nickel and copper precursors,
experimental and observed nickel and copper atomic ratios in NCP-S series
thin lms, comparison of various amorphous nickel copper
phosphate/pyrophosphate based electrodes, EIS tted circuit parameters of
the NCP-S series electrodes, and comparison of electrochemical performance
for HAASC and HASASC devices with previous metal phosphate based devices.
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resulting in less energy storage capability than for the recent
lithium-ion batteries.4,5 Therefore, upcoming modications in
the S.C. eld are on achieving a high specic energy (S.E.) value
while sustaining additional features such as specic power
(S.P.), cycle lifespan and fabrication cost. The most impressive
way to recognize S.C.s with improved S.E. is to fabricate hybrid
asymmetric S.C.s using separate cathode and anode electrode
materials with different operating potentials in the same
electrolyte.6–8 Typically, hybrid S.C.s are constructed utilizing
redox-active materials as a cathode (high S.E.) and carbon-based
materials as anode (high S.P.) electrodes. However, detecting
suitable cathode and anode materials that can enhance the S.C.
energy storage capability in terms of S.E. withmaintained S.P. is
crucial.

So far, transition metal phosphates (TMPs) have been widely
employed as a potential cathode electrode in hybrid S.C.s;
besides this application, they are used in photocatalytic reac-
tions,9 electrocatalytic water splitting,10 and rechargeable
batteries.11 As counterparts to transition metal carbides,
nitrides, oxides or hydroxides, TMPs have arisen as decent
mechanically steady and hard and good conductors for elec-
tricity and heat.12 Open-framework-like structures along with
interstitial spaced and enormous channels endow them with
excellent ionic conductivity, facile ion/electrolyte mass trans-
port, high ductility with various stoichiometries, good access to
active sites for ion intercalation and excellent charge storage
capacity. Moreover, strong P–O covalent bonds offer high
structural strength and stabilize the lattice oxygen similarly in
the highly charged state, hence promising long lifespan and
safety in hybrid S.C.s.13,14 Thus, rich redox activity and the
distinctive structure of TMPs make them favourable cathodes
for ESDs. Furthermore, various TMPs have been introduced as
electrode materials in hybrid S.C.s due to their metalloid
properties and phosphorus that boost charge transportation
during electrochemical reactions. Inspired by these fascinating
features, various binary transition metal phosphates/
phosphides/pyrophosphates of Co–Mn,15,16 Ni–Mn,17,18 Ni–
Co,19,20 and Ni–Cu21,22 along with several morphologies as well as
crystallinities have been explored towards hybrid S.C. applica-
tion. Among these TMPs, nickel–copper phosphate is desired to
be an ideal rival to traditional Co or Ni phosphates, as metallic
Cu reveals higher intrinsic conductivity than those of nickel and
cobalt, which will enhance the high electron transport rate.23

Still, the performance of nickel–copper phosphate in the energy
storage eld has not been explored.

Recently, researchers reported that the amorphous and
hydrous structure of compounds reveals superior electro-
chemical activities with improved lifespan than their crystalline
or bulk counterparts owing to the reduced and disordered
structure, which reduces ion diffusion lengths.24 The remark-
able nature of amorphous compounds is a disorder in structure.
Furthermore, amorphous materials dominate in the context of
unsaturated atoms ligands and effective faradaically active sites
comparable to their crystalline counterparts.25 These features
promote the charge storage process in the material. Wang et al.
reported that amorphous barium nickel phosphate prepared
using the cation-exchange reaction method exhibits good

electrochemical properties with Cs of 1058 F g−1 and higher
surface area (64.8 m2 g−1) than that of its crystalline counter-
part.26 Moreover, Xi et al. described the higher electrochemical
performance of ultrathin amorphous cobalt phosphate nano-
wires (Cs 1174 F g−1) than the corresponding crystalline
compound.27 Chen et al. synthesized amorphous vanadyl
phosphate (VOPO4)/graphene composites by a hydrothermal
method.28 Pang et al. prepared amorphous nickel pyrophos-
phate microstructures using calcination of the ammonium
nickel phosphate hydrate.29 Omar et al. prepared a nickel
phosphate (Ni3(PO4)2) material using a sonochemical strategy.30

Agarwal et al. reported SILAR synthesized Cu2P2O7 nanoakes.31

Agarwal et al. synthesized cobalt phosphate by a chemical
method.32 Marje et al. reported that binder-free amorphous
nickel phosphate offers a higher Cs (1031 F g−1) value than its
crystalline counterpart.33 Hence, the reduced electrical
conductivity of amorphous compounds can be the main barrier
in attaining high electrochemical performance. Such a barrier
can be eliminated by developing direct growth or reproducing
binder-free electrodes of an amorphous compound on
a conductive substrate.

To date, various processing techniques have been used for
the synthesis of metal phosphates, such as hydrothermal,34,35

co-precipitation,36 solid-state reaction,37 and various other
methods.38,39 However, these methods include post-annealing
treatment, high temperatures, toxic gases, and time-
consuming reaction, which altogether hinder their commer-
cialization in the real world. Conversely, the SILARmethod is an
efficient substitute for synthesizing amorphous nickel copper
phosphate (NCP-S) material in thin lm form because of its
simplicity, less-time-consuming nature and cost-effectiveness.
Yet, no work has been reported on the SILAR synthesis of
NCP-S thin lms.

Herein, for the rst time, binder-free amorphous NCP-S thin
lms were prepared on a conducting S.S. substrate using an
industry scalable and simple SILAR method at ambient
temperature and their potential in asymmetric hybrid S.C.s was
explored. Furthermore, the physicochemical characterization of
the synthesized binder-free NCP-S thin lms was examined by
various techniques to determine the nature of the materials for
electrochemical analysis. Moreover, aqueous and hybrid asym-
metric devices were successfully constructed in 1 M aqueous
KOH and polymer gel electrolytes, respectively, using the best-
performing amorphous NCP-S as the cathode electrode and
rGO as the anode.

2. Experimental section
2.1 Preparation of amorphous nickel copper phosphate thin
lms

Amorphous NCP-S thin lm electrodes were synthesized by the
SILAR method, as shown schematically in Fig. 1(a), which
reveals the SILAR method using a three-beaker system at
ambient temperature. The S.S. substrates were rst wiped with
acetone and smoothened with polish paper before ultra-
sonication in DDW. Varying concentration solutions of nickel
sulphate (0.0333–0.0249 M) and copper sulphate (0.0249–0.0333

Sustainable Energy Fuels This journal is © The Royal Society of Chemistry 2022
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M) (serving as the source of Ni2+ and Cu2+ ions) were prepared
by dissolving stoichiometric amounts of NiSO4$6H2O and
CuSO4$5H2O in 50 ml DDW, which served as the cationic
precursor source. 0.075 M dipotassium hydrogen orthophos-
phate was dissolved in 50 ml DDW, serving as the anionic
precursor source (source of PO4

3− ions). Detailed proportions of
nickel (Ni) and copper (Cu) precursors used experimentally are
provided in Table S1 (see the ESI†), for deposition of NCP-S
materials. In a typical synthesis, the precleaned S.S. substrate
was sequentially dipped in the cationic and anionic solutions
for 10 s each. Aer that, the substrate was rinsed in DDW for
20 s. At ambient temperature, 70 such cycles were repeated to
ensure a uniform deposition of amorphous NCP-S on the S.S.
substrate material.

The adsorption, reaction, and rinsing time in this experi-
ment are optimized by some trials to obtain a uniform and
adherent lm on the substrate. Aer 70 deposition cycles, light
blue-colored thin lms were obtained on the surface of S.S.
substrates as displayed in Fig. 1(b). The thin lm electrodes
prepared by using different compositions of Ni and Cu
precursors are denoted as NCP-S1, NCP-S2, NCP-S3, NCP-S4,
and NCP-S5 (given in Table S1 (see the ESI†)).

2.2 Synthesis of the reduced graphene oxide (rGO) electrode

The G.O. was made by using a (top-down approach) modied
Hummers method40 and further, the rGO was synthesized by
reducing the G.O. by the hydrothermal method (458 K for 12 h)
and freeze-dried to retain porosity with large surface area.
Furthermore, the rGO (negative) electrodemade by using the as-
synthesized rGO powder (75 wt%), carbon black (C.B.) (20 wt%)
and polyvinylidene diuoride (PVDF) (5%) in N-methyl-2-
pyrrolidone (NMP) was utilized to make a uniform slurry.
Then, the achieved slurry was laminated on the S.S. substrate

(area 2 cm2) and dried at 333 K for 2 h. The synthesized rGO
electrode was used as an anode in the asymmetric hybrid device
fabrication.

2.3 Preparation of polymer gel electrolyte

To make the solid state device (SSD), polyvinyl alcohol (PVA)
and KOH were utilized for the preparation of a gel electrolyte.
Initially, 2 g PVA was taken in 20 ml DDW and dissolved at a 363
K temperature under constant stirring until the solution
became transparent and clear. Aer that, 1 M KOH solution (in
10 ml of DDW) was dissolved in PVA solution and rigorously
stirred until the appearance of the solution became viscous,
clear and uniform.41 The viscous as well as transparent gel
(PVA–KOH) was utilized as the gel electrolyte and separator in
SSD fabrication.

2.4 Characterization techniques

The structural characterization of the NCP-S thin lms was
carried out by XRD using a Rigaku MiniFlex-600 with Cu Ka
radiation (l = 0.15406 nm) in the 2q range of 10–80°. The FT-IR
spectra were recorded using an FT-IR 4600 type-A instrument
using a KBr pellet at ambient temperature for the detection of
functional groups. XPS (K-alpha XPS system, Thermo Fisher
Scientic, UK) was carried out to determine the oxidation states
and chemical composition of the NCP-S thin lm. The surface
area and porosity were measured via a BET investigation using
a Belsorp-mini II instrument. FE-SEM (JSM-6500F, JEOL) was
employed to examine the surface architecture of the prepared
material and EDS (Oxford, X-max) was used for elemental
analysis. All supercapacitive properties were estimated by using
ZIVE MP1 multichannel electrochemical equipment. The
prepared NCP-S thin lms were employed as a working elec-
trode, with a platinum sheet and mercury/mercury oxide (Hg/

Fig. 1 (a) Illustration of NCP-S thin film deposition by the SILAR method. (b) Photograph of SILAR synthesized NCP-S thin films with different
concentrations of nickel and copper.
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HgO) as a counter and reference electrode. The electrochemical
properties of the prepared thin lm electrodes were examined
using cyclic voltammetry (CV), galvanostatic charge–discharge
(GCD) and electrochemical impedance spectroscopy (EIS). The
formulae used for electrochemical performance assessment in
three and two electrode systems are provided in the ESI.†

3. Results and discussion
3.1 Amorphous nickel copper phosphate thin lm
formation mechanism

Amorphous NCP-S thin lms were developed on the S.S.
substrate by adsorption as well as reaction among cations and
anions on the S.S. surface (as displayed schematically in
Fig. 1(a)). In brief, in a three beaker SILAR system, the rst
beaker contains a mixture of nickel sulphate and copper
sulphate (NiSO4$6H2O/CuSO4$5H2O) aqueous solution with
different compositions as a cationic precursor. Then, the
adsorbed cations react with anions from the precursor
(K2HPO4) in the second beaker. Moreover, DDW in the third
beaker is utilized for rinsing purposes. The reactionmechanism
for amorphous NCP-S thin lm development by the SILAR
method is as follows: a thin layer of Ni2+/Cu2+ ions become
adsorbed on the S.S. substrate while dipping the substrate in
a cationic precursor solution (kept at room temperature).

NiSO4$6H2O + CuSO4$5H2O + nH2O /

Ni2+ + Cu2+ + 2SO−
4 + nH2O (1)

An anionic precursor of K2HPO4 dissociates as per eqn (2),

K2HPO4 / HPO2−
4 + 2K+ (2)

Furthermore, the reaction that occurred aer dipping of the
wet substrate in the K2HPO4 anionic solution, where a chemical
reaction between HPO2−

4 and adsorbed Ni2+/Cu2+ ions leads to
the deposition of an adherent NCP-S layer, is

(x)[Ni]2+ + (3 − x)[Cu]2+ + 2HPO2−
4 + nH2O /

NixCu3−x(PO4)2$nH2O + 2H+ (3)

Thus, the thin lm of NixCu3−x(PO4)2$nH2O is developed by
the layer-by-layer growth mechanism, where lm growth occurs
by the nucleation of the ions at the nucleation middle on the
immersed surface of the S.S. substrate. The weight of amor-
phous NCP-S on the S.S. substrate was measured by the gravi-
metric mass difference method (Fig. S1, see the ESI†). The
deposited mass of material for electrodes NCP-S1, NCP-S2, NCP-
S3, NCP-S4, and NCP-S5 is 1.22, 1.10, 0.90, 1.02, and 1.12 mg
cm−2, respectively.

3.2 Structural and morphological analysis

The crystallinity of NCP-S1 to NCP-S5 electrodes was examined
by XRD analysis and the results are displayed in Fig. 2(a). The
amorphous phase of the as-prepared nickel copper phosphate is
observed, since no signicant diffraction peaks were observed
in the XRD patterns. The peaks represented as ‘S.S.’ are related

to the stainless steel substrate. The absence of diffraction peaks
from the XRD patterns of the NCP-S series electrodes indicates
creation of the amorphous phase of the material. With NCP-S it
is feasible to improve the electrochemical activities due to large
active sites being obtained owing to the irregular structure of
the material. Such amorphous structure of the material can
provide facile access to ions for storage in the nickel copper
phosphate material and permits a continuous redox reaction on
the surface, aimed at enhancing the performance compared to
crystalline structures.42,43 The presence of chemical bonding in
the prepared electrodes was studied by FT-IR analysis. The FT-
IR spectra of NCP-S series thin lms were examined in the
range of 4000–400 cm−1 and are presented in Fig. 2(b). The
characteristic peaks at 563 and 623 cm−1 are ascribed to metal–
oxygen bonding in the obtained thin lms.21,44 The observed
peak at 765 cm−1 is ascribed to P–O–P linkage.15,33 The
symmetric and asymmetric (P–O) vibrational mode of PO4

3−

anions is conrmed by peaks observed at wavenumbers of 995
and 1050 cm−1.17 The peak at 1385 cm−1 can be assigned to
H–O–P bending mode vibrations45 and the absorption peak at
1598 cm−1 to water molecules (H–O–H). Moreover, a wide band
at 3480 cm−1 is observed due to the O–H stretching vibration
mode from structural water molecules captured in the material
during SILAR synthesis.21 The FT-IR spectra reveal the charac-
teristic properties of nickel, copper, phosphate and structural
water molecule bonding, which indicates the successful
formation of the hydrous NCP-S material.

Fig. 3 shows the surface area and pore size (Fig. S2 (see the
ESI†)) distribution of the NCP-S series samples examined using
N2 adsorption–desorption isotherms. The obtained isotherms
of samples (a) NCP-S1, (b) NCP-S2, (c) NCP-S3, (d) NCP-S4, and
(e) NCP-S5 reveal a type III isotherm along with an H3 type
hysteresis loop which signies a lower energy of adsorption and
characteristic features of mesoporous-like material.46 Using the
BET equation, the surface areas were calculated to be 23.77,
36.91, 37.30, 16.02 and 17.09 m2 g−1 for samples NCP-S1, NCP-
S2, NCP-S3, NCP-S4 and NCP-S5, respectively. The distribution
of pore size of the NCP-S series samples is revealed in Fig. S2
(see the ESI†). An average pore diameter of 28.82, 21.49, 18.48,
27.90 and 25.67 nm is obtained for samples NCP-S1, NCP-S2,
NCP-S3, NCP-S4 and NCP-S5, respectively, which is attributed
to the mesoporous structure of the prepared materials. The

Fig. 2 (a) XRD patterns of NCP-S series thin films. (b) FT-IR spectra of
NCP-S thin films (NCP-S1 to NCP-S5).
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amorphous NCP-S thin lm exhibits mesoporous like structures
as well as providing maximum surface area and numerous
mesoporous channels which may allow facile access to the
electrolyte within the material.

The surface information and valence states of elements in
the SILAR deposited NCP-3 thin lm sample were further
examined by XPS and the results are presented in Fig. 4. The
existence of Ni, Cu, P and O elements was identied from
a survey scan of the NCP-S3 electrode (Fig. 4(a)). Fig. 4 (b–e)
exhibit the high resolution emission spectra of Ni 2p, Cu 2p, P
2p and O 1s, respectively. In the Ni 2p spectra (Fig. 4(b)), the
peak for Ni 2p1/2 located at 875.9 eV and for Ni 2p3/2 at 858.4 eV
in association with the two satellite peaks at 880.1 and 862.6 eV
can be attributed to nickel species with the chemical states of
Ni2+ and Ni3+ at the surface of the material.47 In the Cu 2p
spectra (Fig. 4(c)), the peaks situated at 956.5 and 934.3 eV are
from Cu 2p1/2 and Cu 2p3/2 associated with two satellite peaks at
963.1 and 943.9 eV and can be attributed to copper phosphate
with the chemical states of Cu2+ and Cu3+.24 The P 2p XPS
spectra (Fig. 4(d)) of the P element reveal one peak at 134.8 eV,
conrming the pentavalent state of phosphorus (PO4

3−).48

Further, the O 1s band (Fig. 4(e)) was deconvoluted into two
peaks at 534.7 and 532.8 eV attributed to metal–oxygen mole-
cules and the O–H group from adsorbed water, respectively.49,50

The XPS results conrm the successful synthesis of hydrous Ni–
Cu phosphate in thin lm form.

FE-SEM investigation was utilized for the surface
morphology analysis of SILAR deposited NCP-S thin lms. Fig. 5
displays the morphologies of SILAR deposited thin lms at
different magnications (×30 000 and ×100 000). The
morphological evolution is observed from samples NCP-S1 to
NCP-S5 due to variations in nickel and copper composition. The
FE-SEM images in Fig. 5 reveal a porous morphology consisting
of a spherical particle-like structure of NCP-S material. The FE-
SEM images of pristine nickel phosphate (NCP-S1) exhibited in
Fig. 5(A1 and A2) reveal that the sample consists of an
agglomerated spherical particle-like structure having an average
particle size of 110 nm. Moreover, with an increase of copper
content in the NCP-S2 sample (Fig. 5(B1 and B2)), a spherical
particle-like morphology is detected with an average particle
size of 135 nm. Moreover, the sample (NCP-S3) with the same
concentration (50 : 50) of nickel and copper phosphate dis-
played in Fig. 5(C1 and C2) reveals inter-connected spherical
particles with an average particle size of 86.50 nm with
a comparatively compact structure. Further, increasing the
copper concentration (NCP-S4), the morphology revealed
a porous network of particles having an average particle size of
115 nm, as shown in Fig. 5(D1 and D2). The pristine copper
phosphate sample (NCP-S5) displayed in Fig. 5(E1 and E2)
depict an aggregated particle-like structure along with an

Fig. 3 Nitrogen adsorption–desorption isotherm of samples (a) NCP-
S1, (b) NCP-S2, (c) NCP-S3, (d) NCP-S4 and (e) NCP-S5. Fig. 4 XPS profile of the NCP-S thin film: (a) complete survey spec-

trum, and Ni 2p (b), Cu 2p (c), P 2p (d) and O 1s (e) spectra for sample
NCP-S3.

This journal is © The Royal Society of Chemistry 2022 Sustainable Energy Fuels
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average particle size of 104 nm. At lower magnication
(Fig. 5(A1–E1)), the as-prepared (NCP-S series) samples seem to
have uniform, dense, compact and well-covered particles over
a substrate. A spherical particle-like structure may exhibit
a more porous surface area, which can result in a maximum
capacitance value by providing a large number of electroactive
sites. At higher magnication, numerous uniform spherical
particles possess loosely packed structures (Fig. 5(A2–E2)),
which are favourable for the accessibility of electrolyte ions to
active materials, which can offer excellent capacitance retention
at high charge–discharge rates.

Elemental mapping of the NCP-S series thin lm samples
was carried out using EDS analysis and is presented in Fig. S3(a–
e) (see the ESI†). The presence of Ni, Cu, P and O elements in the
prepared samples NCP-S2 to NCP-S4 conrms the successful
deposition of the nickel copper phosphate material on the S.S.
substrate in thin lm form via the SILAR deposition method.

Also, the absence of copper in NCP-S1 and nickel in NCP-S5
samples conrms the formation of pristine nickel phosphate
and copper phosphate materials, respectively. The experimental
and observed nickel/copper ratios for the NCP-S series samples
are provided in Table S2 (see the ESI†). It is found that the
experimental and observed ratios of nickel and copper contents
in the samples are very similar, which further conrms the
formation of NixCu3−x(PO4)2$nH2O (0 < x < 3) in NCP-S series
thin lms.

3.3 Electrochemical analysis of amorphous nickel copper
phosphate (NCP-S) thin lms

In the amorphous NCP-S material, the variation of the Ni : Cu
ratio and its effect on electrochemical capacitive performance is
examined by assembling a half test cell. Fig. 6(a) exhibits the
comparative CV plots of the NCP-S series electrodes in 1 M KOH
electrolyte at a scan rate of 20mV s−1 in the potential range of 0–
0.65 V (vs. Hg/HgO). The CV plot of the NCP-S3 electrode,

Fig. 5 FE-SEM images of NCP-S electrodes: (A1 and A2) NCP-S1, (B1
and B2) NCP-S2, (C1 and C2) NCP-S3, (D1 and D2) NCP-S4, and (E1
and E2) NCP-S5 at different magnifications (×30 000 and ×100 000).

Fig. 6 (a) The comparative CV curves of the NCP-S series electrodes
at a 20mV s−1 scan rate, (b) the CV curves at different scan rates from 2
to 20mV s−1 for sample NCP-S3, (c) plot of log peak currents (A g−1) vs.
the log scan rate (mV s−1) for NCP-S1, NCP-S2, NCP-S3, NCP-S4 and
NCP-S5 electrodes, (d) graphs of calculated pseudocapacitive (surface
current) and battery type (bulk current) contribution to current density
at various scan rates (2 to 20 mV s−1) for the NCP-S3 electrode, (e) the
comparative GCD profiles of the NCP-S series electrodes at a current
density of 1 A g−1 and (f) GCD profiles at different current densities
ranging from 1 to 4 A g−1 for the NCP-S3 electrode.
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compared with other NCP-S series thin lm electrodes, encloses
a larger area under the CV, reecting its higher charge storing
ability. The amorphous NCP-S electrodes reveal well-established
redox peaks that conrm the pseudocapacitive behaviour of
thin lms. The insertion of OH− ions from the electrolyte to the
amorphous NCP-S material takes place at charging and de-
insertion during discharging. The CV curves of the NCP-S3
electrode at different scan rates ranging from 2 to 20 mV s−1

are presented in Fig. 6(b), and CV plots of other NCP-S series
thin lm electrodes are supplied in Fig. S4 (see the ESI†). The
alteration of CV nature is distinctly observed from amorphous
nickel phosphate to amorphous copper phosphate electrodes
(NCP-S1 to NCP-S5) (Fig. S4(a–d)) (see the ESI†). The scan rate
dependent CV curves indicate that the area under the CV curves
increases with increasing scan rates, indicating that the vol-
tammetry current is proportional to the scan rate, which
conrms the pseudocapacitive nature of the prepared NCP-S
series electrodes.51

A charge kinetic investigation was performed to examine the
charge storage mechanisms of the NCP-S series thin lm elec-
trodes. The charge stored in the electrode can be a result of the
combination of two mechanisms (diffusion-controlled and
capacitive components) and it is analyzed with the help of the
power law using scan rate dependent CV curves and can be
represented as follows,

ip = avb (4)

where ip denotes peak current, a and b denote adjustability
factors, and v is the scan rate. The b value of the NCP-S series
electrodes is estimated from the slope of the graph of log(i) vs.
log(v)52 as displayed in Fig. 6(c). The graph illustrates that the
b values of NCP-S1, NCP-S2, NCP-S3, NCP-S4, and NCP-S5
electrodes are 0.68, 0.51, 0.59, 0.52 and 0.84, respectively as
displayed in Fig. 6(c). The values of b for the NCP-S series
electrodes range from 0.5 to 1 (ref. 53), which indicates that
both (capacitive and diffusive) processes lead to charge storage
in thin lm electrodes. To recognize the individual contribution
of the capacitive and diffusion-controlled processes, a modied
power law can be used as expressed in the following equation.

Ip=Csv + Cbv
1/2 (5)

where Ip represents peak current, v is the scan rate, and Csv and
Cbv

1/2 denote the charge contribution to current density from
capacitive (Isurface) and diffusion-controlled processes (Ibulk).41

For NCP-S3 thin lm electrodes the current contribution (Isurface
and Ibulk) at different scan rates of 2–20 mV s−1 is expressed in
Fig. 6(d). The current contribution of Isurface and Ibulk for the
NCP-S series electrodes is calculated at various scan rates and
presented in Fig. S5 (see the ESI†). It is noted that the capacitive
contribution is more for high scan rates and more diffusive at
low scan rates. Also, other electrodes display different current
contribution values due to different concentrations of nickel
and copper in the material. The NCP-S3 electrode offers ∼58%
capacitive current contribution at a 20 mV s−1 scan rate
(Fig. 6(d)) and it is higher than for nickel phosphate (NCP-S1)

(∼42%) and copper phosphate (NCP-S5) (∼46%) electrodes
(Fig. S5(a and d) (see the ESI†)).

The GCD analysis was executed within the optimized
potential window of 0–0.55 V (vs. Hg/HgO) and comparative
GCD plots of all NCP-S electrodes at a current density of
1.5 A g−1 are exhibited in Fig. 6(e). In a comparative study, the
NCP-S3 electrode reveals larger charging and discharging time
than other electrodes. The GCD curves of other NCP-S series
electrodes at various current densities from 1 to 4 A g−1 are
given in Fig. S6(a–d).† Non-linear discharging curves of the
NCP-S series electrodes exhibit deep ion intercalation and redox
reaction, which indicates the pseudocapacitive nature of the
material.54 GCD analysis concludes that the NCP-S3 electrode
gives a higher charge–discharge response which may be due to
the large surface area offered by the nanostructure and
optimum composition of nickel and copper. From the GCD
graph, the Cs of the NCP-S series electrodes are calculated and
plotted in Fig. S7.† The NCP-S3 electrode displays higher dis-
charging time that accounts for the high Cs of 750 F g−1 at
a 1 A g−1 current density compared to other electrodes and it
decreases down to 618 F g−1 at a 4 A g−1 current density.
Similarly, the NCP-S1, NCP-S2, NCP-S4 and NCP-S5 thin lm
electrodes offer maximum Cs of 540, 640, 594, and 83 F g−1,
respectively at a 1 A g−1 current density as presented in Fig. 7(a).
The achieved performance of the NCP-S electrodes is compa-
rable with that of other phosphate/pyrophosphate based
materials owing to the substrate, method of deposition and
capacitance, given in Table S3 (see the ESI†). The decrement in
Cs is noted with respect to an increase in current density owing

Fig. 7 (a) Cs (F g−1) of NCP-S electrodes (NCP-S1 to NCP-S5) at
a current density of 1.0 A g−1, (b) Nyquist plots of NCP-S thin film
electrodes (NCP-S1 to NCP-S5) and (c) the fitted circuit for the EIS
data. (d) Capacitance retention (%) vs. cycle number plot of the NCP-
S3 electrode at a current density of 6 A g−1 for 4000 cycles (inset: GCD
plots of (A) the first and (B) last 5 cycles).

This journal is © The Royal Society of Chemistry 2022 Sustainable Energy Fuels

Paper Sustainable Energy & Fuels

Pu
bl

is
he

d 
on

 1
1 

N
ov

em
be

r 
20

22
. D

ow
nl

oa
de

d 
by

 C
H

O
N

N
A

M
 N

A
T

IO
N

A
L

 U
N

IV
E

R
SI

T
Y

 o
n 

11
/2

7/
20

22
 8

:4
3:

58
 A

M
. 

View Article Online

https://doi.org/10.1039/d2se00978a


to shorter time for electrochemical reaction with the nano-
structure by electrolytic ions at higher current density.55 At the
same time, the longer interaction of electrolyte ions with the
inner and outer surface of the electrode material at lower
charge–discharge rates gives high Cs values.56 The superior
electrochemical pseudocapacitive behaviour of the NCP-S3
electrode originates from the synergistic inuence of nickel
and copper species (50 : 50 ratio) and high surface area offered
by the interconnected spherical particle-like morphology.

The EIS technique is employed to examine the ion transfer
and electrochemical conductivities of the electrodes. The
Nyquist plots for EIS measurements for the NCP-S series elec-
trodes are presented in Fig. 7(b). The EIS analysis was con-
ducted in the region of 100 kHz to 100 MHz at 10 mV amplitude
and tted to a suitable equivalent circuit utilizing ZView
impedance soware, as displayed in Fig. 7(c). The values of
tted parameters of the equivalent circuit are tabulated in Table
S4.† The lower values of Rs (0.55, 0.45, 0.33, 0.48 and 0.38U) and
Rct (0.70, 1.04, 0.38, 0.87 and 1.20 U) are obtained for the NCP-S
series electrodes. The small values of Rs (0.33 U) and Rct (0.38 U)
for the NCP-S3 thin lm electrode denote a good attachment of
the binder-free active material with the substrate and the
spontaneous electrochemical reaction between the electrolyte
and active electrode material. From Fig. 7(d), the NCP-S3 elec-
trode shows 96.23% capacitance retention over 4000 GCD cycles
at a current density of 6 A g−1, and the GCD curves of the initial
(A) and nal (B) 5 cycles are revealed as an inset of Fig. 7(d). The
decrease in capacitance is noted because of the minute deple-
tion of active material from the surface aer several charge–
discharge cycles. Moreover, to examine the structural durability
of nickel copper phosphate electrodes, the XPS study of nickel–
copper phosphate (NCP-S3) electrodes is performed before as
well as aer the stability test (Fig. S8†). In the XPS analysis of the
NCP-S3 electrode, it is noted that the valence states of Ni and Cu
sites are slightly inter-changed due to oxidation/reduction of
cations aer stability testing. In the Ni 2p spectra (Fig. S8(a)†),
the Ni3+ state is barely suppressed aer the stability test and
exhibits a slight increase in Ni2+ state (855.3 and 872.9 eV),
which is apparent in the Ni3+ to Ni2+ transition of Ni states aer
the stability test.19 Similarly, oxidation in the valence states of
the Cu cation is detected in the Cu 2p region, as revealed in
Fig. S8(b),† which illustrates oxidation from Cu3+ to Cu2+ (933.8
and 953.5 eV).22 Also, a minute change in Cu 2p and Ni 2p
binding energies aer the stability test conrms a similar
transformation of valence states of Cu and Ni cations. The slight
shi and decrease in intensity of the P 2p (phosphorus) spectra
observed aer the stability test conrm the diminishing of the
phosphorus pentavalent states near the surface of the electrode
(Fig. S8(c)†). Furthermore, a slight shi of M–O and O–H bonds
in the O 1s spectra towards lower binding energy, as shown in
Fig. S8(d),† conrms the insertion and extraction of hydroxyl
ions (OH−) during the charge–discharge process. The overall
XPS analysis states that the intercalated hydroxyl ions utilize the
vacancy sites of (PO4)3 in the process of charging and de-
intercalating from their accommodated positions upon
discharging.

3.4 Hybrid asymmetric aqueous supercapacitor (HAASC)
device

In order to further study the nano-structured electrodes for
practical application, an HAASC device was constructed, where
the NCP-S3 (Ni1.56Cu1.44(PO4)2$H2O) electrode as a cathode and
rGO electrode as an anode are utilized and estimated by a full
test cell using a 1 M KOH electrolyte. The schematic represen-
tation of the as-fabricated HAASC device is illustrated in
Fig. 8(a). To sustain charge storage equilibrium between the
positive and negative thin lm electrodes in an HAASC device,
the required weight ratio of amorphous NCP-S3 and rGO elec-
trodes is found to be 0.38 : 1. Using a three-electrode system, the
NCP-S3 and rGO electrodes function in a distinct voltage range
that is favourable for enhancing the voltage range of the HAASC
device. The supercapacitive properties and characterization of
the rGO electrode are provided in Fig. S9 (see the ESI†). The
working potential limit for NCP-S3 is 0–0.65 V (vs. Hg/HgO)
whereas the rGO potential range is −1 to 0 V (vs. Hg/HgO) as
revealed in Fig. 8(b). The HAASC device was examined at a xed
50 mV s−1 scan rate in the range of 0 to 1.2–1.7 V and the results
are exhibited in Fig. S10(a) (see the ESI†). Upon increasing the
operating voltage window from 1.2 to 1.7 V, the current
contribution of the CV curve increases. The quasi-rectangular
nature of the CV loop is achieved up to a voltage limit of 0 to
1.6 V. Thereaer, an abrupt increase in current is noted owing
to the polarization phenomenon at 1.7 V, which may be
contributing to the irreversible reaction. Thus, the 0–1.6 V

Fig. 8 (a) Diagram illustrating the process of assembling the HAASC
device, (b) three-electrode CV plots for the rGO and NCP-S3 elec-
trodes at a scan rate of 50 mV s−1, (c) the CV and (d) GCD plots for the
HAASC device at different scan rates (5–100 mV s−1) and current
densities (3.0–3.9 A g−1), respectively, (e) a plot of Cs with employed
current density for the HAASC device, (f) Nyquist plot for the HAASC
device and the inset displays the equivalent circuit for fitted data, (g)
Ragone plot of the HAASC device, and (h) a plot of capacitance
retention (%) vs. cycle number for the HAASC device.
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voltage range is selected for electrochemical examination of the
HAASC device. The CV curves of the HAASC device at different
scan rates ranging from 5 to 100 mV s−1 are exhibited in
Fig. 8(c). The device displays a similar and reversible shape of
CV curves with good rate capability at various sweep rates.32

The GCD measurements of the HAASC device in different
voltage ranges (1.2 to 1.7 V) at a 3.6 A g−1 current density are
given in Fig. S10(b) (see the ESI†). The GCD plot displays the
good performance within the voltage range of 0 to 1.6 V by
showing the symmetric charge–discharge nature. Hence, from
CV and GCD studies, the operating voltage range of 0 to 1.6 V
was selected for the HAASC and applied for further analysis. The
GCD plots of the HAASC device at various current densities
ranging from 3.0 to 3.9 A g−1 are presented in Fig. 8(d). The non-
linear GCD plots are detected for the HAASC device. The Cs of
HAASC devices evaluated from GCD measurements are shown
in Fig. 8(e). The HAASC device achieves a highest Cs of 95.62 F
g−1 at a current density of 3.0 A g−1 and it decreases down to
65.81 F g−1 at a 3.9 A g−1 current density as depicted in Fig. 8(e).
The small decrement of capacitance at higher current density
suggests the excellent rate capability of the HAASC device. The
Cs of the device decreases with increasing current density, due
to the inadequate electrode–electrolyte interface at higher
current density.33,34

The properties of charge transfer kinetics in the HAASC
device were investigated by EIS analysis. The Nyquist plot of the
HAASC device is revealed in Fig. 8(f) and the equivalent circuit is
depicted as inset of the gure. Low Rs (0.87 U) and Rct (96.92 U)
values are observed owing to the excellent electrochemical
charge transfer kinetics. Also, the values ofW and CPE are 0.811
mF and 0.205 U, respectively. The mutual nature of both elec-
trodes (NCP-S and rGO) is responsible for the better electro-
chemical performance of the HAASC with the enhanced
operating voltage range, Cs and S.E. The S.E. and S.P. are two
essential parameters in the S.C. performance analysis. The S.E.
and S.P. of the HAASC device are calculated and exhibited in
Fig. 8(g). The S.E. of the HAASC reached up to 34 W h kg−1 with
an S.P. of 2.40 kW kg−1. Moreover, the S.E. remained at 23.39W
h kg−1 at a high S.P. of 3.11 kW kg−1, which indicates the high
rate capability of the device. The asymmetric device with two
different EDLC and pseudocapacitive materials exhibits an
improved working potential window and S.E. and S.P.

The cycling stability of the HAASC device was studied by
testing for 5000 continuous GCD cycles at a current density of
13 A g−1 (Fig. 8(h)). The capacitance retention with respective
cycles is plotted in Fig. 8(h) and the GCD plots of the initial (A)
and nal (B) 5 cycles are depicted as an inset of the gure. The
HAASC device demonstrates an excellent 94.11% capacitance
retention aer 5000 GCD cycles. The HAASC device shows
a decrement in the Cs in the initial cycles followed by an
increase in Cs owing to the expansion of the electrochemically
active volume of the material due to intercalation and de-
intercalation of ions aer many GCD cycles. The amorphous
nature with superior capacitance of the HAASC device encour-
ages further usage of SILAR deposited amorphous NCP-S thin
lms and rGO electrodes in the hybrid solid state energy storage
device application.

3.5 Hybrid all-solid-state asymmetric supercapacitor
(HASASC) device

Improving the energy storing capability of S.C.s is essential to
expand their feasibility at the commercial level. Drawing
inspiration from this, researchers are attempting to enhance
the advancement of electrode materials, exible design and
electrolytes to boost the charge storing ability of the HASASC
device by keeping its fundamental characteristics. Therefore, an
HASASC device is fabricated, which offers many advantages,
such as low cost packing, wide working voltage range, and ease
of handling owing to lightweight and leakage-free fabrication.57

The HASASC device is fabricated using amorphous NCP-S3 and
rGO as cathode and anode electrodes, respectively, in PVA–KOH
gel electrolyte, as shown in the schematic displayed in Fig. 9(a).
An HASASC device was fabricated employing large area (5 × 5
cm2) amorphous NCP-S3 and rGO electrodes. Furthermore,
those two electrodes were painted with PVA–KOH gel to form
a thin layer of electrolyte and dried in an ambient environment.
Aer drying, the edges of the electrodes were enclosed with
insulating tape to inhibit any shortening through the electrode
sides. The gel electrolyte was again painted on the surface of the
active material to ensure proper contact between the electrode
and electrolyte. Later, both electrodes were assembled to form
an SSD with the gel electrolyte. The assembled HASASC was
further packed with transparent plastic strips. Lastly, the
prepared device was pressed under a 1 ton pressure for 12 h to
increase the interfacial contact between the active electrode
materials and gel electrolyte. Thus, the HASASC device was
successfully fabricated by the aforementioned steps shown in
Fig. S11 (see the ESI†).

Fig. 9 (a) Diagram illustrating the process of making the HASASC
device, (b) the CV and (c) GCD curves for the HASASC device at
different scan rates (5–100 mV s−1) and current densities (0.7–
2.8 A g−1), respectively, and (d) a plot of Cs with the employed current
density for the HASASC device.

This journal is © The Royal Society of Chemistry 2022 Sustainable Energy Fuels
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The HASASC device CV and GCD plots optimized in various
voltage windows of 0 to 1.2–1.7 V were estimated at a 50 mV s−1

scan rate and 2.8 A g−1 current density as displayed in Fig. S12(a
and b) (see the ESI†). From the CV as well as GCD analysis, the
voltage range of 0 to 1.6 V is selected for electrochemical anal-
ysis of the HASASC device. Fig. 9(b) displays the CV curves of the
HASASC device at various scan rates from 5 to 100 mV s−1. The
prole of the CV curve reveals a larger area under the curve with
perfect pseudocapacitive behaviour of the HASASC device. All
the CV plots maintain their prole irrespective of sweep rate,
signifying the capacitive behaviour of the HASASC device. The
GCD curves of the HASASC device at different current densities
ranging from 0.7 to 2.8 A g−1 are shown in Fig. 9(c) and the non-
linear charge–discharge prole illustrates a better electro-
chemical capacitive behaviour based on reversible redox reac-
tions. Fig. 9(d) displays the Cs of the HASASC device analyzed
from the GCD prole and the device attains a Cs of 37.62 F g−1 at
a current density of 0.7 A g−1, and up to 22.75 F g−1 is retained at
a current density of 2.8 A g−1.

The Nyquist plot for the HASASC device was studied by using
EIS analysis and is exhibited in Fig. 10(a) with an equivalent
circuit in the inset of the gure. The low values of Rs (0.24 U)
and Rct (144 U) are attributed to the superior ionic conductivity
of the gel electrolyte and compatibility of the binder-free elec-
trode material. TheW and CPE are found to be 0.28 U and 0.568
mF, respectively in the equivalent circuit.

The Ragone plot of the HASASC device is presented in
Fig. 10(b) and the fabricated device delivered the highest S.E. of
13.51Wh kg−1 with an S.P. of 0.55 kW kg−1, and maintained

7.82W h kg−1 S.E. at a maximum S.P. of 2.16 kW kg−1. This
result illustrates enhanced S.E. and good rate capability of the
HASASC device that may have originated from the good Cs and
broad working voltage range. Furthermore, the electrochemical
cycling stability of the HASASC device is examined by taking the
GCD over 5000 cycles at a xed current density of 8 A g−1

(Fig. 10(c)). The HASASC device delivers 93.81% capacitance
retention over 5000 cycles, suggesting the good electrochemical
reversibility and extensive lifespan of the device, ascribed to the
utilization of the gel electrolyte. To demonstrate the practical
applicability of the HASASC device, the illumination of the LED
(201) panel is executed using two serially joined HASASC
devices, as displayed in Fig. 10(d). First, two serially joined
HASASC devices were charged at +3.2 V for 30 s and then dis-
charged through a LED panel. More remarkably, the HASASC
device can light up the LED panel for almost 125 s. The digital
pictures of the shining LED panel at various time intervals are
displayed in Fig. 10(d). The initial bright shining of LED lights
denotes the eminent power output performance, thus offering
the fabulous competency of the developed HASASC device.

According to a literature survey, there have not yet been
studies on nickel copper phosphate material based asymmetric
hybrid devices, except our work reported earlier on synthesis of
microakes of nickel copper phosphate58 and therefore, hereby,
the obtained performance of the HAASC and HASASC devices is
compared with earlier metal phosphate based devices by means
of S.P., S.E. and stability tests, and given in Table S5 (see the
ESI†). Also, the corresponding Ragone plot of the HAASC and
HASASC devices with comparative literature reports is plotted in

Fig. 10 (a) Nyquist plot for the HASASC device and the inset reveals the equivalent circuit for the fitted data, (b) Ragone plot of the HASASC
device, (c) a plot of capacitance retention (%) vs. cycle number for the HASASC device, and (d) digital photographs for demonstration of the
HASASC device with a glowing panel of 201 red LEDs at distinct time periods.
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Fig. 10(b). For example, Andikaey et al.59 reported an asym-
metric FeCoCuP//AC device and shows an S.E. of 61.5W h kg−1

and a high S.P. of 1201.7 W kg−1. Mirghni et al.60 constructed an
NaNi4(PO4)3/GF//AC device and reported an S.E. of 19.5W h
kg−1 at a S.P. of 0.57 kW kg−1. An ACkNaNiPO4 SC was reported
by Senthilkumar et al.61 which exhibited an S.E. of 20W h kg−1

and an S.P. of 0.13 kW kg−1. Also, a NaNi0.33Co0.67PO4.H2O//AC
device constructed by Liu et al.62 revealed an S.E. of 29.85Wh
kg−1 and 0.374 kW kg−1 S.P. H. Sharkawy et al.24 reported
a hybrid Ni–Cu–P/NF//AC device which exhibited a high S.E. of
40.5W h kg−1 at 875 W kg−1 S.D. Wang et al.63 assembled a T-
Nb2O5@Ni2P//AC asymmetric S.C. that shows an S.E. of 30.2W
h kg−1 and S.P. of 0.45 kW kg−1. Furthermore, Alzaid et al.19

reported an Ni0.75Mn0.25(PO4)2//AC device which shows an S.E.
of 64.2W h kg−1 and S.P. of 11 896 W kg−1. Lan et al.64 fabri-
cated a NiCoP@NF//AC device which exhibits an S.E. of 27Wh
kg−1 at a S.P. of 0.64 kW kg−1. The reported FeCoCuP/NF, T–
Nb2O5@Ni2P/NF, Ni0.75Mn0.25(PO4)2/NF and Ni–Cu–P/NF based
hybrid devices exhibit slightly higher S.E. than those in the
present work, whichmay be owing to the usage of Ni-foam (N.F.)
as a current collector. Also, various electroactive materials (like
Ni, Cu, and P) delivered different charge storage properties for
enhancement in electrochemical activities. In this study, S.S. is
employed as a current collector, which does not participate in
the redox reaction and the achieved S.E. and S.P. are delivered
solely by the active material (NCP).

In summary, the amorphous, hydrous andmesoporous NCP-
S thin lm delivers a higher specic surface area, less imped-
ance (Rs and Rct) owing to binder-free synthesis and speedy
charge delivery in redox reaction.65–68 In the amorphous mate-
rial, electrolytic ions freely diffuse because of the defect-rich
structure, which is favourable to accessing more electroactive
material.69 Additionally, the amorphous NCP-S material offered
excellent cycling stability relative to the crystalline phase since
the amorphous phase does not show changes in strain while
charging and discharging.70 Hence, in the present work, the
achieved amorphous, hydrous material uniquely delivers high
S.E. and S.P. due to the mesoporous structure and amorphous
spherical particles. The HAASC and HASASC devices display
high performance which is attributed to the several benets
delivered by the amorphous nickel copper phosphate cathode,
such as spherical particle-like morphology, mesoporous and
hydrous nature, synergistic impact of the metal (Ni : Cu) phos-
phate, and binder-free preparation of the Ni1.56Cu1.44(PO4)2-
$H2O thin lm electrode.

4. Conclusions

In this report, an amorphous NCP-S thin lm (binder-free
approach) electrode was prepared on an S.S. substrate
employing a facile SILAR method at ambient temperature and
applied as a cathode material in a hybrid S.C. A facile SILAR
method allows binder-free synthesis of an amorphous, hydrous
Ni3−xCux(PO4)2$nH2O material with selective Ni : Cu composi-
tion variation. The mesoporous, amorphous composition,
spherical particles with Ni : Cu composition of 1 : 1 deliver
a higher specic capacitance (Cs) (capacity) of 750 F g−1 (412.50

C g−1). The spherical particle-like morphology as well as the
amorphous nature of the Ni1.56Cu1.44(PO4)2$H2O thin lm
electrode exhibit high performance owing to lesser diffusion
pathways and extra electroactive sites (37.30 m2 g−1) for elec-
trolyte ion penetration. Furthermore, the constructed HAASC
device delivers a Cs of 95 F g−1 along with a higher S.E. of
34 W h kg−1 at an S.P. of 2.40 kW kg−1. Also, the HASASC device
displayed a Cs value of 37.62 F g−1 with an S.E. of 13.51W h kg−1

at 0.55 kW kg−1 S.P. Moreover, the HAASC and HASASC devices
demonstrated outstanding cycling durability of 94.11% and
93.81% capacitance retention aer 5000 cycles. Such an inex-
pensive, binder-free, facile SILAR synthetic approach and high
performance of the amorphous Ni1.56Cu1.44(PO4)2$H2O spher-
ical particle-like structured cathode paves a novel way to
a bright future for practical production of high-energy hybrid
devices.
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Amorphous, hydrous nickel phosphate thin film electrode prepared by 
SILAR method as a highly stable cathode for hybrid 
asymmetric supercapacitor 
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A B S T R A C T   

To achieve higher supercapacitive performance of active material, several materials with precise structures and 
properties have been prepared using different chemical synthesis methods. Recently, amorphous materials are 
gaining much attention as an electrode in supercapacitor application as it provides superior electrochemical 
properties due to disorder in structure. So, in this investigation, a facile, binder free successive ionic layer 
adsorption and reaction (SILAR) method is adopted for the preparation and deposition of amorphous, hydrous 
nickel phosphate thin films on stainless steel substrates. The amorphous nickel phosphate shows mesoporous, 
clusters of particles like morphology. In the electrochemical study, the amorphous, hydrous nickel phosphate 
electrode demonstrates a superior specific capacitance of 1700 F g− 1 (specific capacity- 814 C g− 1) at 0.5 mA 
cm− 2 current density along with excellent capacitive retention (96.55%) and coulombic efficiency (98.62%) over 
5000 cycles. Furthermore, fabricated hybrid supercapacitor device using the nickel phosphate as cathode and 
reduced graphene oxide as anode exhibits specific capacitance of 113.5 F g− 1 at 3 mA cm− 2 current density with 
a high 40.37 Wh kg− 1 energy density at 1.689 kW kg− 1 power density alongwith excellent cyclic stability 
(95.09% retention after 5000 cycles). The obtained results illustrate that the amorphous, hydrous nature of 
nickel phosphate is a beneficial and superior choice as a cathode material in high-performing hybrid asymmetric 
supercapacitor devices.   

1. Introduction 

Electrochemical supercapacitors have recently gained much atten-
tion as superior electrochemical energy storage devices due to their high 
power density and exceptional stability. Generally, stored electrical 
energy in supercapacitors is based on two primary electrochemical 
double-layer capacitance and pseudocapacitance mechanisms. EDLC 
based supercapacitor exhibits excellent stability and high power, since 
charge storing proceeds physically via ions adsorption/desorption inside 
carbon-based materials; however, these materials suffer from low en-
ergy density [1]. The pseudocapacitive capacitance originates electro-
chemically either via redox reactions (e.g., metal 
oxides/hydroxides/phosphate) or through ion intercalation (e.g., con-
ducting polymers) [2–5]. Further, pseudocapacitor is divided into three 
types such as intrinsic, intercalation, and extrinsic pseudocapacitor. In 

intrinsic pseudocapacitor, charges are stored by double layer and sur-
face redox mechanism on the surface of a material or near the material 
surface. In intercalation type, pseudocapacitor charge stores through 
intercalation of electrolytic ion in interplanar space or tunnels. How-
ever, in extrinsic pseudocapacitors, battery-type materials exhibit 
pseudocapacitive behavior with a reduction in their crystallinity or 
morphology (nanomaterials) [6]. Besides the excellent energy density of 
pseudocapacitive materials, they suffer from poor stability and less 
power density. 

Transition metal sulfides/oxide/hydroxide and phosphates have 
been comprehensively explored as pseudocapacitive material for energy 
storage devices because of their abundant resources and electrochemical 
activity [7,8]. Among various pseudocapacitive materials, the excellent 
electrical conductivity of metal phosphate executes a rapid charge 
transfer, and it is beneficial for supercapacitor [9,10]. Also, the 
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transition metal phosphates demonstrate superior charge/ion conduc-
tivity since they have an open framework, including cavities and large 
solid channels. Moreover, chemically stable P-O covalent bond in metal 
phosphate exhibits excellent stable structure of material, which is a 
prime prerequisite of electrochemical energy storage devices [11]. Up to 
now, various chemical methods were employed for the synthesis of 
nickel phosphate materials with different microstructure such as, 
calcination [12,13], hydrothermal [14–20] sonochemical [21,22], 
co-precipitation [23,24] microwave assisted [25] and chemical bath 
deposition [26] and utilized in an energy storage devices. Different 
synthetic approaches provide various morphologies of crystalline nickel 
phosphate such as nano-microspheres, nano-microrod, nanowire, 
microflower, micro leaf-like, etc. Eventually, these morphologies 
display distinct electrochemical capacitive performance. 

Recently, researchers noted and reported that the amorphous hy-
drous phase of materials exhibits excellent pseudocapacitive perfor-
mance with enhanced stability than their bulk or crystalline 
counterparts due to the disorder and decreased ion diffusion lengths 
[27]. Marje et al. noted that the chemically deposited amorphous nickel 
phosphate delivers maximum specific capacitance than that of crystal-
line [26]. However, the poor electrical conductivity of amorphous ma-
terial can be a major hurdle in achieving the high capacitive 
performance of the electrode. Such a hurdle can be overcome by the 
preparation of binder-free electrodes or the direct growth of amorphous 
material over a conductive substrate. Amongst the earlier reports, only 
Shankar et al. [18] and Marje et al. [9] used a binder-free approach for 
the deposition of Ni2P2O7 on the substrate using chemical bath deposi-
tion and hydrothermal method, respectively. Therefore, the present 
research is directed in search of a facile and reliable synthetic approach 
to prepare binder-free amorphous materials over conductive substrates. 
The successive ionic layer adsorption and reaction (SILAR) method is a 
facile synthetic approach for the preparation of amorphous/nanocrys-
talline materials over substrate since this method allows abruption of 
material growth while deposition and can restricts crystalline growth of 
material. Compared to other methods, the SILAR method is a simple, less 
time-consuming and less expensive method for the deposition of metal 
phosphate thin films [28]. Moreover, to the best of our knowledge, this 
facile synthetic approach (SILAR) has not been investigated yet for the 
binder-free synthesis of nickel phosphate thin film. 

In present work, the SILAR method has been employed for the first 
time to synthesize binder-free nickel phosphate thin films on stainless 

steel (SS) substrate. The electrochemical capacitive performance of 
amorphous, hydrous nickel phosphate thin film electrodes is studied in 
1 M KOH electrolyte. Also, excellent performing nickel phosphate thin 
film was employed (cathode) to fabricate hybrid asymmetric devices 
accompanied by reduced graphene oxide (as an anode). The capacitive 
accomplishments were examined and reported herein. 

2. Experimental section 

2.1. Preparation of nickel phosphate thin films 

The binder-free nickel phosphate thin films were synthesized by the 
facile SILAR method. SILAR method is the facile synthetic approach for 
the preparation of amorphous/nanocrystalline materials on a substrate, 
which is established on the subsequent accumulation of cation and re-
action with anions over substrate surface from separately placed pre-
cursor’s solution. A modified three-beaker SILAR system (shown in  
Fig. 1(a)) was employed to synthesize nickel phosphate thin films at 
room temperature (300 K). Different molar compositions of nickel sul-
phate (NiSO4.6H2O) and di-potassium hydrogen orthophosphate 
(K2HPO4) were prepared separately by dissolving in 50 ml of double 
distilled water (DDW). The molar ratios of NiSO4.6H2O (used as cationic 
precursor solution) and K2HPO4 (used as anionic precursor solution) 
(NiSO4.6H2O:K2HPO4) were varied in the synthesis process as 0.66:0.34, 
0.5:0.5, and 0.34:0.66, and indicated as S-NiPi-1, S-NiPi-2, and S-NiPi-3, 
respectively. Three steps are implemented for the deposition of nickel 
phosphate thin films in the SILAR method. H2O) Initially, SS substrate 
dipped in cationic precursor solution for 10 s to adsorb nickel ions on the 
surface of the substrate. Then in second step, the substrate was dipped 
for 10 s in an anionic precursor solution (K2HPO4) for reaction purpose. 
In the final step, the substrate was rinsed in DDW for 20 s to remove un- 
reacted and un-adsorbed species from the surface of SS substrate. The 
whole three-step procedure is the single SILAR cycle, and it is sche-
matically displayed in Fig. 1(a). Similar 80 SILAR cycles were continued 
to achieve an optimal thickness of nickel phosphate thin film on the SS 
substrate. The obtained greenish-white colored thin films (shown in 
Fig. 1(b)) were dried at ambient temperature, and all preparative pa-
rameters are tabulated and given in Table S1 (see ESI). Furthermore, 
these thin films were directly used for different characterization and 
electrochemical capacitive testing. 

Fig. 1. (a) The schematic representation of SILAR method for the preparation of nickel phosphate thin film electrodes, (b) photograph of nickel phosphate thin films 
prepared at different molar ratio. 
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2.2. Preparation of reduced graphene oxide (rGO) electrode 

For the preparation of rGO, primarily graphene oxide (GO) was 
prepared using Hummer’s method [29]. Then, the obtained GO solution 
was reduced hydrothermally (453 K for 12 h) and freeze-dried to ach-
ieve a high surface area with a porous structure. The rGO electrode was 
prepared as follows: 75 wt% of as-prepared rGO material, 20 wt% of 
carbon black, and 5% polyvinylidene fluoride (PVDF) in N-methyl 2-pyr-
rolidone (NMP) were used to make a homogeneous slurry. The obtained 
slurry was covered on a SS substrate (1 × 1 cm− 2 area) and dried up in 
an oven at 333 K for 2 h. As-prepared rGO electrode was employed as an 
anode in the hybrid asymmetric supercapacitor device. 

2.3. Characterization techniques 

The crystal structure of the prepared thin films was examined using 
an X-ray powder diffractometer (XRD, Mini Flex 600, Cu Kα character-
istic radiation at λ = 1.54 Å; Rigaku). The chemical bonding and func-
tional groups present in the prepared material were analyzed by 
employing a 4600 type-A Fourier transform infrared (FT-IR) instrument. 
The pore size distribution and surface area are evaluated from (BJH) 
analysis and Brunauer–Emmett–Teller (BET) technique (Belsorp II 
mini). The elemental composition and surface morphology of thin films 
were investigated using energy-dispersive x-ray spectroscopy (EDS) and 
field-emission scanning electron microscopy (FE-SEM, JSM-6500F, 
JEOL). 

2.4. Electrochemical measurements 

The electrochemical properties of nickel phosphate thin film elec-
trodes were investigated by employing ZIVE MP1 multichannel elec-
trochemical workstation. The electrochemical capacitive performance 
of the electrodes was probed in 1 M KOH electrolyte using a three- 
electrode system at the ambient environment, where S-NiPi series 
electrodes (area ~1 cm2) served as a working electrode, the mercury/ 
mercury oxide (Hg/HgO) was utilized as the reference electrode and a 
platinum plate (area ~1 cm2) as the counter electrode. The super-
capacitive performance of the electroactive material was determined by 
cyclic voltammetry (CV), electrochemical impedance spectroscopy 
(EIS), and galvanostatic charge-discharge (GCD). The specific capacity 
(C g− 1) and specific capacitance (F g− 1) of the S-NiPi series sample was 
evaluated from the GCD curves using the following equation, 

Cs =
I × ∆t

m
(Cg− 1 ) (1)  

Cs =
I × ∆t

m × ∆V
(Fg− 1) (2)  

Where m, ∆t, I, and ∆V represent the mass of active substance (g), 
discharge time (s), current density (mA cm− 2), and potential window 
(V). The energy density (E, Wh kg− 1) and power density (P, kW kg− 1) of 
the supercapacitor were calculated from GCD tests using Eqs. (3) and 
(4), respectively as, 

E =
0.5 × CS × (∆V)

2

3.6
(Wh kg− 1) (3)  

P =
E × 3.6
∆t

(kW kg− 1) (4)  

Where ∆t exhibits discharge time (s) and ∆V represents (V/Hg/HgO) a 
potential window. EIS was evaluated at the open-circuit potential in the 
range of 100 kHz to 100 mHz at 10 mV amplitude. The electrochemical 
characteristics of the asymmetric device were examined by constructing 
a two-electrode system combining a nickel phosphate thin film and rGO 
as a positive electrode (cathode) and the negative electrode (anode), 
respectively. To achieve the best supercapacitive performance of the 
hybrid asymmetric devices, the charges of anode and cathode was 
balanced by the theory of mass balance using the equation as, 

m+

m−

=
C− ×∆V−

C+ ×∆V+

(5)  

Where m (+ or -), ∆V (+ or -) and C (+ or -) are the mass of active substance 
(g), potential window (V) and specific capacitance (F g− 1) of the positive 
and negative electrode, respectively. 

3. Results and discussions 

3.1. Nickel phosphate thin film formation mechanism 

Nickel phosphate thin films are prepared on the SS substrate via 
electrostatic adsorption of cations as well as a reaction between anions 
and cations over the surface of SS substrate (as shown in schematic Fig. 1 
(a)). In brief, a three-beaker arrangement was used, where the first 
beaker contains an aqueous solution of nickel sulphate (NiSO4.6H2O) as 
a cationic precursor. When the well-cleaned SS substrate is dipped in 

Fig. 2. (a) XRD patterns (b) FT-IR spectra of S-NiPi-1, S-NiPi-2 and S-NiPi-3 electrode.  
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cationic precursor solution for 10 s, the Ni2+ ions get adsorbed at 
nucleation centers over SS substrate surface because of attractive forces 
(electrostatic or Van-der wall or cohesive forces) between SS substrate 
and nickel species. Then the adsorbed ions react with anions (HPO4

2-) 
from anionic precursor (K2HPO4) in the second beaker. Furthermore, 
DDW in the third beaker was employed for rinsing purpose, where 
unreacted or loosely bounded molecules detach from the surface. 

The reaction mechanism for nickel phosphate thin film formation via 
the SILAR method is as; a thin layer of Ni2+ ions gets adsorb on SS 
substrate when the substrate is dipped in a cationic precursor (kept at 
the ambient condition).  

NiSO4.6H2O → Ni2+ +SO4
2- + 6H2O                                                (6) 

Also, an anionic precursor of dipotassium hydrogen orthophosphate 
dissociates as per Eq. (7).  

K2HPO4 → HPO4
2- + 2K+ (7) 

Furthermore, the reaction performed by immersion of wet substrate 
consisting of Ni2+ ions layer on surface in the solution of K2HPO4 anionic 

precursor, in which a chemical reaction among HPO4
2- and adsorbed 

Ni2+ ions lead to the deposition of adherent nickel phosphate monolayer 
on a substrate as per the following reaction.  

3Ni2++2HPO4
2- + nH2O → Ni3(PO4)2⋅nH2O↓ +2H+ (8) 

Thus, the thin film is deposited through the ion-by-ion growth 
mechanism, where film deposition occurs by the nucleation of ions at 
the nucleation centre on the dipped surface of a substrate. Further, the 
growth of material over substrate surface occurs through coalescence 
and stacking of particles. Accordingly, the binder-free, well adherent, 
and uniform nickel phosphate thin film deposited on SS substrate. The 
molar ratios of anionic and cationic precursors varied in the synthesis 
process of nickel phosphate to optimize the phase of the material. Upon 
varying the composition of anionic precursor, the mass of deposited 
material varied as 0.34, 0.40, and 0.25 mg cm− 2 for S-NiPi-1, S-NiPi-2, 
and S-NiPi-3 samples, respectively. It is found that the increase in 
anionic precursor leads to an increase in reaction rate and resulted in to 
increase in deposited mass of the material from S-NiPi-1 to S-NiPi-2 
sample. 

Fig. 3. BET surface area evaluation of sample (a) NiPi-1, (b) S-NiPi-2 and (c) S-NiPi-3.  
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3.2. X-ray diffractometer, FT-IR, BET study 

The structural investigation of nickel phosphate thin films was 
executed by X-ray diffractometer (XRD) and displayed in Fig. 2(a). The 
XRD pattern does not show any diffraction peak instead of SS peaks 
represented by the symbol (*). The absence of diffraction peak from the 
S-NiPi series thin film electrode suggests the formation of amorphous 
material. The amorphous phase of material is feasible to achieve 
enhanced electrochemical activities since the irregular structure can 
provide large active sites and extended extrinsic pseudocapacitive per-
formance [30]. Also, such an amorphous structure of the material can 
provide improved stability since sluggish intercalation/deintercalation 
of electrolytic ions in crystalline material renders its stability [31]. 

The FTIR spectra of nickel phosphate thin films (Fig. 2(b)) were 
probed in the range of 400–4000 cm− 1. The vibration mode of Ni–O 
bond is credited to the peak on 587 cm− 1 [26] and the stretching mode 
of P–O–P linkages is assigned to 777 cm− 1 [32]. The peak positioned at 

1028 cm− 1 belongs to PO4
3- vibrational mode. The water molecules 

(H–O–H) bending vibrational mode appeared at 1353 and 1594 cm− 1 

[33]. Also, the -OH bond from adsorbed water is accredited to the broad 
peak near 3414 cm− 1. As results illustrated in Fig. 2(b), no significant 
change is observed in FTIR spectra of S-NiPi-1, S-NiPi-2, and S-NiPi-3 
electrodes upon cationic and anionic concentration variation. The FTIR 
results demonstrate that the structural water content exists in synthe-
sized material and the formation of hydrous nickel phosphate thin film 
over SS substrate. 

The porosity and surface area of nickel phosphate thin film is 
examined by BET analysis. Fig. 3(a)–(c) displays the isotherms of N2- 
adsorption-desorption (at 77 K liquid nitrogen) for nickel phosphate 
thin films. According to the International Union of Pure and Applied 
Chemistry (IUPAC) classification, the nickel phosphate thin films dis-
played a type III isotherm with a hysteresis loop of H3 type. Type III 
isotherm and H3 type hysteresis loop depict characteristic property of a 
mesoporous structure created by aggregated particles [34,35]. The 

Fig. 4. FE-SEM pictures of prepared sample S-NiPi-1 (a, b), S-NiPi-2 (c, d) and S-NiPi-3 (e, f) at various magnifications of 20,000X and 50,000X.  
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specific surface area evaluation is analyzed to be 7.47, 6.03, and 
15.38 m2 g− 1 for samples S-NiPi-1, S-NiPi-2, and S-NiPi-3, respectively. 
The corresponding distribution of pore size was analyzed by utilizing 
Barrett–Joyner–Halenda (BJH) technique from the desorption section of 
isotherm and presented in Fig. S1 (see ESI). The pore size distribution 
plot indicates an average pore diameter of 14.31, 15.92, and 15.12 nm 
for sample S-NiPi-1, S-NiPi-2, and S-NiPi-3 respectively, which ascribed 
to the mesoporous structure of accumulated particles. The mesoporous 
morphology of thin film electrodes gives rise to the high surface area as 
well as several channels provide easy access to the electrolyte in the 
interior of electrode material [36]. 

3.3. Morphological analysis 

The surface morphology of as-synthesized nickel phosphate thin 
films is examined via FE-SEM. The FE-SEM images of nickel phosphate 
thin films at two different magnifications (50,000X and 20,000X) are 
exhibited in Fig. 4(a)–(f). The low magnification (20,000X) FE-SEM 
image (Fig. 4(a), (c), (e)) of nickel phosphate shows uniformly and 
densely packed particle-like architecture covered over the SS substrate 
surface. Also, these particles are randomly distributed on the surface of 
substrate and created multiple voids and large pores (cavities). Such 
cavities and voids can offer efficient ways and the lowest diffusion 
length for ionic easy access. The SEM images at higher magnification 
(50,000X) shown in Fig. 4(b, d, and f) demonstrate accumulated parti-
cles with distinct particles size having an average diameter of 209.6, 
185.1, 144.7 nm for sample S-NiPi-1, S-NiPi-2, and S-NiPi-3, respec-
tively. Such smaller particle size of nickel phosphate can give a high 
electroactive surface area and achieves maximum capacitance through 
the mesoporous structure. The variation in particle size is observed with 
variation in precursors concentration due to the alteration in growth 
kinetics in the SILAR method. It is found that the average particle size 
reduces with an increase in phosphate precursor concentration, and at 
the molar composition of 1:2, the prepared thin film shows the smallest 
size of particles (~144.7 nm). With an increase in phosphate concen-
tration, the reaction kinetics increases and results in forming a stable 
phase of the material, which restricts the growth of particles. Moreover, 
such a porous network with aggregated particles like morphology of 
nickel phosphate is favourable for energy storage applications. 

Elemental investigation of amorphous nickel phosphate thin film 
was analyzed by EDS, and the outcomes are depicted in S2 (see ESI (a- 

c)). The atomic ratio of nickel to phosphorus (Ni:P) was 1:1.61, 1:1.71, 
and 1:1.72 for samples S-NiPi-1, S-NiPi-2, and S-NiPi-3, respectively. It 
is observed that phosphorous content increases in thin film with an in-
crease in phosphate precursor concentration. The elemental composi-
tion of nickel and phosphorus is quite similar in S-NiPi-2, and S-NiPi-3 
samples that attribute to the saturation of phosphate content and 
confirm the ratio of 1:2 is sufficient to obtain nickel phosphate thin 
films. Moreover, Ni, P and O elements in the material confirm that the 
obtained material is hydrous nickel phosphate thin film. 

4. Electrochemical study of nickel phosphate thin film 

The supercapacitive properties of S-NiPi series electrodes are inves-
tigated by a three-electrode cell configuration in a 1 M KOH electrolyte.  
Fig. 5(a) illustrates comparative CV curves of nickel phosphate thin films 
between + 0.2–0.60 V (vs Hg/HgO) potential range at a scan rate of 
2 mV s− 1. The S-NiPi-3 electrodes indicate maximum current under the 
curve than S-NiPi-1 and S-NiPi-2 electrodes. The amorphous nature and 
particle-like morphology of the NiPi-3 sample provide a high surface 
area and exhibit enhanced electrochemical performance in terms of 
current response in the CV curve. The CV curves at scan rates from 2 to 
20 mV s− 1 for the S-NiPi-3 electrode are presented in Fig. 5(b). In CV 
curves, a current area under the curve increases with an increase in scan 
rate, and obtained redox peaks attribute to the pseudocapacitive nature 
of material [37]. The CV curves of S-NiPi-1 and S-NiPi-2 electrodes at 
scan rates from 2 to 20 mV s− 1 are provided in Fig. S3 (see ESI). 

The charge storage kinetics of prepared nickel phosphate thin film 
electrodes are examined by using power’s law. The correlation between 
scan rate and peak current density can be represented by following 
power’s law as, 

ip = avb (9)  

Where ip denotes peak current density, a and b are adjustable factors and 
v is scan rate. The slope (linear fit) of the current [log (i)] versus scan 
rate [log (v)] plot represents the b values. The b value represents two 
distinct charge storage processes as, when b is 0.5 and 1, then the 
electrochemical process is diffusive and capacitive, respectively [38,39]. 
In the present analysis, b values are evaluated from cathodic peak re-
gimes and found to be 0.56, 0.65, and 0.51 for the S-NiPi-1, S-NiPi-2, 
and S-NiPi-3 electrode, respectively (Fig. 6(a)), which indicate that both 

Fig. 5. (a) Comparative CV curves of nickel phosphate electrodes (S-NiPi-1, S-NiPi-2 and S-NiPi-3) at scan rate of 2 mV s− 1 and (b) CV curves of S-NiPi-3 electrode at 
various scan rates from 2 to 20 mV s− 1. 
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(diffusive and capacitive) processes are contributed for charge storage in 
the electrode materials. To identify the individual contribution of sur-
face pseudo-capacitive and battery process by using modified Power’s 
law expressed as, 

Ip = Csν+Cbν1/2 (10)  

Where Ip represents peak current density, ν is the scan rate and Csν and 
Cbν1/2 illustrate current contributions from surface pseudo-capacitive 
(Isurface) and bulk process (Ibulk), respectively [40]. Corresponding 
Fig. 6(b) displays the contribution of current density from the surface 
pseudo-capacitive (Isurface) and battery-like (Ibulk) process for nickel 
phosphate thin film electrodes at various scan rates from 2 to 20 mV s− 1. 
At a low scan rate current, it is noted that current is contributed 
moderately from the surface pseudo-capacitive process and mostly from 
the battery-like process. In the case of S-NiPi-1, the contribution of 
Isurface increases from 5% to 15%, whereas the contribution of Ibulk de-
creases from 95% to 85%. The contribution of Isurface increases from 3% 
to 8%, whereas the contribution of Ibulk decreases from 97% to 92% in 

sample S-NiPi-2. However, the contribution of Isurface increases from 8% 
to 22%, whereas the contribution of Ibulk decreases from 92% to 78% for 
S-NiPi-3 sample. Additionally, S-NiPi-3 exhibits a higher contribution of 
Isurface, indicating the high porosity of material that permits the passage 
for electrolyte ions to penetrate and execute surface redox reactions. 

Fig. 7(a) displays relative GCD curves of nickel phosphate electrodes 
within 0 to + 0.50 V (vs Hg/HgO) potential range at current density of 
0.5 mA cm− 2. Likewise CV analysis, the non-linear discharge in every 
curve demonstrates pseudocapacitive and diffusion-controlled charge 
storage mechanism of the nickel phosphate electrodes. The S-NiPi-3 
electrode exhibits a large discharge time as compared with S-NiPi-1 and 
S-NiPi-2 electrodes. The GCD analysis of S-NiPi-3 electrode at 
0.5–4 mA cm− 2 current densities is displayed in Fig. 7(b). Similarly, the 
GCD curves of S-NiPi-1 and S-NiPi-2 electrodes at 0.5–4 mA cm− 2 cur-
rent densities are provided in Fig. S4 (a–b) (see ESI). As an increase in 
the current density, the discharge time decreases because of less time 
available for interaction between electrode and electrolyte at the higher 
current density. Moreover, the bell-shaped symmetric charge-discharge 
profile indicates pseudocapacitive property and good supercapacitive 

Fig. 6. (a) Plots of log (current density, mA cm− 2) versus log (scan rate, mV s− 1) for S-NiPi series electrodes, (b) contribution of battery type (bulk current) and 
capacitive type (surface current) current density at various scan rates (2–20 mV s− 1) for S-NiPi series electrodes. 
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behavior of the electrode [41]. The specific capacitance calculated from 
the GCD curve for S-NiPi-1, S-NiPi-2, and S-NiPi-3 electrodes are 686, 
1062, and 1700 F g− 1, respectively, at 0.5 mA cm− 2 current density. The 
obtained performance of nickel phosphate electrodes is compared with 
previous work by means of crystal structure, morphology, capacitance, 
and stability and is provided in Table S2 (see ESI). Some previous work 
[18,20,21,23] reported higher specific capacitance than present work, 
probably due to the employment of the nickel foam (NF) as a current 
receiver, which participates in an electrochemical reaction as well as 
assists to enhance the performance of the whole electrode by including 
self-capacitance [42]. Nevertheless, in the present work, SS substrate is 
utilized as a current collector to synthesis nickel phosphate thin film and 
does not participate in the electrochemical reactions since it is quite 
stable in the alkaline medium than nickel foam. Therefore, obtained 
capacitive performance in the present work is solely served by nickel 
phosphate material. 

EIS analysis was carried out to examine the resistance and capacitive 
characteristics of the amorphous nickel phosphate electrodes in the 
100 kHz to 100 mHz frequency range at open circuit potential. The 
Nyquist plots of S-NiPi-1, S-NiPi-2, and S-NiPi-3 electrodes are demon-
strated in Fig. 8, inset display fitted equivalent circuit using ZView- 
impedance software, and the tailored parameters of equivalent circuit 

are provided in Table S3 (see ESI). In the Nyquist plot, the high- 
frequency portion (semicircle) indicates the interfacial processes, the 
middle frequency portion is associated with a diffusion-controlled pro-
cess, and the low-frequency (straight line) portion indicates the capac-
itive behavior of the material. The initial point/intersection of the 
semicircle represents solution resistance (Rs), the approximate closing 
point of the semicircle indicates the resistance of charge transfer kinetics 
(Rct), and the straight-line at the lower frequency region indicates 
Warburg diffusion resistance (W). In an equivalent circuit, Rs and Rct 
interface resistance with CPE exhibits a general imperfect capacitor 
(when n = 1 and Q = C) ascribed to semi-infinite diffusion charges [43]. 
The solution resistances are found to be 0.56, 0.66, and 0.46 Ω, 
respectively. Also, the charge transfer resistances of 1.12, 1.03, and 
0.58 Ω are obtained for S-NiPi-1, S-NiPi-2, and S-NiPi-3 electrodes, 
respectively. The smaller values of Rs and Rct indicate easy diffusion of 
electrolyte in the amorphous structure of material and inclusive utili-
zation of particle like morphology of nickel phosphate electrodes. 

Electrochemical cycling stability of working electrode is an impor-
tant aspect for its utilization in the supercapacitor. Fig. 9 displays the 
cyclic stability and coulombic efficiency of the best-performed electrode 
(S-NiPi-3) tested at 4 mA cm− 2 current density for 5000 cycles. Nickel 
phosphate electrode exhibited excellent cyclic stability by sustaining 

Fig. 7. (a) Comparative GCD curves of nickel phosphate electrodes (S-NiPi-1, S-NiPi-2 and S-NiPi-3) at current density of 0.5 mA cm− 2 and (b) GCD curve of S-NiPi-3 
electrode at various current densities from 0.5 m to 4 mA cm− 2 and (c) specific capacitance versus current density graph for S-NiPi-1, S-NiPi-2 and S-NiPi- 
3 electrodes. 
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capacitive retention of 96.55% and coulombic efficiency is found to be 
98.62% over 5000 GCD cycles. The potential vs time curves of the first 
(A) and last (B) five GCD cycles are presented in inset of Fig. 9. Initial 
and final GCD cycles display symmetric potential–time response. The 
long-term cyclic stability of S-NiPi-3 electrode is credited to the amor-
phous nature and porous surface morphology of material since such an 
amorphous structure can efficiently sustain swelling and diffusion of 
electrolytic ions than its crystalline and bulk counterpart. 

4.1. Aqueous hybrid asymmetric supercapacitor device (AHASD) 

To an additional investigation of hydrous, amorphous, particle like 
structured nickel phosphate electrode for feasible application in 

supercapacitors, a hybrid asymmetric supercapacitor device (AHASD) 
was constructed by using nickel phosphate as a positive electrode 
(cathode) and rGO as the negative electrode (anode). Supercapacitive 
analysis of rGO electrode was executed in 1 M KOH electrolyte. The CV 
test of rGO electrode at various scan rates from 5 to 100 mV s− 1 in the 
optimized potential range of 0 to − 1 V (vs Hg/HgO) depicted in Fig. S5 
(a) (see ESI). The CV curve of rGO electrode demonstrates a nearly 
rectangular nature, and the absence of a redox peak proves the electric 
double layer capacitive nature of rGO material. Also, it was verified by 
linear GCD plots of rGO electrode shown in Fig. S5(b) (see ESI)). The EIS 
plot along with the fitted circuit (Fig. S5 (c) (see ESI)) for the rGO 
electrode represents a semicircle in the high-frequency region and a 
straight line in the low-frequency region. The initial point of the semi-
circle is attributed to solution resistance (Rs = 0.48 Ω) and the value of 
semicircle diameter is an electron transfer resistance (Rct= 47.61 Ω), 
which is responsible for the exclusive electrochemical resistivity of the 
rGO electrode. The CV graph of rGO electrode and amorphous nickel 
phosphate electrode (S-NiPi-3) in different potential ranges at 
50 mV s− 1 scan rate is displayed in Fig. 10(a). Fig. 10(a) indicates two 
individual pseudocapacitive electrodes with practical integration can 
obtain a wide operating potential window for a hybrid device. Enhanced 
operating potential window and high energy density are the main ben-
efits of constructing AHASD. To achieve better outcomes of AHASD, 
mass balancing between two electrodes is essential since both electrodes 
depict distinct capacitive performance. So, the mass balance among 
positive and negative electrodes is calculated using the charge balance 
theory (Eq. 5). To maintain charge storage equilibrium between positive 
and negative electrode in an AHASD, the weight ratio of nickel phos-
phate (S-NiPi-3) and rGO electrode is obtained as 0.352:1. The voltage 
range of AHASD is optimized by performing CV analysis in different 
(1.2–1.6 V) voltage range at 50 mV s-1 scan rate as displayed in Fig. S6 
(a) (see ESI). The AHASD does not exhibit a change in redox peaks in CV 
analysis, but after a 1.6 V slight increase in current is detected at the end 
of the CV curve, which signifies oxygen evolution reaction [44,45]. 
Hence, the voltage limit of 0–1.6 V is optimized for AHASD. In a similar 
way, voltage range (1.2-1.6 V at 4 mA cm-2) for GCD analysis is opti-
mized as revealed in Fig. S6(b). Both CV and GCD analysis confirms the 
optimum voltage limit for AHASD is 1.6 V. Fig. 10(b) exhibits CV curves 
of S-NiPi-2//KOH//rGO AHASD at various scan rates from 5 to 
100 mV s− 1. Good reversibility of AHASD was observed within the 
voltage range of 0.0–1.6 V at various scan rates. Fig. 10(c) revealed GCD 
profiles of prepared AHASD in the voltage range of 0.0–1.6 V at different 
current densities from 3 to 4.5 mA cm− 2. The specific capacitance of 
AHASD was calculated using Eq. (2) and shown in Fig. 10(c) from the 
GCD profile. The AHASD delivered a high specific capacitance of 
113 F g− 1 at 3 mA cm− 2 current density. It is observed that, as applied 
current density increased, the discharge time of the AHASD device 
decreased, and it indicates that the specific capacitance of the device 
decreases with an increase in current density because of inadequate 
electrode-electrolyte interaction at high current density (Fig. 10(d)). 
The power and energy density of the AHASD are prominent factors for 
analyzing its feasibilities for practical application. Based on active ma-
terials of positive and negative electrodes, power and energy density are 
calculated using Eqs. (3) and (4). The AHASD device achieved the 
highest energy density of 40.37 Wh kg− 1 at a power density of 
1.68 kW kg− 1. Specific capacitance, energy, and power density of 
AHASD device with comparative literature survey are presented in 
Table S4 (see ESI) [9,15–26]. Also, the corresponding Ragone plot of 
AHASD device with comparative literature is plotted in Fig. 11(a). Only 
a few articles [18, 21, 23, 24, and 26] reported little higher energy 
density values than the present study for the devices based on nickel 
phosphate; however, in most works, nickel foam (NF) was used as a 
current collector. Nickel foam promotes the entire capacitive perfor-
mance of electrode as well as a device since it includes self-capacitance 
originated from the conversion of surface Ni atom to NiO during 
charging-discharging [42]. Moreover, the AHASD device exhibits 

Fig. 8. Nyquist plots of S-NiPi-1, S-NiPi-2 and S-NiPi-3 electrodes (inset: 
equivalent circuit for fitted data). 

Fig. 9. Stability and coulombic efficiency of nickel phosphate electrode (S- 
NiPi-3) for 5000 cycles at current density of 4 mA cm− 2. (Inset: the GCD curves 
of the first (A) and last (B) 5 GCD cycles). 
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excellent stability (~95%) along with competitive energy density and 
power density than all other supercapacitor devices based on crystalline 
nickel phosphate electrodes, which underlines the utilization of amor-
phous nickel phosphate electrode in hybrid supercapacitor device 
fabrication. 

EIS evaluation (Fig. 11(b)) of AHASD is conducted in the frequency 
range of 100 kHz to 100 mHz at open circuit voltage. The Nyquist plot of 
AHASD device exhibits Rs and Rct values of 0.9 and 114 Ω, respectively, 
and the CPE exhibits an imperfect capacitor ascribed to semi-infinite 
diffusion charges [43]. The hybrid asymmetric device with rGO and 
mesoporous nickel phosphate electrodes promotes the facile ion trans-
port and enhances the electrochemical capacitance of the device. The 
cycling stability and coulombic efficiency of the AHASD device were 
examined for 5000 cycles at 12 mA cm− 2 current density and presented 
in Fig. 12. The primary (A) and final (B) 5 GCD cycles are displayed in 
the insets of Fig. 12. Similar GCD nature is observed for initial and final 
cycles which demonstrate good cyclic stability of AHASD. The AHASD 
revealed excellent capacitive retention of 95.09% and coulombic effi-
ciency is found to be 97.91% over 5000 GCD cycles, demonstrating 
excellent cycling stability of the device. 

Overall amorphous nature, the mesoporous structure of nickel 

phosphate thin film offers a large surface area and low electrochemical 
resistance (Rs and Rct) for rapid charge transfer in electrochemical re-
action. Also, the amorphous nickel phosphate material has a number of 
defects that may provide exclusive electrochemical and physical prop-
erties and deliver the best electrochemical performance [46]. Due to the 
defect-rich structure, the electrolytic ions freely diffuse in amorphous 
material, which is beneficial to access more active material [47]. 
Moreover, amorphous material proposed long-term durability as 
compared to the crystalline structure since the amorphous structure 
does not exhibit changes in strain while charging/discharging [48]. 
Therefore, amorphous particles and mesoporous structure of nickel 
phosphate deliver high capacitive performance by means of high energy 
and power density with excellent stability. 

5. Conclusions 

In the present work, SILAR (binder-free synthetic approach) method 
successfully utilized to prepare amorphous, hydrous nickel phosphate 
thin film electrodes. The mesoporous, amorphous, hydrous nickel 
phosphate particles offer the maximum specific capacity of 814 C g− 1 

(specific capacitance − 1700 F g− 1) with more excellent cyclic stability 

Fig. 10. (a) CV plots of rGO and nickel phosphate thin film electrodes (S-NiPi-3) at scan rate of 20 mV s− 1, (b) CV plots of AHASD at various scan rates from 5 to 
100 mV s− 1, (c) GCD plots of AHASD at various current densities (3–4.5 mA cm− 2) and (d) plot of specific capacitance versus current densities of AHASD. 
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of 96.55% and coulombic efficiency (98.62%) after 5000 cycles. The 
amorphous nature and particle-like morphology exhibit smaller diffu-
sion paths and more active sites for the electrolyte ions penetration and 
resulted in the utilization of high surface area of active material. 
Furthermore, fabricated asymmetric supercapacitor device delivers 
specific capacitance of 113.55 F g− 1 at current density of 3 mA cm− 2 

with an energy density of 40.37 Wh kg− 1 at a power density of 
1.689 kW kg− 1 along with impressively high cyclic stability (95.09%) 
and coulombic efficiency (97.91%) after 5000 cycles. The obtained re-
sults indicate that amorphous, hydrous nickel phosphate is a highly 
advantageous candidate in asymmetric hybrid supercapacitors for 
practical applications and SILAR method is the best synthetic approach 
to prepare binder-free, amorphous, mesoporous metal phosphate ma-
terials in thin film form. 
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Abstract
Present investigation describes a successful preparation of nickel phosphate  (Ni3(PO4)2.8H2O) thin film electrodes by facile 
one pot hydrothermal method. As developed  Ni3(PO4)2.8H2O thin film electrodes with the variation of thickness are exam-
ined for morphological change and glucose sensing. The  Ni3(PO4)2.8H2O thin film electrodes exhibit linear response with 
respect to the variation in glucose concentration from 2.5 to 30 mM and acquire the sensitivity of 8312 μA  mM−1 cm−2 with 
437 μM LOD. Selectivity performance of  Ni3(PO4)2.8H2O thin film electrode towards glucose in presence of dopamine, 
fructose and lactose is studied. The results suggest that  Ni3(PO4)2.8H2O thin film electrode is beneficial for glucose sensing 
application due to enormous active sites with the high specific surface area of the active material.

Keywords Nickel phosphate · Hydrothermal method · Microplates · Non-enzymatic glucose sensor · Thin film electrode

1 Introduction

Nowadays, biosensors are mostly investigated in the area of 
biomedical analysis, food industry, and clinic diagnosis [1, 
2]. Glucose sensors are widely used in clinical diagnostics 
because of their fast examination and reliability [3]. There-
fore, a lot of efforts are underway for the construction of 
rapid, reliable and reproducible glucose sensing devices 
[4]. Electrochemical sensors are known as a good scien-
tific device due to their fast and low-cost glucose recogni-
tion [5, 6]. Biosensors prepared by various methods have 
been studied from past few years. Based on the multiple 
characteristics and phenomena of the techniques as well as 
detector, applied biosensors would be classified into elec-
trical biosensors, vibrational biosensors, electrochemical 

biosensors, optical biosensors and mechanical biosensors. 
Chronoamperometric or electrochemical glucose sensors are 
classified into two types an enzymatic and non-enzymatic 
glucose sensor. In the type first, enzymatic oxidase on the 
surface of electrode is immobilized and dioxygen quantita-
tively reduced to the hydrogen peroxide and monitored by 
chronoamperometric method [7]. The traditional enzymatic 
glucose sensor offers high selectivity, better time response 
but some drawbacks are associated such as, limited stability 
and difference in response with the changing pH as well as 
temperature [8]. On the other hand, non-enzymatic glucose 
sensors offer many advantages such as stability, reproduc-
ibility and their mechanism for detecting glucose molecules 
is based on redox reaction of active material [5, 9]. Among 
different biosensors, electrochemical biosensors involve easy 
mechanism and fabrication processes, simple operation and 
quick response time. It is familiar that, transition metal based 
electrodes are extremely cost-effective, facile to synthesize, 
highly electroactive and exhibit good glucose sensing [10, 
11].

In recent times, there are lots of efforts undergoing for 
glucose detection using nickel based catalysts. Almost all 
of them shown improved performance of glucose sensor by 
developing nickel catalyst on the conductive materials like 
as carbon nanofiber [12], Mxene [13] and graphene [14]. 
Yet few works were prepared to simultaneously modify 

Electronic supplementary material The online version of this 
article (https ://doi.org/10.1007/s1093 4-020-01000 -0) contains 
supplementary material, which is available to authorized users.

 * Umakant M. Patil 
 umakant.physics84@gmail.com

1 Centre for Interdisciplinary Research, D. Y. Patil Education 
Society, Kasaba Bawada, Kolhapur 416 006, India

2 Department of Physics, National Dong Hwa University, 
Hualien 97401, Taiwan

Author's personal copy

http://crossmark.crossref.org/dialog/?doi=10.1007/s10934-020-01000-0&domain=pdf
https://doi.org/10.1007/s10934-020-01000-0


 Journal of Porous Materials

1 3

components with structure of nickel catalyst to enhance the 
performance. Numerous metal oxides tested as electrocata-
lysts, in that nickel oxide has a specific interest because of 
high chemical stability and thermal stability [15, 16]. Nickel 
phosphate has many different structures that may increase 
its ion exchange rate and ionic conductivity [17]. Many 
methods have been employed for the preparation of nickel 
phosphate such as hydrothermal [18], sol–gel techniques 
[19], solvothermal [20], chemical bath deposition [21], 
wet chemical process [22] and applied for various applica-
tions. Some reports are available on the nickel phosphate for 
non-enzymatic glucose sensor as, Padmanathan et al. [23] 
hydrothermally prepared  Ni3(PO4)2.8H2O on the substrate 
of nickel foam (NF) and reported sensitivity of 24,390 µA 
 mM−1 cm−2. Also, Hassaninejad-Darzi et al. [24] prepared 
nickel phosphate (VSB 5) nanorods and Al-Omair et al. 
[25] synthesized nano/micro particles of  Ni3(PO4)2.8H2O 
by hydrothermal technique for glucose sensing. Accord-
ing to the literature survey, binder free synthesis of 
 Ni3(PO4)2.8H2O thin films on stainless steel (SS) substrate 
and their application as non-enzymatic glucose sensor have 
not been investigated yet.

Herein, we report for first time synthesis of 
 Ni3(PO4)2.8H2O thin film (thickness variation) using a sim-
ple one step hydrothermal technique at 390 K and applied 
for non-enzymatic glucose sensing application. The struc-
tural and morphological studies of as-synthesized electrode 
were performed by X-ray diffraction (XRD), Fourier trans-
form infrared (FTIR), Brunauer–Emmett–Teller (BET) 
analysis and scanning electron microscopy (SEM). The 
 Ni3(PO4)2.8H2O thin film electrode applied as a catalyst and 
thickness variation for sensing behavior towards the glucose 
molecule is examined. The obtained  Ni3(PO4)2.8H2O elec-
trode shows glucose sensing in a linear range from 2.5 to 
30 mM having the sensitivity of 8312 μA  mM−1 cm−2 with 
437 μM limit of detection (LOD).

2  Experimental section

2.1  Synthesis of  Ni3(PO4)2.8H2O thin films

To prepare  Ni3(PO4)2.8H2O thin films by hydrothermal 
method, analytical grade (AR grade 99.9%), nickel chloride 
hexahydrate  (NiCl2.6H2O), potassium dihydrogen orthophos-
phate  (KH2PO4) and urea  (NH2CONH2) were obtained from 
Sigma Aldrich and used as received without any purification 
process. In the typical synthesis process, a chemical bath 
was arranged with mixing aqueous 0.033 M  NiCl2.6H2O 
(20 ml), 0.066 M  KH2PO4 (20 ml) and 0.075 M  NH2CONH2 
(10 ml). The SS (304 grade) substrates with surface area of 
1 cm × 5.5 cm were polished by zero fine grade polish paper. 
The polished substrates washed with labogent and ultrasoni-
cally cleaned for 15 min. Further, the SS substrates were kept 
vertically in prepared solution bath and a bath was placed in 
hydrothermal autoclave maintained at 390 K under 15 psi pres-
sure. The reaction time was varied as, 30, 60 and 90 min, and 
prepared films denoted as NiPi30, NiPi60 and NiPi90, respec-
tively. After reaction, formation of well adherent light green 
colored  Ni3(PO4)2.8H2O thin films was observed on SS sub-
strate. The thin films were washed with double distilled water 
(DDW) and dried at ambient condition. As prepared nickel 
phosphate thin films directly used for further characterizations.

2.2  Material characterizations

The X-ray diffraction pattern (XRD) obtained from Rigaku 
miniflex-600 with Cu Kα (λ = 0.15406 nm) radiation, oper-
ated at 40 kV with scanning rate of 2°  min−1 for the crystal 
structure analysis of prepared thin film. The Fourier transform 
infrared (FTIR) spectra were recorded by an FT-IR 4600 
type-A instrument. The surface areas were measured from 
Brunauer–Emmett–Teller (BET) analysis (Belsorp II mini). 

Fig. 1  a XRD patterns of 
prepared  Ni3(PO4)2.8H2O 
thin film. b FT-IR spectra of 
as-synthesized  Ni3(PO4)2.8H2O 
thin film for NiPi30, NiPi60 and 
NiPi90 samples
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The field emission-scanning electron microscopy (FE-SEM, 
JSM-6500F, JEOL) equipped with energy dispersive X-ray 
spectroscopy (EDS) (Oxford, X-max) was used to observe 
the surface morphologies of  Ni3(PO4)2.8H2O thin films. All 
electrochemical sensing was evaluated by using ZIVE MP1 
multichannel electrochemical workstation.

2.3  Electrochemical measurements

The electrochemical glucose sensing analysis of 
 Ni3(PO4)2.8H2O thin film electrode was conducted by three-
electrode cell system in 1 M KOH electrolyte. The prepared 
 Ni3(PO4)2.8H2O thin films, platinum plate and saturated calo-
mel electrode (SCE) were applied as working electrode, coun-
ter electrode and reference electrode, respectively. Firstly, the 
working  (Ni3(PO4)2.8H2O) electrode was stabilized for few 
cyclic voltammogram (CV) cycles in 1 M KOH electrolyte, 
within 0 to 0.5 V potential window at scan rate of 50 mV s−1, 
until the steady state of voltammogram was achieved. The 
electrochemical characteristics of glucose sensing were studied 
by successively adding different (or same) glucose concentra-
tions in 1 M KOH at a constant (0.43 V vs SCE) potential. To 

diminish mass transfer interference, the assistance electrolyte 
(1 M KOH) was continuously stirred at 230 rpm. The impact 
of common electroactive species such as dopamine, fructose 
and lactose was studied in interference test.

3  Result and discussion

3.1  Ni3(PO4)2.8H2O thin film formation and reaction 
mechanism

A hydrothermal method was employed for deposition of 
 Ni3(PO4)2.8H2O thin films at 390 K. In the formation of 
thin film, basically two steps are involved such as nuclea-
tion and particle growth. The nucleation is essential for 
the growth of particle, thin film deposition occurs suc-
cessfully when heterogeneous nucleation is promoted over 
the SS substrate and homogeneous nucleation is inhibited 
in the solution [26]. In typical process, decomposition of 
urea (at high temperature 363 K) gradually produces  CO2 
and  NH4+ ions, released  NH4+ ions react in terms of com-
plexing agent [27, 28]. Afterward  Ni+ ions, form amine 

Fig. 2  Nitrogen adsorption/
desorption isotherm of sample a 
NiPi30, b NiPi60 and c NiPi90, 
and d pore size distribution 
curves of  Ni3(PO4)2.8H2O for 
sample NiPi30, NiPi60 and 
NiPi90
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complex as [Ni(NH3)]2+ and this complex acts as source 
of  Ni2+ ions and gradually releases  Ni2+ ions [21]. Also, 
 KH2PO4 releases  PO4

− ions and reacts with nickel  (Ni2+) 
ion, which resulted into formation of  Ni3(PO4)2.8H2O thin 
film as per following reaction:

Formation of uniform thin film was executed by vary-
ing reaction time as 30, 60 and 90 min. The deposited 
mass of thin film material was investigated by gravimet-
ric weight difference method. It was observed that, from 
the sample NiPi30 to NiPi90 mass of deposited material 
increases with increasing reaction time. Deposited mass 
of samples NiPi30, NiPi60 and NiPi90 obtained to be 
0.36, 0.44 and 0.47 mg cm−2, respectively.

(1)3
[

Ni
(

NH3

)]2+
+ 2H2PO−

4
+ 8H2O → Ni3

(

PO4

)

2
.8H2O + 3NH3 ↑ + 2H2 ↑

3.2  XRD analysis

XRD patterns of hydrothermally deposited  Ni3(PO4)2.8H2O 
thin films on SS substrate (sample NiPi30, NiPi60 and 
NiPi90) are depicted in Fig. 1a. The peaks marked with 

 correspond to SS substrate in XRD pattern. The major ’٭‘
indexed peaks at, 11.72, 13.78, 18.80, 22.59, 23.80, 28.62, 
30.96, 34.11, 39.86, 41.61, 56.01 and 71.55° are ascribed to 
(1 1 0), (0 2 0), (2 0 0), (1 3 0), (1 0 1), (0 3 1), (

−

3 01) , (3 3 
0), (

−

1 12) , (
−

3 41) (3 3 2) and (4 4 2) crystal planes of nickel 
phosphate hydrate  [Ni3(PO4)2.8H2O], respectively (JCPDS 
card no. 00–033-0951). Also, the average crystallite size 
were calculated by Scherrer relation [29],

Fig. 3  SEM images of prepared 
nickel phosphate sample NiPi30 
(a, b), NiPi60 (c, d) and NiPi90 
(e, f) at different magnification 
of X1000 and X4000
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Where, � is the value of shape factor ( � = 0.94 ), � is the 
wavelength of X-ray ( � =1.5406 Å), � is the full width at 
half maxima (FWHM) of the corresponding (0 2 0) plane 
and � is the Bragg’s angle. The average crystallite size of 
 Ni3(PO4)2.8H2O in sample NiPi30, NiPi60 and NiPi90 are 
49.51, 55.46 and 54.58 nm, respectively. The maximum 
average crystallite size of 55.46 nm for (0 2 0) plane is 
obtained for NiPi60 sample. Increase in crystallite size with 
film thickness can contribute to improvement in conductivity 
of electrode and subsequently glucose sensitivity.

3.3  FTIR analysis

The FTIR spectrum (Fig. 1b) demonstrates that, the band 
at 578 correspond to the phosphate  (PO4

3−) group vibra-
tional modes of the spinal compound [30, 31]. Additionally, 
the stretching of the P–O–P linkages was attributed to the 
peak at 765 cm−1 and, 885 cm−1 shows vibrational mode of 

(2)D =
kλ

� cos �

 PO4
3− [32, 33]. The strong absorption asymmetric vibration 

mode of  PO4− group observed at 1021 cm−1. The character-
istics band at 1401 and 1631 cm−1 represents bending vibra-
tion mode of a water molecule (H–O–H) [34]. Adsorbed 
water represented by absorption broad band from 3025 to 
3433 cm−1 and can be assigned to vibrational bond of O–H. 
These results indicate that, the deposited material contains 
structural water and formation of hydrous nickel phosphate 
 (Ni3(PO4)2.8H2O) in thin film form.

3.4  BET analysis

To analyze specific surface area,  N2 adsorption/desorp-
tion isotherms of prepared  Ni3(PO4)2.8H2O thin films (at 
77 K temperature of the liquid nitrogen) were recorded and 
indicated in Fig. 2a, b, c. The detected isotherms of sam-
ple NiPi30 (a), NiPi60 (b) and NiPi90 (c) exhibits a type 
IV isotherm with H2 type hysteresis loop of physisorption, 
according to classification of International Union of Pure 
and Applied Chemistry (IUPAC). The type IV isotherm rep-
resents characteristics property of the mesoporous material 

Fig. 4  EDS spectra of as-synthesized  Ni3(PO4)2.8H2O a NiPi30, b NiPi60 and c NiPi90 thin films
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having high energy of adsorption [35]. Such arrangement 
of type IV isotherm and H2 type hysteresis loop display 
the existence of well ordered pores with wide and narrow 
sections and interconnecting channels [36, 37]. According 
to the analysis of Brunauer–Emmett–Teller (BET) equa-
tion, the surface areas were evaluated to be 35.07, 120.34 
and 77.04  m2 g−1 for sample NiPi30, NiPi60 and NiPi90, 
respectively. The results reveal that, electrode with optimum 
thickness shows high surface area. The distribution of pore 
size of all samples exhibited in Fig. 2d. The mesoporous size 
distribution graph shows an average pore diameter of 6.41, 
5.82 and 7.52 nm for sample NiPi30, NiPi60 and NiPi90, 
respectively. The BET results confirm formation of well-
ordered slit-shaped mesoporous structure of  Ni3(PO4)2.8H2O 
material [36].

3.5  Morphological analysis

The structural morphology and par ticle size of 
 Ni3(PO4)2.8H2O were studied by FE-SEM analysis and 
revealed in Fig. 3. The microplates like architecture were 
observed for NiPi30 sample (a and b). The average length, 

thickness and width of these microplates are 11.92, 0.65 
and 3.21 µm, respectively. The SEM images of NiPi60 
sample (c and d) states formation of willow-leaf like 
microstructure. Here, the microplates are converted into 
willow-leaf like morphology with the deposition time 
variation. The average length, thickness and width of wil-
low-leafs are 17.81, 1.82 and 9.42 µm, respectively. The 
NiPi90 sample exhibits flower like structures as shown in 
(Fig. 3e and f). At higher thickness, willow-leaf like struc-
ture combines and forms flower like architectures. The 
average length, thickness and width of leaves of micro-
flower are 19.09, 2.24 and 12.26 µm, respectively. With 
increase in reaction time, length, thickness, and width of 
leaves increased. Also, Peng et al. [38] observed change 
in the morphology from microsheets to microflower-sheet 
to microflower of  Ni3(PO4)2.8H2O with varied reaction 
time in synthesis by using microwave assisted method. 
Similarly, Wu et al. demonstrated morphology change 
by adjusting experimental condition in the composition 
using hydrothermal technique [39]. Moreover, Marje et al. 
synthesized  Ni2P2O7.8H2O and observed change in the 
morphology from willow leaf like petals to microflower 

Fig. 5  Cyclic voltammetry 
curves of  Ni3(PO4)2.8H2O thin 
films at various scan rates from 
5–100 mV s−1 in 1 M KOH 
electrolyte for sample a NiPi30, 
b NiPi60 and c NiPi90
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like structure by changing Ni and  PO4
− ratio [21]. In pre-

sent study, it is observed that morphology changes from 
microplates to willow-leaf like morphology and flower like 
architectures with increase in deposition reaction time (30, 
60 and 90 min).

The elemental composition of  Ni3(PO4)2.8H2O thin films 
were studied by energy-dispersive spectroscopy (EDS), and 
outcomes are demonstrated in Fig. 4. The atomic ratio of 
nickel and phosphorous (Ni:P) is obtained as, 1.80:1, 1.91:1 
and 1.95:1 for the sample NiPi30, NiPi60, and NiPi90, 
respectively which is near to ratio 1.5:1. The excess oxygen 
obtained in chemical composition emphasizes that the pre-
pared material is  Ni3(PO4)2.8H2O.

4  Determination of glucose oxidation

The prepared  Ni3(PO4)2.8H2O thin film electrode was used 
for non-enzymatic glucose sensor. Figure 5a, b, c exhib-
its CV curves of  Ni3(PO4)2.8H2O at 5–100 mV s−1 scan 
rates for sample NiPi30, NiPi60 and NiPi90 in 1 M KOH 

electrolyte. The peak current of CV curve increases dur-
ing increasing scan rate which shifts the redox potential 
from positive region and negative region which highlights 
the quasi reversible nature of electrode [40]. The redox 
peaks attributed to the reverse reaction and the oxidation 
of  Ni3(PO4)2.8H2O as indicated by the following reactions 
[41],

*denotes the active surface site where can adsorb OH as 
well as O species. The presence of alkaline condition gives 
rise to evolution of oxygen during electrochemical reaction 
due to the adsorption of O and OH groups on the surface of 
 Ni3(PO4)2.8H2O thin film [41, 42].

(3)
Ni3

(

PO4

)

2
⋅ 8H2O + 3OH−

↔ Ni3
(

PO4

)

2
(OH ∗)3 ⋅ 8H2O + 3e−

(4)
Ni3

(

PO4

)

2
(OH ∗) + 2OH−

↔ Ni3
(

PO4

)

2
(O ∗) + H2O + e−

(5)O ∗ + O ∗↔ O2 ↑

Fig. 6  Cyclic voltammetry 
curves of  Ni3(PO4)2.8H2O thin 
films in the existence of vari-
ous concentrations of glucose 
(0–12.5 mM) in 1 M KOH at 
constant scan rate of 20 mV s−1 
for sample a NiPi30, b NiPi60 
and c NiPi90
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Electrochemical Impedance Spectroscopy (EIS) was con-
ducted for samples NiPi30, NiPi60 and NiPi90 in 1 M KOH 
electrolyte at 10 mV bias potential with frequency range 
of 100 kHz to 100 MHz (Fig. S1). The solution resistance 
 (Rs) of samples NiPi30, NiPi60 and NiPi90 are found to 
be 1.41, 1.18 and 1.34 Ω  cm−2, respectively. On the other 
hand electron transfer resistance  (Rct) of samples NiPi30, 
NiPi60 and NiPi90 were observed as 3.06, 2.97 and 3.17 
Ω  cm−2, respectively, confirming a superior electrochemi-
cal conductivity of  Ni3(PO4)2.8H2O. The equivalent circuit 
fitted for electrode NiPi60 is displayed in the inset of Fig. 
(S1). The fitted circuit contains solution resistance  (Rs), 
interface resistance  (R1 and  R2) with a general imperfect 
capacitor  (Q1 and  Q2) (when n = 1). The lowest solution 
resistance  (Rs) 1.18 Ω  cm−2 and electron transfer resistance 
 (Rct) 2.97 Ω  cm−2 is observed for the NiPi60 electrode. The 
shorter Warburg impedance (W = 20 Ω  cm−2) clear the way 
for higher diffusion of electrolyte inside electrode material 
and maximum utilization of willow-leaf like structure of 

 Ni3(PO4)2.8H2O. The EIS results exhibit excellent electro-
chemical performance of NiPi60 electrode due to its strongly 
conductive network at optimum thickness of material.

Figure 6 a, b, c demonstrate CV curves of  Ni3(PO4)2.8H2O 
electrode in a 1 M KOH electrolyte using various glucose 
concentration ranging from 2.5 to 12.5 mM at 20 mV s−1 
scan rate for sample NiPi30, NiPi60 and NiPi90. The anodic 
peaks current increases with the increase in glucose concen-
tration and slightly shift towards the lower positive potential. 
At another point, little decrement is observed in the cathodic 
peak current. Electro-oxidation of glucose resulted due to 
breaking and reconstructing of the bond between nickel and 
phosphate with an oxygen atom at different kinetic rates 
[43]. Up to now, not a perfect reaction mechanism is avail-
able which can explain the glucose oxidation on nickel based 
electrodes in the alkaline electrolyte. The accepted glucose 
oxidation to gluconolactone mechanism, by the familiar of 
 Ni3+/Ni2+ could be as follows [44],

Fig. 7  Chronoampero-
metric response curve of 
 Ni3(PO4)2.8H2O thin films with 
successive addition of various 
concentrations of glucose (2.5 
to 30 mM) in 1 M KOH at 
0.43 V for sample NiPi30 (a), 
NiPi60 (b) and NiPi90 (c)
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The isomerization along with deprotonation process in 
the glucose is carried out by the oxidative  Ni3+ species in 
an electrode.

The sensitivity of the related electrodes is explored 
through chronoamperometric study. Fig S2 exhibits 
effect of the applied potential on the current response of 
 Ni3(PO4)2.8H2O electrode with continuous addition of glu-
cose. It can be noted that,  Ni3(PO4)2.8H2O electrode illus-
trates the obvious current response of the applied potentials 
ranging from 0.41 V to 0.43 V. Furthermore, the current 
response increases with increase in applied potential. The 
maximum current response is observed when the potential 
is 0.43 V and an optimal potential (0.43 V) was used in the 
further chronoamperometric study. The chronoamperometry 

(6)[−P − O − Ni−O − P−] + OH−
→ [−P − O − Ni(OH) − O − P−] + e−

(7)[−P − O − Ni(OH) − O − P−] + glucose → gluconolactone +
[

−P − O − Ni(OH)2 − O − P−
]

analysis of the  Ni3(PO4)2.8H2O was conducted at oxidation 
potential (0.43 V vs SCE), which is optimized by CV experi-
ment. In 1 M KOH solution different glucose molar concen-
trations was added at time interval of 60 s (with continuous 
stirring), which generated a stair-like graph as exhibited in 
Fig. 7. The proposed sensor exhibited sensitivity of 4700 
µA  mM−1 cm−2 for sample (NiPi30), 8312 µA  mM−1 cm−2 
(NiPi60) and 2940 µA  mM−1 cm−2 (NiPi90) as displayed in 
Fig. 7a, b, c, respectively. For each addition of glucose, the 
current increased stepwise followed by stepwise state current 
which represent the constant accretion in oxidation current at 
various glucose concentration [45]. For glucose recognition, 
the corresponding calibration graphs are plotted and exhib-
ited in Fig. 8a, b, c. The sensor display a linear range from 

Fig. 8  The corresponding cali-
bration plot of current response 
vs glucose concentration in the 
range from 2.5 mM–30 mM for 
sample NiPi30 (a), NiPi60 (b) 
and NiPi90 (c)
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2.5 to 30 mM with correlation coefficient  (R2) of 0.9993 
(Fig. 8a), 0.9991 (Fig. 8b) and 0.9984 (Fig. 8c) for sample 
NiPi30, NiPi60 and NiPi90, respectively. It is observed that, 
when the glucose concentration increases to 15 mM, it pre-
vents the mass transfer that influences the diffusion of pure 
glucose molecules closer to the electrode surface. At higher 
glucose concentrations from 15 to 30 mM the electrochemi-
cal response is not linear. The limit of detection (LOD) was 
calculated using well known following formula [46].

(8)LOD =
3 × SD

m

where ‘SD’ is the standard deviation and ‘m’ is the slope 
value extracted from calibration graph as shown in Fig. 8a, 
b, c. The SD of the sensors is 0.2443, 0.5501 and 0.3791 for 
sample NiPi30, NiPi60 and NiPi90, respectively. Slopes of 
the NiPi30, NiPi60 and NiPi90 samples are 1.9550, 3.7684 
and 1.9586, respectively. The calculated values of LOD 
using Eq. (8) are 374, 437 and 580 μM for sample NiPi30, 
NiPi60 and NiPi90, respectively.

Selectivity is the most important analytical factor for 
the identification of non-enzymatic glucose sensor. The 
higher sensitivity sample (NiPi60) chosen for selectiv-
ity test and sample NiPi60 shows 8312 µA  mM−1 cm−2 
which is higher than all reported data (Table 1) but lit-
tle lower than  Ni3(PO4)2·8H2O/NF electrode reported by 

Table 1  Electrochemical 
performance comparison of 
various Ni based materials for 
non-enzymatic glucose sensing

HAC heteroatom-enriched activated carbon, CPF carbon paste electrode, CC carbon cloth, CCE carbon 
ceramic electrode, NA/CC nanoarray on conductive carbon cloth, CILE carbon ionic liquid electrode, HR 
hollow nanorods, NF nickel foam, PI/CNT polyimide/carbon nanotube, PEDOT Poly(3,4-ethylenedioxy-
thiophene), RGO reduced graphene oxide, VSB-5 Versailles Santa Barbara-5

Electrode material Linear range
(M)

Detection 
potential
(V)

Limit of 
detection 
(LOD)
(µM)

Sensitivity
(µA  mM−1 cm−2)

Reference

NiO 100–1000 µM 0.5 10 3230 [47]
NiO 0.0002–1 mM 0.5 0.2 2300 [44]
NiO 0–10,000 µM 0.50 0.9 3613 [48]
NiWO4 0.006–4122 µM 0.55 0.18 269.83 [49]
HAC/NiO 5–4793 µM 0.5 0.055 1721.5 [50]
NiO/SiC 0.004 − 7.5 mM 0.5 0.32 2037 [51]
NdNiO3 0.0005 − 4.6 mM 0.54 0.3 1105.1 [52]
NiO-MWCNT/CPE 0.001–14 mM 0.5 19 6527 [53]
Ni foil 10 µM- 10 mM 0.46 1.8 670 [54]
Ni-CCE 0.5–5000 µM 0.45 0.1 0.04 [55]
Ni2P
NA/CC

1.0 µM -3.0 mM 0.5 0.18 7792 [56]

Ni(OH2)-CILE 50 µM- 23 mM 0.55 6 202 [57]
Ni(OH)2 HR 0.002–3.8 µM 0.6 0.6 1569 [58]
Ni(OH2)-Graphene 2 µM- 3.1 mM 0.54 0.6 11.43 [59]
Ni(OH)2/3D-graphene 0.024–1200 µM 0.45 24 nm 3490 [60]
Ni(OH)2/NF 2–40 µM 0.51 1 1130 [61]
PI/CNT-Ni(OH)2 0.001–0.8 mM 0.60 0.36 2071.5 [62]
NiNPs/PEDOT/RGO 1.0 µM- 5.1 mM 0.5 0.8 36.15 [63]
(NiCo)(OH)2 25–3700 µM 0.47 – 122.45 [64]
NiCO2O4 5–15,000 mM – 1491 91.34 mV/decade [65]
Nickel Cobalt Phosphate 2–4470 µM 0.55 0.4 302.99 [66]
Ni3(PO4)2.8H2O/NF 50–1000 µM 0.45 0.097 24,390 [23]
Ni3(PO4)2 VSB-5 0.1–21 µM

0.5–10.0 mM
0.71 0.04

200
– [24]

Ni3(PO4)2.8H2O
Thin Films

2.5–30 mM 0.43 437 8312 Present work
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Padmanathan et al. [23], since they used NF as substrate 
which may contribute in glucose sensing by self-redox 
reaction. One of the most essential analytical determinants 
for a chronoamperometric sensor is the selectivity of the 
sensor towards goal analytes. The interference test was 
executed at 0.43 V potential using chronoamperometric 
technique. The impact of different electroactive species 
similar to glucose such as, dopamine, fructose and lactose 
was investigated. Figure 9 shows the chronoamperometric 
signals of the sensor toward the consecutive addition of 
glucose (2.5 mM), dopamine (2.5 mM), fructose (2.5 mM) 
and lactose (2.5 mM) into the 1 M KOH in the 60 s time 
interval. As expected,  Ni3(PO4)2.8H2O shows extraordi-
nary good feedback for glucose and also negligible feed-
back for other electroactive species. Subsequently, the cur-
rent feedback increases sharply for second time glucose 
addition. This result shows that, the electrode surface was 
stable as well as sensitive even in the existence of other 
electroactive species. It concluded that,  Ni3(PO4)2.8H2O 
has better selectivity toward glucose recognition.

The reproducibility of  Ni3(PO4)2.8H2O sensor is also 
examined by making at least five electrodes under the sim-
ilar condition and the chronoamperometric response was 
noted on injection of 2.5 Mm glucose. The non-enzymatic 
glucose detection of  Ni3(PO4)2.8H2O sensors with com-
parative histogram of sensitivity is depicted in Fig. 10. 

Low relative standard deviation (RSD) (1.25%) confirms 
an excellent reproducible sensitivity of  Ni3(PO4)2.8H2O 
electrodes. The stability of  Ni3(PO4)2.8H2O electrode 
towards glucose sensing has been determined by execut-
ing CV for 1000 cycles in the presence of 1 mM glucose 
molecules and shown in Fig. S3 (a). It is observed that, 
 Ni3(PO4)2.8H2O electrode revealed good stability (~ 96%) 
in the applied potential window at 100 mV s−1 scan rate 
(Fig. S3 (b)). The good stability of  Ni3(PO4)2.8H2O elec-
trode is mainly because of strong adhesion of willow-leaf 
like nickel phosphate layers on SS substrate. The above 
results indicates that, the  Ni3(PO4)2.8H2O sensor has 
excellent reproducibility as well as long term stability.

Based on the all above results, an exclusive performance 
of the non-enzymatic glucose sensor is attributed to large 
surface areas, low resistance pathways possess quickly 
charge transfer for excellent electrochemical glucose oxida-
tion. Appropriate thickness of the electrode exhibits superior 
sensing performance due to the presence of multiple elec-
troactive sites of material for adsorption/desorption of glu-
cose molecule and efficient charge transfer as demonstrated 
in Scheme 1. At the lower thickness, the prepared material 
gives less active sites for electrochemical glucose sensing. 
Conversely, film beyond its appropriate thickness, the charge 
transfer from one site to other up to the charge gathering on 
the substrate becomes more sluggish and hence resistive.

Fig. 9  Chronoamperometric response of the  Ni3(PO4)2.8H2O thin 
film electrode under the successive additions of 2.5  mM glucose, 
2.5 mM dopamine, 2.5 mM fructose and 2.5 mM lactose in 1 M KOH 
at 0.43 V for sample NiPi60

Fig. 10  Reproducibility of five identical  Ni3(PO4)2.8H2O thin films 
electrode (NiPi60 electrode) for sensitivity of glucose recognition
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5  Conclusions

In summary, binder free  Ni3(PO4)2.8H2O thin films with var-
iation in thickness were successfully synthesized by a simple 
one pot hydrothermal method. As prepared  Ni3(PO4)2.8H2O 
material shows morphological transformation from micro-
plates to willow leaf-like structure with impressively 
tuned up, by changing the length, thickness and width 
with varying different reaction time. The glucose sensor of 
 Ni3(PO4)2.8H2O with optimum thickness (0.44 mg cm−2) 
revealed maximum sensitivity (8312 μA  mM−1 cm−2), a 
limit of detection (437 μM) with favorable linear response 
range from 2.5 to 30 mM towards glucose. Willow leaf-like 
structure offers large surface area (120.34  m2 g−1) with abun-
dant electroactive sites for glucose oxidation. The optimum 
thickness of  Ni3(PO4)2.8H2O with willow leaf like structure 

is favorable for glucose sensor and its better sensitivity sug-
gested usefulness for the practical application.
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Facile Synthesis of Microstrip-Like Copper Phosphate
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Binder-free copper phosphate hydroxide [Cu2(PO4)(OH)] thin films have been
prepared on stainless-steel (SS) substrates at 393 K via a facile hydrothermal
method. X-ray diffraction analysis confirmed the formation of orthorhombic-
structured copper phosphate hydroxide [Cu2(PO4)(OH)] thin films with uni-
form microstrip-like morphology and Brunauer–Emmett–Teller (BET) surface
area of 5.26 m2 g�1. The electrochemical performance of the films depended on
their thickness, with a maximum specific capacitance of 280 F g�1 at a scan
rate 5 mV s�1 in 1 M KOH electrolyte. The [Cu2(PO4)(OH)] electrode deliv-
ered an energy density of 3.85 Wh kg�1 and a power density of 264.70 W kg�1

with excellent (91%) capacitive retention after 2000 cycles. This excellent
electrochemical performance shows that such microstrip-like Cu2(PO4)(OH)
thin films are promising electrodes for high-performance supercapacitors.
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Graphic Abstract

Key words: Copper phosphate hydroxide, hydrothermal method,
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INTRODUCTION

Among current energy storage solutions, super-
capacitors are the most practical and effective
devices due to their advantages over conventional
energy storage devices.1,2 All energy storage tech-
nologies act as interface between energy generation
and conversion, electrochemical energy storage is
used as upgraded interface. Supercapacitors have
attracted huge attention due to their excellent
cycling stability and high power density compared
with batteries. The capacitive energy storage effect
is based on conduction of electrons and ions, which
depends on the electrochemically active sites, sur-
face area, and conductivity of the material.3–6

Depending on their charge storage mechanism,
supercapacitors can generally be divided into two
types, viz. electric double-layer capacitors (EDLCs)
with carbon-based electrodes7,8 and

pseudocapacitors with conducting polymer, metal
oxide/sulfide, hydroxide, etc. electrodes.9,10

The class of electrodes comprising metal oxides/
hydroxides and sulfides demonstrates good specific
capacitance,11–18 but suffers from limitations in
terms of poor electrical conductivity and stabil-
ity.19,20 However, many transition-metal phos-
phates, consisting of an open framework with
large solid channels and cavities, have recently
been demonstrated to show excellent ion conductiv-
ity and been analyzed as pseudocapacitive electrode
materials.21 Such phosphates contain oxyanions of
pentavalent phosphorus, ranging from single PO4

3�

to infinite tunnel-type frameworks.22 Metal phos-
phates exhibit highly preferable electrical conduc-
tivity and flexibility in terms of tuning the
nanostructure.23,24 Depending on the coordination
between the metal ions and phosphate anions or
molecules, metal phosphates can exhibit distinctive

Pujari, Kadam, Ma, Katkar, Marje, Khalate, Lokhande, and Patil



structures.25,26 Only one report on synthesis of
copper phosphate material is available in literature.
Karaphun et al.27 prepared copper pyrophosphate
by a hydrothermal method and reported a maxi-
mum specific capacitance of 297.5 F g�1 at a current
density of 1 A g�1. Various methods have been
applied to prepare binder-free copper-based oxide/
hydroxide materials for use in supercapacitor appli-
cations.27–32 To date, copper oxide/hydroxide or
mixed phases such as oxyhydroxides have been
widely investigated for use in supercapacitor elec-
trodes, since the hydroxide phase with greater
interplaner distance can greatly enhance the charge
storage performance and improve its stability.
Gurav et al.28 synthesized copper hydroxide on
nickel foam using a chemical bath deposition
(CBD) method and reported a specific capacitance
of 120 F g�1 at a scan rate of 10 mV s�1. Kang
et al.29 prepared uniform copper hydroxide nan-
otubes using a one-pot solution method and
reported a high areal capacitance of 278 mF cm�2

at a current density of 1 mA cm�2. Similarly, Patil
et al.30 employed the CBD method to deposit CuO/
(OH)2 with different nanostructures over a stain-
less-steel (SS) surface and achieved a maximum
specific capacitance of up to � 340 F g�1 at a
current density of 1 mA cm�2. Awale et al.31 syn-
thesized copper oxide thin films by using a
hydrothermal method and reported a maximum
specific capacitance of 133 F g�1. Among the various
chemical techniques, the hydrothermal method
offers numerous advantages for preparation of
nano/micromaterials.32 According to this literature
survey, binder-free preparation of copper phosphate
hydroxide thin films on SS substrates using a

hydrothermal method and their application in
supercapacitors have not yet been studied.

We thus report herein for the first time binder-
free deposition of copper phosphate hydroxide
[Cu2(PO4)(OH)] thin films using a hydrothermal
method. The deposition time was varied to 90 min,
120 min, and 150 min and the effect on the struc-
tural, compositional, and surface morphological
properties investigated. According to surface mor-
phological studies, the Cu2(PO4)(OH) thin films
showed a microstrip-like structure. The surface
area of the Cu2(PO4)(OH) thin films was measured
by the Brunauer–Emmett–Teller (BET) technique.
The supercapacitive electrochemical performance of
the films was studied by cyclic voltammetry (CV),
galvanostatic charge/discharge (GCD) measure-
ments, and electrochemical impedance spectroscopy
(EIS).

EXPERIMENTAL PROCEDURES

Synthesis of Copper Phosphate Hydroxide
Thin Films

All the chemicals used in the hydrothermal
preparation of the Cu2(PO4)(OH) thin films were
purchased from Sigma Aldrich with analytical
reagent (AR) grade and purity of 99.9%. SS (304
grade) with dimensions of 1 cm 9 5 cm was used as
a conducting substrate to deposit the films. The
surface of the SS substrates was polished using
smooth polishing paper (zero fine grade) then
washed with detergent. The substrates were then
cleaned ultrasonically in water for 15 min. In a
typical synthesis process, a chemical bath was
prepared by mixing aqueous 20 mL 0.05 M cupric
sulfate (CuSO4Æ5H2O), 20 mL 0.025 M ammonium

Scheme 1. Schematic of preparation of copper phosphate hydroxide thin film electrode by hydrothermal method.
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phosphate monobasic (NH4H2PO4), and 10 mL
0.1 M urea (NH2CONH2). The SS substrates were
held vertically in the solution bath, which was
placed in a hydrothermal autoclave maintained at
393 K under pressure of 17 psi. The reaction time
was varied to 90 min, 120 min, and 150 min, and
the prepared films are denoted as T1, T2, and T3,
respectively. A schematic of the Cu2(PO4)(OH)
deposition is shown in Scheme 1. After deposition,
the resulting greenish-colored thin films were
rinsed in double-distilled water (DDW) and dried
at ambient temperature. These films were used for
characterization and electrochemical testing.

Materials Characterization

The crystalline phases present in the
Cu2(PO4)(OH) thin films were analyzed by x-ray
powder diffractometer (XRD, MiniFlex 600, Cu Ka

radiation at k = 1.5406 Å; Rigaku). To study the
chemical bonding and functional groups present in
the prepared samples, Fourier-transform infrared
(FTIR) spectroscopy was carried out using an Alpha
(II) Bruker unit. The surface area of the films was
estimated by Brunauer–Emmett–Teller (BET) anal-
ysis (Belsorp II mini). The surface morphology and
elemental composition of the films were investi-
gated by field-emission scanning electron micro-
scopy and energy-dispersive x-ray spectroscopy
(FESEM, JSM-7001F, JEOL), respectively. The
electrochemical supercapacitive properties of the
film electrode were tested by using a ZIVE MP1
electrochemical workstation.

Electrochemical Measurements

The electrochemical supercapacitive properties of
the Cu2(PO4)(OH) electrodes were investigated
using a half-cell arrangement in 1 M KOH elec-
trolyte with the Cu2(PO4)(OH) thin film as a
working electrode, a platinum plate as a counter-
electrode, and a saturated calomel electrode (SCE)
as a reference electrode. Cyclic voltammetry (CV),
electrochemical impedance spectroscopy (EIS), and
galvanostatic charge/discharge (GCD) measure-
ments were performed. CV curves were obtained
at different scan rates from 5 mV s�1 to 100 mV s�1

in the potential window from 0 V to +0.55 V. The
GCD performance was studied in the potential
window from 0 V to +0.45 V at various current
densities from 0.4 mA cm�2 to 2 mA cm�2. EIS was
carried out in the range from 100 mHz to 1 MHz at
an amplitude of 10 mV. The specific capacitance
(Cs), energy density (Ed), and power density (Pd)
were calculated from the CV and GCD curves using
Eqs. 1–4:

Cs ðF g�1Þ ¼
R

Idv

m � t� DV
ðfor CVÞ; ð1Þ

Cs ðF g�1Þ ¼ I � Dt

m � DV
ðfor GCDÞ; ð2Þ

Ed ðW h kg�1Þ ¼ 1

2
CsðDVÞ2; and ð3Þ

Pd ðW kg�1Þ ¼ E

Dt
; ð4Þ

where
R

Idv, m, t, I, Dt, and DV represent the area
under the CV curve, the mass of active substance on
the electrode (g), the scan rate (mV s�1), the current
density (mA cm�2), the discharge time (s), and the
potential window (V), respectively.

RESULTS AND DISCUSSION

Cu2(PO4)(OH) Thin Film Formation
Mechanism

As shown in the schematic, cupric sulfate
(CuSO4Æ5H2O) and ammonium phosphate monoba-
sic (NH4H2PO4) were used as copper and phosphate
precursors, respectively, whereas urea was used as
hydrolyzing agent. In the film formation reaction,
urea decomposes at temperatures above 363 K as
per Eq. 5.33,34

NH2CONH2 þ 3H2O ! 2NHþ
4 þ CO2 " þ2OH� ð5Þ

The NH4
+ released from urea as per this reaction

acts as a complexing agent in the bath, and Cu2+

ions present in the solution are complexed as
[Cu(NH3)]2+ (Eq. 6).

CuSO4 � 5H2O þ NH4OH ! Cu NH3ð Þ½ �2þþ6H2O
þ SO2

" þO2 "
ð6Þ

This complex acts as a source of Cu2+ ions and
slowly releases Cu2+ ions to prevent fast homoge-
neous nucleation. Conversely, in aqueous medium,
decomposition of NH4H2PO4 takes place according
to Eq. 7:

NH4H2PO4 ! H2PO�
4 þ NHþ

4 ð7Þ

The dihydrogen phosphate (H2PO4
�) ions react

with the [Cu(NH3)]2+ complex, resulting in forma-
tion of copper phosphate hydroxide [Cu2(PO4)(OH)]
as described in Eq. 8:

4 Cu NH3ð Þ½ �2þþ2H2PO�
4 þ 2H2O

! 2Cu2 PO4ð Þ OHð Þ þ 4NH3 " þ3H2 " ð8Þ
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Cu2(PO4)(OH) thin films were thus prepared
using different reaction times of 90 min, 120 min,
and 150 min and are shown in Scheme 1 as T1, T2,
and T3, respectively. It was observed that the films
obtained using the different deposition times
showed a uniform coating over the SS substrate.
The weight of the deposited film material was
measured using the gravimetric weight difference
method, revealing that the deposited mass
increased with increasing deposition time (Supple-
mentary Fig. S1). The deposited mass was
0.21 mg cm�2, 0.34 mg cm�2, and 0.62 mg cm�2

for samples T1, T2, and T3, respectively.

XRD, FTIR, and BET Analyses

Figure 1 shows the XRD patterns of the copper
phosphate hydroxide thin films hydrothermally
deposited on SS substrates (samples T1, T2, and
T3). The major peaks observed at 15.52�, 18.69�,
18.96�, 24.16�, 28.27�, 30.93�, 34.33�, 35.41�, 37.52�,
and 50.81� can be ascribed to orthorhombic (110),
(011), (101), (210), (121), (220), (221), (031), (202),
and (322) crystal planes of copper phosphate
hydroxide [Cu2(PO4)(OH)] in Joint Committee on
Powder Diffraction Standards (JCPDS) card no. 01-
083-1557. The peak at 14.17� (D) corresponds to the
(001) crystal plane of copper hydrogen phosphate
(CuH2P2O7) in JCPDS card no. 00-034-0605. The
peaks marked with an asterisk at 43.90�, 64.21�,
and 74.76� can be ascribed to the SS substrate.

Figure 2 shows the FTIR spectrum of the
Cu2(PO4)(OH) thin-film sample T2 in the wavenum-
ber range from 400 cm�1 to 4000 cm�1. The absorp-
tion band at 446 cm�1 is attributed to Cu–O
stretching vibrations.35 The peak at 617 cm�1 cor-
responds to the stretching vibration mode of phos-
phate molecules (P–O–P).36 The vibrational bands
of the PO4

3� anion are observed at wavenumbers of
around 876 cm�1, 980 cm�1, and 1082 cm�1.37,38

The band at 1640 cm�1 is caused by the twisting
mode of water molecules d(H-OH) present in the
sample.39 A broad band ranging from 3136 cm�1 to
3563 cm�1 is assigned to stretching vibrations of
adsorbed water molecules and O–H from hydrox-
ide,40 and vibration of hydrogen-bonded metal
hydroxide.41 These result confirm that the material
contained phosphate and hydroxide groups, attrib-
uted to the formation of Cu2(PO4)(OH) thin film.

To calculate the surface area of the Cu2(PO4)(OH)
thin films, N2 adsorption–desorption (BET) mea-
surements were applied on sample T1, T2, and T3;
the results are presented in Fig. 3a, b, and c.
According to the International Union of Pure and
Applied Chemistry (IUPAC) classification,42 the
most physisorption isotherms can be separated into
six types. In the present case, all the samples
displayed a typical type III isotherm and a type H3
hysteresis loop, indicating plate-like particles pro-
ducing slit-shaped pores. The prepared materials
exhibited a macroporous structure with surface

area of 2.70 m2 g�1, 5.26 m2 g�1, and 3.91 m2 g�1

for sample T1, T2, and T3, respectively. The pore
volume versus pore diameter is plotted for all
samples in Supplementary Fig. S2, revealing an
average pore diameter of 10.65 nm, 24.35 nm, and
21.3 nm for sample T1, T2, and T3, respectively.
This high surface area and macroporosity of the
electrodes could be favorable for high electrochem-
ical capacitive performance.

FE-SEM Analysis

FE-SEM images of the Cu2(PO4)(OH) thin-film
sample T2 at different magnifications (92k, 94k,
and 96k) are shown in Fig. 4a, b, and c. The
substrate surface is well covered with microflowers
consisting of bunches of microstrips (Fig. 4a). FE-
SEM imaging at higher magnification (94k, Fig. 4b)
shows that the microstrips are interconnected with
each other. The average length, width, and thick-
ness of the microstrips were 3.96 lm, 0.37 lm, and

Fig. 1. XRD patterns of copper phosphate hydroxide thin film
samples T1, T2, and T3.

Fig. 2. FTIR spectrum of Cu2(PO4)(OH) thin-film sample T2.
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0.29 lm, respectively, as revealed in Fig. 4c (96k).
The images show a good coverage of identical crack-
free bunches of microrods all over the SS substrate.
Also, to measure the thickness, cross-sectional FE-
SEM images of samples T1, T2, and T3 (at 8509
magnification) are provided in Supplementary
Fig. S3. The thickness increased from sample T1
(8.23 lm) to T3 (13.03 lm), analogous to the results
obtained by the weight difference method. The
energy-dispersive x-ray (EDX) spectrum for sam-
ple T2 (Fig. 4d) shows the elemental composition of
the Cu2(PO4)(OH) material. The EDX results for
samples T1 and T3 are shown in Supplementary
Fig. S4. The EDX results reveal that copper (Cu),
oxygen (O), and phosphorus (P) elements were
present in the material. The atomic ratio of copper
to phosphorus (Cu:P) for samples T1, T2, and T3
was 2:1.04, 2:1.33, and 2:1.03, respectively, being
close the 2:1 as per the chemical composition. The
obtained chemical composition and excess oxygen
confirm that the material in the thin films was
Cu2(PO4)(OH). These EDX results thus confirm the

formation of copper phosphate hydroxide in thin-
film form, consistent with the XRD and FTIR
analyses described above.

A schematic of a possible growth model for
Cu2(PO4)(OH) thin film with microstrip-like struc-
ture is shown in Fig. 4e. The growth of the particles
occurs via various steps, viz. nucleation and coales-
cence, followed by stacking of the particles to form
microstrips.43 The microstrip-like structure may
increase the surface area and electrochemically
active sites, while the interconnected morphology
decreases the resistance and provides feasible paths
for charge transfer. Moreover, the microstrip-like
structure may support fast ion and electron trans-
port during charging and discharging.44

Electrochemical Capacitive Study

Cyclic Voltammetry (CV)

Figure 5a compares the CV curves of the
Cu2(PO4)(OH) thin films within the potential range

Fig. 3. Nitrogen adsorption–desorption isotherms of Cu2(PO4)(OH) thin-film samples (a) T1, (b) T2, and (c) T3.
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of 0 V to +0.55 V versus SCE, obtained at a constant
scan rate of 50 mV s�1 for samples T1, T2, and T3.
Note that all three CV curves exhibit strong redox
peaks for faradaic reversible reaction in KOH
electrolyte. This result indicates that the capaci-
tance is based on a redox mechanism of the
Cu2(PO4)(OH) electrode and confirms the pseudoca-
pacitive nature of the material. Intercalation and
deintercalation of OH� ions by the electrode is a
characteristic of the pseudocapacitance, as follows:

Cu2 PO4ð Þ OHð Þ þ OH� $ Cu2 PO4ð Þ OHð Þ2þe� ð9Þ

It was observed that sample T2 showed the
maximum current under the curve compared with
the T1 and T3 electrodes. Figure 5b shows the CV
curves of sample T2 obtained at various scan rates
from 5 mV s�1 to 100 mV s�1, showing that the area
under the curve increases with increasing scan rate.
It can be concluded that the voltammetric current is
directly proportional to the CV scan rate, indicating
the capacitive behavior of the electrode.45 The CV

curves of samples T1 and T3 obtained at scan rates
from 5 mV s�1 to 100 mV s�1 are shown in Supple-
mentary Fig. S5. Figure 5c shows a plot of the
specific capacitance versus the scan rate. At high
scan rate, the low values of specific capacitance can
be attributed to inner active sites where redox
transitions cannot proceed completely, possibly
because of the diffusion effect in the electrode.46,47

The maximum specific capacitances for the T1, T2,
and T3 electrodes were 74.8 F g�1, 280.8 F g�1, and
150.5 F g�1, respectively, at a scan rate of 5 mV s�1.
These results clearly show that the maximum
specific capacitance of the electrode (280.8 F g�1)
was based on a redox mechanism with sufficient
electroactive material, since the maximum specific
capacitance was observed for the optimum thick-
ness (12.85 lm).

A power law was used to differentiate the relative
contributions of battery- and capacitive-type mech-
anisms for the Cu2(PO4)(OH) thin-film electrode.
According to this power law, the relation between
the peak current and scan rate can be expressed as

Fig. 4. FE-SEM images of Cu2(PO4)(OH) sample T2 at (a) 92k, (b) 94k, and (c) 96k, and (d) EDX spectrum of Cu2(PO4)(OH) sample T2 and,
(e) schematic showing growth model for Cu2(PO4)(OH) thin film.
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IðVÞ ¼ atb; ð10Þ

where I (V) represents the current (A) at potential
V, a and b are adjustable parameters, and t is the
scan rate (mV s�1). The electrochemical activity is
diffusion controlled (battery type) when b = 0.5,
while for a capacitive process b = 1. The b values
calculated from the slope (linear fit) of the log(I)
versus log(t) graph are shown in Fig. 6a. In the
present work, the b values of all the Cu2(PO4)(OH)
electrodes lay in the range of 0.5 to 1 (Fig. 6b–d),
indicating that the charge storage mechanism can
be contributed to battery- and pseudocapacitive-
type mechanism. Therefore, using a modified power
law, the charge storage mechanism under diffusion
control and the capacitive process can be expressed
as

Ip ¼ Cstþ Cbt
1=2; ð11Þ

where Ip is the current density at peak, and Cst and
Cbt

1/2 correspond to the current contributions from
the pseudocapacitive (Isurface) and bulk process
(Ibulk), respectively. The current density represent-
ing the contributions of the diffusion-controlled
battery-type and capacitive processes at scan rates
from 5 mV s�1 to 100 mV s�1 for all three
Cu2(PO4)(OH) thin-film electrodes are shown in
Supplementary Fig. S6.

Galvanostatic Charge–Discharge (GCD) Results

Figure 7a compares the GCD plots for the
Cu2(PO4)(OH) electrodes within the potential range
from 0 V to +0.45 V versus SCE at a current density
of 0.4 mA cm�2 for samples T1, T2, and T3. The
discharge plateau followed by linear discharge in
each curve reveals the pseudocapacitive behavior of
the Cu2(PO4)(OH) samples. Sample T2 showed a
long discharge time as compared with samples T1

Fig. 5. Electrochemical results for Cu2(PO4)(OH) electrodes: (a) comparative CV curves of Cu2(PO4)(OH) electrodes (samples T1, T2, and T3)
at scan rate of 50 mV s�1, (b) scan-rate-dependent (5 mV s�1 to 100 mV s�1) CV curves of sample T2, and (c) specific capacitance versus scan
rate for samples T1, T2, and T3.
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and T3. Its maximum discharge time can be
attributed to its large specific capacitance. Sam-
ple T2 was thus further tested by GCD measure-
ments at current densities from 0.4 mA cm�2 to
2 mA cm�2 (Fig. 7b). Similarly, the GCD graphs for
samples T1 and T3 at current densities from
0.4 mA cm�2 to 2 mA cm�2 are provided in Supple-
mentary Fig. S7. Figure 7c shows that, as the
applied current density was increased, the dis-
charge time decreased, suggesting that the specific
capacitance was inversely proportional to the
applied current density. Also, the curved and sym-
metric charge profile suggests pseudocapacitive
behavior. It is observed that the time period for
discharge and charge were nearly the same, sug-
gesting high reversibility and coulombic efficiency of
the electrode. The maximum specific capacitances
for samples T1, T2, and T3 were 24.87 F g�1,
137.02 F g�1, and 50.05 F g�1, respectively, at a
current density of 0.4 mA cm�2. Sample T2 exhib-
ited the maximum specific capacitances compared
with samples T1 and T3. The corresponding energy

and power densities calculated from the GCD
results obtained at current densities of 0.4 mA cm�2

to 2 mA cm�2 are shown in Fig. 8a. Sample T2
exhibited the maximum energy density
(3.85 Wh kg�1) with a power density of
264.70 W kg�1. These results are slightly higher
than those for a Cu(OH)2 electrode and comparable
to those for copper pyrophosphate reported by
Gurav27 and Karaphun et al.,28 respectively.

Electrochemical Impedance Spectroscopy (EIS)

EIS was carried out on samples T1, T2, and T3 at
open-circuit potential (OCP) in the frequency range
from 100 mHz to 1 MHz (Fig. 8b). The solution
resistance (Rs) and charge-transfer resistance (Rct)
of samples T1, T2, and T3 were 1.09 X cm�2,
1.25 X cm�2, and 1.43 X cm�2 and 123.92 X cm�2,
67.30 X cm�2, and 96.62 X cm�2, respectively. The
fit equivalent circuit for electrode T2 is presented in
the inset of Fig. 8b. The fit circuit consists of the
solution resistance (Rs), interface resistance (resis-
tances R1, R2, and R3 in series) with a capacitor (C)

Fig. 6. (a) b-Values at different potentials for samples T1, T2, and T3. (b–d) Log current density versus log scan rate for samples T1, T2, and T3
at different potentials of 0.38 V, 0.43 V, and 0.48 V versus SCE.
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and general imperfect capacitor (Q) (when n = 1).48

The charge-transfer resistance and solution resis-
tance were lower for sample T2 than the other
samples.

Electrochemical Stability

The cyclic stability of the Cu2(PO4)(OH) electrode
(sample T2) tested over 2000 cycles by GCD mea-
surements at current density of 1.2 mA cm�2 is
presented in Fig. 9. This stability test revealed 91%
retention of the specific capacitance after 2000 GCD
cycles. The potential versus time curves of the first
and last 10 charge/discharge cycles are displayed in
the inset of Fig. 9 as (i) and (ii), both showing
symmetric potential–time response behavior. The
reduction in the capacitance can be ascribed to
slight degradation of the material after many
swelling and shrinking cycles. Such a low degrada-
tion (9%) of the material suggests good electrochem-
ical stability of the Cu2(PO4)(OH) thin-film

electrode. This long-term cycling stability is
achieved due to the microstrip-like macroporous
surface morphology.

Note that the specific capacitance increased up to
an optimum thickness of sample T2 (12.85 lm) from
T1 (8.23 lm), then decreased again with further
increase in the thickness to sample T3 (13.03 lm),
as shown in Supplementary Fig. S8. The
Cu2(PO4)(OH) thin film with optimum thickness
(sample T2) showed excellent supercapacitive per-
formance of 280 F g�1. The T2 electrode exhibited
macroporous structure with high surface area of
5.26 m2 g�1 compared with the T1 and T3 elec-
trodes. Also, the charge-transfer resistance (Rct =
67.30 X cm�2) and solution resistance (Rs = 1.25
X cm�2) of sample T2 were comparatively lower
than those of the other samples. This observation
may be due to the presence of abundant active sites
for a sufficient thickness of material, for intercala-
tion/deintercalation of ions and efficient charge
transfer. Below this optimum thickness, the

Fig. 7. Electrochemical results for Cu2(PO4)(OH) thin-film electrodes: (a) comparative galvanostatic charge/discharge (GCD) plots of
Cu2(PO4)(OH) thin-film electrodes (samples T1, T2, and T3) at constant current density of 0.4 mA cm�2, (b) GCD curves of sample T2 at
different current densities from 0.4 mA cm�2 to 2 mA cm�2, and (c) specific capacitance versus current density for samples T1, T2, and T3.
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electrode shows lower capacitance due to the
smaller amount of active sites available for charge
storage. Conversely, the charge-transfer resistance
from one site to another increases when the thick-
ness exceeds its optimum value. Therefore, achiev-
ing an optimum thickness of Cu2(PO4)(OH) is
favorable to achieve high capacitive performance.

CONCLUSIONS

A facile one-step hydrothermal method was suc-
cessfully utilized for deposition of Cu2(PO4)(OH)
thin films on SS substrates. The structural and
morphological results confirmed Cu2(PO4)(OH) thin
films with orthorhombic crystal structure and
microstrip-like morphology. Cu2(PO4)(OH) thin-film
electrodes exhibited macroporous structure with
specific surface area of 5.26 m2 g�1. The micro-
strip-like Cu2(PO4)(OH) thin-film electrodes

exhibited a maximum specific capacitance of
280 F g�1 for the optimum thickness of 12.85 lm.
The electrode exhibited an energy density of
3.85 Wh kg�1 and a power density of 264.70 W kg�1

with cycling stability of up to 91% after 2000 GCD
cycles. This facile method for preparation of
Cu2(PO4)(OH) thin films could enable scalable
chemical synthesis of such material and open up a
new class of pseudocapacitive electrode materials
for use in asymmetric supercapacitor devices.
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Growth Dynamics-Dependent Chemical Approach to
Accomplish Nanostructured Cobalt Vanadium Oxide Thin
Film Electrodes with Controlled Surface Area for High-
Performance Solid-State Hybrid Supercapacitor Devices

Sambhaji S. Kumbhar, Shraddha B. Bhosale, Sachin S. Pujari, Vinod V. Patil,
Nitish Kumar, Rahul R. Salunkhe, Chandrakant D. Lokhande, and Umakant M. Patil*

1. Introduction

Energy storage devices (ESDs) are an essential component for the
daily operation of nearly all technological necessities, such as
electric vehicles, mobile phones, and laptops. Hence, ESDs with
extensive cycle life, high energy, and power density, with cost-
effectiveness, are in high demand.[1,2] Therefore, the attention

of researchers has been focused on new
energy storage applications like batteries,
supercapacitors, etc. Among available
electrochemical energy storage devices
(EESDs), aqueous electrochemical energy
storage devices (AEESDs) systems are
considered a promising alternative to
batteries owing to their nontoxic nature,
low cost, and superior safety.[3] Further-
more, in AEESDs, the combination of
capacitive and battery features in hybrid
supercapacitors (HSCs) are promising
AEES systems and offer features such as
high energy, power, and stability simulta-
neously.[4,5] Moreover, an additional highly
anticipated tactic to enhance the energy
density of HSCs is to refine the storage
capacity of electrodes by controlling the
physical (e.g., crystallinity, hydrous nature,
conductivity) and morphological (e.g., sur-
face area, porosity, particle size) character-
istics of storing materials.

Therefore, in HSCs, several metal
hydroxides, oxides, phosphates, and sulfides have been assessed
as cathode materials. Based on charge storage mechanisms, most
ever-used pseudocapacitive materials can be categorized into
intrinsic, intercalation, and extrinsic (battery-type) pseudocapaci-
tive.[6] Moreover, decreasing the size or crystallinity (nanomate-
rials) of battery-type materials can illustrate pseudocapacitive
activities and are referred to as extrinsic pseudocapacitive
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Rational designing of electrode materials having high surface area can
accomplish the enhanced charge-storing ability of the electrochemical energy
storage devices. Therefore, the surface area of cobalt vanadium oxide (CVO)
material is controlled by changing growth dynamics in successive ionic layer
adsorption and reaction methods. Structural analysis confirms the formation of
hydrous cobalt vanadium oxide nanoparticles (Co3V2O8⋅nH2O) thin film elec-
trodes, and alteration in the surface area with change in growth dynamics is
observed in Brunauer–Emmett–Teller analysis. The CVO1:1 thin film electrode
prepared at optimal growth dynamics illustrates high specific capacitance (Cs)
(capacity) of 793 F g�1 (396.7 C g�1) at 0.5 A g�1, respectively. Moreover, aque-
ous hybrid supercapacitor devices constructed using CVO1:1 as cathode exhibit
high Cs of 133.5 F g

�1 at 1.1 A g�1, specific energy (SE) of 47.7 Wh kg�1 with
specific power (SP) of 0.90 kW kg�1. The solid-state hybrid supercapacitor
devices also offer high Cs of 102.9 F g

�1 at 0.3 A g�1, SE of 36.6 Wh kg�1 at SP of
0.30 kW kg�1. In the SILAR approach, the dipping time plays a critical role in
improving the surface area of the material and, consequently, electrochemical
performance, as the current work amply indicates.
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materials. However, extrinsic materials endure low power den-
sity and poor stability, excluding exceptional energy density.
Therefore, developing cost-effective energy storage materials
with high specific surface area, maximum specific capacitance
(Cs), and promising cycle life is necessary to produce advanced
energy values under certain economic constraints. Among sev-
eral extrinsic pseudocapacitive materials, vanadium oxides have
garnered considerable attention due to their distinctive layered
structure, ability to exhibit multiple valence states, and cost-
effectiveness. These exceptional attributes have generated
substantial enthusiasm for their potential utilization in diverse
fields, particularly emphasizing energy storage applications.[7,8]

Also, transition metal oxides (TMOs) are the favorite because
of their special properties; multivalent states can provide ideal
pseudocapacitance, proceeding electrons and ions intercalation
into a metallic compound lattice, along with good intrinsic
stability.[9–11] Several single TMOs like IrO2, Co3O4, V2O5,
MnO2, RuO2, NiO, etc., and binary TMOs such as NiFe2O4,
NiCo2O4, Co3V2O8, MnCo2O4, Ni3V2O8, etc. have been investi-
gated as cathode material in HSCs. Moreover, the binary TMOs
possess high charge-storing performance due to good electric
conductivity, various valance states, electrochemical activity,
etc., owing to the synergistic effects of different metals compared
to single TMOs.[12]

Therefore, due to rich redox behavior, transition metal
vanadium oxide-based materials (TM3V2O8, TM= Co, Ni) have
recently taken special attention in energy-storing applica-
tions.[13,14] Among several TMVOs, cobalt vanadium oxide
(CVO) is gaining attention as cathode material in hybrid energy
storage devices (HSCs). Some reports exist on the preparation of
CVO for supercapacitor application, and the CVO has been pre-
pared by different chemical methods such as hydrothermal,[15]

coprecipitation,[16] solvothermal,[17] etc., according to the litera-
ture survey. Zang et al. prepared Co3V2O8 nanoplates by hydro-
thermal method and reported the Cs of 739 F g�1 at 0.5 A g�1.[18]

Isacfranklin et al. synthesized nanoparticles of cobalt vanadium
oxide by hydrothermal method and showed Cs of 285.65 F g�1 at
0.5mA g�1 current density.[15] Using the microwave-assisted
hydrothermal method, Teng’s group prepared a micron-block
of CoV2O6, exhibiting Cs of 114.1 F g�1 at 1 mA cm�2.[19]

Wang et al. synthesized quasi-cuboidal CoV2O6 by microwave-
assisted method and obtained Cs of 233 F g�1 at 1 A g�1.[20]

However, in all these reports, cobalt vanadate-based HSC device
cathodes were fabricated using a binder-assisted casting
approach since the prepared materials were in crystalline powder
form with microscale morphologies. Also, rationalizing the
microstructure of material can lead to a change in the pseudo-
capacitive charge-storing mechanism from intercalation to
extrinsic pseudocapacitive type. Hence, it is crucial to finely tune
the features of electrode materials, such as electrical conductivity,
surface area, and porous structure, by preparing binder-free
electrodes using a novel synthesis approach to accomplish an
advanced capacity of ESDs. To date, there are no reports on
the binder-free preparation of CVO thin film electrodes and their
usage in HSCs.

Therefore, the binder-free successive ionic layer adsorption
and reaction (SILAR) synthesis approach is demonstrated for

the first time to prepare nanostructured cobalt vanadium oxide
(CVO) thin film electrodes with controlled growth dynamics.
Here, we have studied the dip time (in adsorption, reaction,
and rinsing baths) effect for CVO thin films over their structural
and morphological properties and reported tuned electrochemi-
cal properties for HSCs application. The as-prepared CVO thin
film electrodes at optimal (1:1) dip time variation exhibited
elevated surface area with mesoporous nature and enhanced
intercalation-type pseudocapacitive performance. Moreover, the
best-performing cobalt vanadium oxide electrode is used as a
cathode, and reduced graphene oxide (rGO) is used as an anode
to fabricate HSC devices. The aqueous hybrid supercapacitor
devices (AHSD) and solid-state hybrid supercapacitor devices
(SHSD) are fabricated, and their supercapacitive performances
are tested and exhibited herein.

2. Experimental Section

2.1. Precursors Used and Cleaning of Substrates

CoCl2.6H2O (cobalt chloride), NH4VO3 (ammonium metavana-
date), C6H15NO3 (triethanolamine (TEA)), potassium hydroxide
(KOH), polyvinylidene fluoride (PVDF), N-methyl-2-pyrrolidone
(NMP), sodium nitrate (NaNO3), graphite flakes, and potassium
permanganate (KMnO4) were bought from Sigma Aldrich (AR
grade), and without any process of purification, they were used
as reaction precursors. The stainless steel (SS) 304 grade from
the market was used as conducting substrates, and a
1� 5 cm2 area was used for deposition. Before using SS sub-
strates, they were cleaned by a standard process; initially,
zero-grade polish paper was used to polish the substrate surface
and create nucleation centers. Further, the SS substrate was
washed with acetone, and then ultrasonicated in double distilled
water (DDW) for 15min.

2.2. Preparation of Cobalt Vanadium Oxide (CVO) Thin Films

The thin films of CVO were prepared by a simple chemical
SILAR method. In one beaker, 0.05 M CoCl2·6H2O precursor
was dissolved in DDW, and occurred pink-colored solution
was used as a cationic precursor. Also, 0.05 M NH4VO3 precursor
dissolved in DDW at 60 °C temperature at constant stirring, and
after cooling, 0.05 M C6H15NO3 was added dropwise into the
NH4VO3 solution to maintain pH around 8.5 and used as an
anionic precursor. For rinsing purposes, DDW was used. The
prepared solution beakers were placed in the sequence of
CoCl2·6H2O, DDW, NH4VO3, and again DDW, respectively,
as shown in a schematic of the SILAR method in Figure 1.
The precleaned SS substrates were immersed vertically in each
placed beaker for the desired time, called dipping time. In the
synthesis process, the dipping time of adsorption/reaction with
respect to rinsing was varied in proportion of 1:2, 1:1, and 2:1, as
given in Table S1, Supporting Information, for cobalt vanadium
oxide deposition on the SS substrate and denoted by CVO1:2,
CVO1:1, and CVO2:1, respectively. As a result, the uniform
deposition of brownish CVO thin films occurred at room temper-
ature after continuous 150 SILAR cycles. To study the impact of
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dipping time variation, all other preparative parameters were
kept constant such as the concentration of precursors, deposition
cycles (150), deposition temperature, etc. These CVO series thin
films were exercised for further structural, morphological, and
electrochemical characterizations.

2.3. Material Characterizations

The structural investigation of the synthesized CVO thin films
was carried out using the X-ray diffractometer (XRD) of the
Rigaku miniflex-600 with radiation of Cu Kα. The accessible,
functional groups in produced thin films were investigated using
the alpha (II) Bruker instrument for the Fourier transform-
infrared spectrometry (FT-IR) technique. Energy dispersive spec-
troscopy (EDS) and field emission scanning electron microscopy
(FESEM) (Hitachi S4800) were used to examine the surface
morphology and elemental mapping of the synthesized CVO
material. Using the Belsorp II mini equipment, the
Brunauer–Emmett–Teller (BET) and Barrett–Joyner–Halenda
(BJH) procedures were used to analyze the surface area and pore
size, respectively. The ESCALAB 250 (ThermoElectron, Al Kα)
apparatus was used for X-ray photoelectron spectroscopy
(XPS) measurement. The electrochemical reactions were
recorded using a ZIVE MP1 electrochemical battery cycler.
The supercapacitive performances of as-synthesized CVO series
thin-film electrodes were examined using cyclic voltammetry
(CV), galvanostatic charge-discharge (GCD), and electrochemical
impedance spectroscopy (EIS) techniques. The CVO and rGO
electrodes as a cathode and anode were used to construct the
aqueous and solid-state hybrid supercapacitor devices. The
formulas used to evaluate the supercapacitive performance of
CVO electrodes in half-cell and full-cell systems are described
in Note S1, Supporting Information. Moreover, the rGO and
polymer gel electrolyte were prepared as procedures described
in Note S2 and S3, Supporting Information, respectively.

3. Results and Discussion

The current study uses the SILAR technique to prepare binder-
free CVO thin film electrodes at room temperature. The SILAR
method works on the adsorption of cations followed by a reaction
with anions on the substrate surface while rinsing in DDW
baths. In the cationic bath, Co2þ cations are obtained from
the dissociation of cobalt chloride in the DDW at RT, as
described in reaction (R1). These cations get adsorbed at nucle-
ation centers of the well-cleaned SS substrate. Further adsorbed
cations react with anions, where metavanadate ½VO3�x�x anions
are obtained from dissociating ammonium metavanadate at
60 °C in DDW at around 8.5 pH maintained using TEA, as
per the reactions given in R2. Thus, the deposition of CVO thin
films is occurred in thin film form as per the reaction R3.

CoCl2 ⋅ 6H2Oþ nH2O ! ½Co�2þ þ 2Cl� þ nH2O (R1)

NH4VO3 þ H2Oþ C6H15N ðTEAÞ
! ½VO3�x�x þ NH4OHþ C6H15NHþ (R2)

3½Co�2þ þ z½VO3�x�x þ nH2O ! Co3V2O8 ⋅ nH2O (R3)

After 150 cycles, as-prepared films were dried at ambient tem-
perature; the brown-colored CVO series thin films were obtained,
as shown inset of Figure S1, Supporting Information. The thick-
nesses of CVO series thin films are determined by the gravimet-
ric weight difference process by means of deposited mass
per unit area (mg cm�2) over SS substrate after 150 cycles, as
depicted in Figure S1, Supporting Information. The graph
reveals that the dipping time variation alters the mass loading
over the SS substrate. As a result, a maximum thickness is
observed for CVO2:1 sample; however, sample CVO1:2 shows
less thickness, and it concludes that less rinsing time demon-
strates faster growth of the material and effectively increases

Figure 1. Schematic representation of dip time variation of CVO by SILAR method.
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thickness. Hence, the growth rate of CVO thin film deposition is
strongly influenced by dipping time variation, and such a change
in the growth dynamics of the CVO thin films can lead to a
change in the physicochemical properties. Consequently, it
may influence the pseudocapacitive properties of CVO series
electrodes. So, apart from the apparent advantages of quality
yield and cost-effectiveness, control overgrowth dynamics and,
subsequently the thickness of CVO thin film is the prime advan-
tage of the SILAR method. So, one can efficiently manipulate
electrode material properties according to the prerequisites of
the electrochemical application.

3.1. Structural and Morphological Studies

The SILAR-synthesized CVO thin films were characterized by
different techniques in which the XRD is used for the structural
study. Figure 2a shows XRD patterns of crystalline CVO thin film
electrodes prepared with varying dipping times. Three peaks of
CVO are intensely associated with 2θ degrees of 21.5°, 29.7°, and
36.7°, denoted by the ’ᴥ’ symbol, and are observed in all CVO
series samples. The obtained diffraction peaks indicate the for-
mation of an orthorhombic phase of Co3V2O8 (JCPDS card no.-
01-074-1486), which are attributed to the (200), (002) and (311) of
(hkl) planes, respectively. Also, peaks associated with angles
44.9°, 51.5°, and 75.2° showed the SS peaks, which are indicated
by the ‘Θ’ symbol. The effect of growth dynamics is significantly
evident from the XRD peak intensity of the materials; the
CVO1:1 sample shows a slightly higher intensity than the
CVO1:2 sample. The peak intensity of the CVO1:2 sample is
more elevated than sample CVO2:1, and such different diffrac-
tion peak intensities are attributed to the change in growth kinet-
ics of material with variation in dipping time. The XRD results
suggest that a slow CVO thin film growth rate can lead to form-
ing material with improved crystallinity. Moreover, the obtained
nanocrystalline nature of CVO thin film electrodes can exhibit
exceptional electrochemical capacitive performance.[21] The FT-
IR peaks scrutiny of prepared CVO thin films was accomplished
in 400 to 4,000 cm�1 region and exhibited in Figure 2b.

The peaks are located at a range of 410–435 cm�1 (ϒ1) correlates
to the cobalt-oxygen stretching mode. The well-built and typical
peaks (ϒ2) about 551, 776, and 1073 cm�1 have been attributed to
the vanadyl group stretching vibration belonging to the out-of-
plane, and in-plane vibrational modes of V–O–V related to the
V–O, respectively.[22] The (ϒ3) peak at 1310 cm�1 is associated
with the C–O stretching from impurities of TEA in the prepared
material.[23] The peak ϒ4 of absorption at 1648 cm�1 is attributed
to the vibration of water molecule bending. The stretching vibra-
tions of the O–Hmolecules from the structural water are respon-
sible for the broad range at higher wavenumbers between 2640
and 3990 cm�1.[24] According to the FT-IR and XRD results, the
prepared CVO thin films are hydrous and nanocrystalline, which
can be beneficial for supercapacitor application.

The growth dynamics variation on the morphology of CVO
thin films is probed by FE-SEM analysis. The morphologies of
prepared samples at different dipping times are shown in
Figure 3a,c,e at different magnifications. It is observed that fine
spherical particles are deposited over the SS substrates. Also, the
morphology contains porous structures with voids and cavities
that can help easy access to the electrolyte. At higher magnifica-
tion, it can be seen that these spherical particles consist of nano-
particles and are interconnected with each other, as shown in
Figure 3b,d,f. However, even with aggregation of nanoparticles
present in morphology, which are acquiescent with high aspect
ratio particles, they can physically proceed to enhance the clear-
ness of their electrolytes from surfaces.[25,26] Furthermore, the
average particle size is determined from the magnified image
shown in Figure 3b’,d’,f’ and found to be �18, 22, and 32 nm
for CVO1:2, CVO1:1, and CVO2:1, respectively. It is observed
that the average particle size increases as rinsing time decreases,
owing to faster growth kinetics resulting in the agglomeration of
the particles at a less rinsing time. In contrast, double rinsing
time than adsorption and reaction time leads to forming a com-
pact thin film with a smaller particle size in the CVO1:2 sample.
Furthermore, the elemental composition of CVO was probed
using EDS mapping, as shown in Figure S2, Supporting
Information. The EDS mapping depicts that Co, V, and O ele-
ments are present in all the CVO series samples, as illustrated

Figure 2. a) XRD patterns of dip time variation CVO thin films (CVO1:2, CVO1:1, and CVO2:1), and b) FT-IR spectra of CVO thin films series
(CVO1:2, CVO1:1, and CVO2:1).
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in orange, blue, and green in Figure S2a–l, Supporting
Information. Also, EDS analysis confirms atomic percentages
of 36.26, 29.33, and 34.42% of Co, V, and O elements, respec-
tively, in the CVO 1:1 sample. As a result, the FE-SEM and
EDS analysis confirms the preparation of nanostructured, porous
CVO material in thin film form.

The surface area of the CVO1:2, CVO1:1, and CVO2:1 sample
was analyzed by adsorption and desorption of N2 isotherms and
shown in Figure 4a–c. The obtained isotherms showed type-III
isotherm with H3 type hysteresis loop in the P/P0 (relative pres-
sure) range of 0.04–0.9 by the International Union of Pure and
Applied Chemistry (IUPAC) classification. Using BET, the calcu-
lated surface area is found to be 54.95, 74.32, and 18.67m2 g�1

for CVO1:2, CVO1:1, and CVO2:1 samples, respectively. The
maximum surface area obtained for sample CVO1:1 sample con-
firms that dipping time influences the surface area of prepared
CVO material. Also, the pore diameter is measured by the BJH
technique and shown in the inset of Figure 4a–c. The obtained
mean pore size diameters of CVO1:2, CVO1:1, and CVO2:1 sam-
ples are 9.54, 9.14, and 17.88 nm, respectively, and confirm the
mesoporous nature of the CVO series samples. The maximum
surface area is obtained for CVO1:1 owing to the optimum aver-
age particle size and pore size distribution. However, the CVO1:2
and CVO2:1 exhibited low surface area due to the compact mor-
phology with fine nanoparticles and larger average particle size
with wide porous structure, respectively. The results concluded
that the different growth kinetics due to changes in dipping
time influence the resultant surface area and porous structure.

Thus, obtaining a larger surface area envisioned that the SILAR-
deposited CVO nanoparticles could exhibit good supercapacitive
performance.[27] The higher surface area can offer a highly
electrochemically active surface by creating an easy path for
ion transportation in the material; consequently, the electro-
chemical capacitive performance of such material is higher since
capacitance is proportional to the surface area of electrode
materials.[28]

The XPS study of the CVO sample was conducted to scrutinize
the chemical composition with states of elements of prepared
CVO thin films. The total survey spectrum of sample CVO1:1
is shown in Figure 5a, which depicts Co 2p, V 2p, O 1s, and
C 1s peaks. The spectrum of Co 2p shown in Figure 5b split into
two core binding energies, i.e., Co 2p1/2 and Co 2p3/2 at 796.8 and
780.7 eV, respectively. Also, those energies deconvoluted into
two valance states such as Co3þ and Co2þ; Co 2p1/2 split at
796.4 and 797.9 eV, and Co 2p3/2 split at 780.4 and 782 eV,
respectively. In the cobalt spectrum, two satellite peaks are iden-
tified at binding energies of 802.9 and 786.4 eV.[29] Furthermore,
the V 2p spectrum is demonstrated in Figure 5c, where the vana-
dium spectrum is deconvoluted into two primary energies of V
2p1/2 and V 2p3/2 at 524 and 516.5 eV, respectively. The V 2p3/2
split into two valance states are attributed to the V4þ and V5þ at
energies of 516.5 and 517.6 eV, respectively, and another broad
peak at 524 eV corresponds to the V5þ valance state. Also, the
deconvoluted O 1s spectrum is displayed in Figure 5d, and there
are three deconvolute peaks: OI, OII, and OIII at 529.9, 531.4, and
532.9 eV binding energies, respectively. The characteristic OI is

Figure 3. FE-SEM images of CVO electrodes: a,b,b’) CVO1:2, c,d,d’) CVO1:1, and e,f,f’) CVO2:1 at different magnifications.
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the oxygen related to lattice oxygen, and the second peak of OII is
attributed to the oxygen vacancies.[10,30,31] At 529.9 eV, the OIII

peak corresponds to the oxygen of water absorbed by the surface
or hydroxyl species. Similarly, XPS spectra of CVO1:2 and
CVO2:1 samples are provided in Figure S3, Supporting
Information, which reveals similar results to CVO1:1. In conclu-
sion, the dominant states of Co2þ and V5þ support the formation
of hydrous CVO in the polymorph of Co3V2O8 in thin films,
which agrees with the XRD result. All the structural analysis
confirms the growth dynamics variation from CVO1:2,
CVO1:1 to CVO2:1, ultimately influencing the morphology, pore
size distribution, and surface area of nanostructured CVO
(Co3V2O8·nH2O) thin film electrodes, which are viable to accom-
plish high supercapacitive performance.

3.2. Electrochemical Capacitive Performance Evaluation of CVO
Electrodes

In CVO thin film electrodes, the physicochemical properties
are altered by dipping time variation, and its impact on

supercapacitive performance was analyzed through electrochem-
ical characterization by forming a three-electrode system. The
three-electrode system comprises of CVO electrode as the work-
ing electrode, a platinum plate (Pt) as an auxiliary (counter) elec-
trode, and mercury/mercury oxide (Hg/HgO) as a reference
electrode. An electrolyte of KOH (1 M) is used for the ion
intercalations to store the charges. The correlative CV curves
of samples CVO1:2, CVO1:1, and CVO2:1 at a fixed
20mV s�1 scan rate in the potential range of 0–0.6 VHg�1/
HgO are displayed in Figure 6a.

All CVO series thin film electrodes depict individual redox
pairs related to the Faradaic reversible redox responses among
Co3V2O8 to Co3V2O8�xOHx. The noticeable redox pair in �0.1
to 0.25 VHg�1/HgO can be allocated to the reversible redox reac-
tions involving CoII to CoIII transformation. Alternatively, the
dominant redox pair in the potential range of 0.45 to 0.65 V of
Co3V2O8 thin films are owing to the redox reaction related to
CoIII to CoIV transformation.[32] Thus, redox pairs correspond
to the intercalation of OH� ions into the CVO while the charging
phenomenon occurs, and electrolyte ions are deintercalated

Figure 4. Surface area and inset pore size distribution of samples a) CVO1:2, b) CVO1:1, and c) CVO2:1.
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whenever discharging occurs, as given in the following
reaction (R4).

Co3V2O8 þ xOH� ↔ Co3V2O8�xOHx þ e� (R4)

Also, the absolute area under the CV curve of the CVO1:1 elec-
trode is larger than the CVO1:2 and CVO2:1 electrode, represent-
ing that the CVO1:1 has a maximum capacity for charge storage.
Due to the mesoporous structure and high surface area of
CVO1:1 electrode, electrolyte ions permeate effortlessly in the
interior of an electrode and enable maximum area for charge
storage. Thus, it shows an increment in the current under the
curve of the CVO1:1 electrode than other electrodes. The CV
curves of the CVO1:1 electrode at different scan rates of 2 to
20mV s�1 are displayed in Figure 6b, and for other CVO1:2
and CVO2:1 electrodes provided in Figure S4a,b, Supporting
Information. Evidently, when the voltage scan rate increases,
the area under the CV curve increases, although the redox pairs
shift slightly in the CV loop owing to the polarization effect.[33,34]

Furthermore, in a direction to evidently divulge the mecha-
nism of charge storage of CVO series electrodes, their electro-
chemical kinetics are prodigious to study.[35] The scan rate (ν)

versus peak current (i) in the CV area under the loop satisfied
the “Power’s law” as given below in Equation (R5)[36]

i ¼ aνb (R5)

Where “a” and “b” are both adjustable parameters, Equation (R5)
determines the value of “b” by measuring the slopes of log (i) and
log (ν). When the value of “b” is near 0.5, the diffusion-controlled
electrochemical charge storage process is dominant, and the sur-
face capacitive process is conquered when the value “b” is near
1.[37] The “b” values of the CVO1:2, CVO1:1, and CVO2:1 is 0.86,
0.85, and 0.78, respectively, as depicted in Figure S5a–c,
Supporting Information, and it deduced that the CVO series
material exhibits more surface capacitive charge storage process,
i.e., extrinsic pseudocapacitive behavior owing to nanoparticle
like morphology. Additionally, using the Trasatti method, the
surface capacitive contribution in the charge storage was deter-
mined,[38] and additional insight into the kinetics of charge stor-
age of electrodes is examined, illustrating the battery type
(diffusion-controlled) and pseudocapacitive owing to surface
extrinsic charge storage. The pseudocapacitive charge on the sur-
face (Qs) and battery type (Qd) is measured by the total response

Figure 5. a) XPS full survey spectra and the corresponding b) Co 2p, c) V 2p, and d) O 1s of the sample CVO1:1.
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of current from CV. The total charge, i.e., Qtotal is the combina-
tion of battery and diffusive type, as mentioned in
Equation (R6),[39,40]

Q total ¼ Qs þ Qd (R6)

Moreover, the following Equation (R7) examines the charge
contributions using CV curves since the Qd varies with ν�1/2

and Qs is independent of scan rate (ν).

Q total ¼ Qs þ Const: ν�1=2 (R7)

The plot of Qtotal versus ν
�1/2 is shown in Figure 6c, and the

Y-axis intercept represents the capacitive contribution of the
CVO electrodes. The slow scan rates are designated for estimat-
ing Qs on the Y-axis and calculating the charge contribution in
CVO electrodes. The charge contribution from Qs is lower in the
CVO2:1 electrode and higher in other CVO series electrodes, as
shown in Figure 6d. The charge contribution from the Qs, i.e.,
surface pseudocapacitive, is attributed to the nanostructured
morphology and high surface area of CVO electrodes, and this

result further ensures that the miniaturization of material size is
crucial to attain the pseudocapacitance. Also, a contribution from
Qs increases with the scan rate and accomplishes battery type
process (diffusive), leading to slow scan rates. Therefore, the
CVO material displays a diffusive (battery-type) behavior at the
lower scan rate and higher scan rates showing capacitive nature,
as shown in Figure S6, Supporting Information.[41]

The GCD analysis is further used for the electrochemical per-
formance evaluation of CVO thin film electrodes. The compara-
tive GCD curves of CVO1:2, CVO1:1, and CVO2:1 electrodes at
1 A g�1 constant current density are displayed in Figure 7a.
All-tested CVO electrodes characteristically show bell-shaped,
symmetric charging–discharging curves, typically representing
intercalation-type pseudocapacitive charge storage mechanisms.
In the pseudocapacitive type, charge storage contains two
concepts: surface oxidation–reduction and intercalative type.[42]

The GCD/CV curve analysis depicts that CVO electrodes possess
a combination of intercalation type and extrinsic pseudocapaci-
tive behavior owing to their nanostructured morphologies and
augmented surface area. The Figure 7b displays GCD curves
of CVO1:1 electrode at different current densities, respectively,

Figure 6. a) At 20mV s�1 scan rate comparative CV curves, b) CV curves of CVO1:1 electrode at different scan rates (2–20mV s�1), c) the plot of log
(peak current) versus the log (scan rate) for electrode CVO1:1, and d) comparative plot of surface and diffusive charge contribution with respect to scan
rate (CVO1:2, CVO1:1, and CVO2:1).
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and GCD curves of CVO1:2, and CVO2:1 is provided in
Figure S7a,b, Supporting Information. It can be seen that, as
the current density decreases, GCD time increases, representing
typical electrochemical reactions step rate by the diffusion of
ions. Consequently, at the higher current densities, the ions
of electrolyte access the outer surfaces of active material and
hardly reach the interior of the material, and hence internal space
is not fully used for abundant redox reactions.[43] The specific
capacitance and capacity of dipping time-varied electrodes are
calculated by standard formulae mentioned in Note S1,
Supporting Information (Equation E(1) and E(2), Supporting
Information). The calculated Cs of CVO series electrodes at dis-
tinct current densities are shown in Figure 7c. The maximum Cs

of 793.5 F g�1 (specific capacity (SC) 396.7 C g�1) at 0.5 A g�1 is
obtained for the CVO1:1 electrode and maintains Cs of 561 F g�1

(171.9 C g�1) at 5 A g�1 current density, representing excellent
capacitance retention even at a high current density.
The CVO1:2 and CVO2:1 electrode exhibits maximum Cs of
586.4 F g�1 (293.2 C g�1) and 381.1 F g�1 (190.5 C g�1) at
0.5 A g�1, respectively, which is relatively less than CVO1:1 elec-
trode. The maximum Cs obtained for the CVO1:1 electrode is
attributed to the maximum surface area of the CVO1:1 electrode
than the other CVO1:2 and CVO2:1 electrode. The improved

electrochemical performance of the CVO1:1 thin film electrode
is mainly ascribed to the mesoporous structure and maximum
surface area; moreover, the synergy between cobalt and vana-
dium implies enhanced electrical conductivity and multifarious
valences. Furthermore, the cycling stability performances of the
CVO series electrodes over 5,00 charge-discharge cycles at
5 A g�1 are tested and presented in Figure 7d. After 5,000 cycles,
the CVO1:1 electrode demonstrates 92.8% capacity retention,
while the CVO1:2 and CVO2:1 electrode exhibits 86.4 and
82.5% capacity retention, respectively. So, the cyclic stability of
the CVO1:1 sample is higher than that of CVO1:2 and
CVO2:1, which is attributed facile interface with electrolyte
owing to the high surface area and mesoporous nature.
Moreover, decreased cyclic stability of CVO series electrodes
may be linked to the little degradation of material and/or the for-
mation of undesired intermediate or side products during inter-
calation and deintercalation.[44] Moreover, the FE-SEM images of
the CVO1:1 thin film electrode after electrochemical measure-
ments (cyclic stability) at different magnifications of X15,000
and X50,000 are investigated and provided in Figure S8a,b,
Supporting Information. The particle-like morphology
(Figure 3c) of the CVO1:1 electrode remains relatively
undisturbed after stability, as observed in the low magnification

Figure 7. a) Comparative GCD curves of cobalt vanadium oxide electrodes (CVO1:2, CVO1:1, and CVO2:1) at 1 A g�1 current density, b) GCD curves at
different current densities from 0.5 to 5 A g�1 of CVO1:1 electrode, c) the plots of specific capacitance at 0.5–5 A g�1 current density of CVO1:2, CVO1:1,
and CVO2:1 electrodes, d) the plot of capacitive retention of CVO series electrodes at 5 A g�1 for 5,000 cycles, and e) the Nyquist plots of cobalt vanadium
oxide dip time variation electrodes (CVO1:2, CVO1:1, and CVO2:1).
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FE-SEM images (Figure S8a, Supporting Information). However,
upon closer inspection of the FE-SEM image (Figure S8b,
Supporting Information), a slight change in morphology is
noticeable where particles are made up of nanoflakes after
cycling rather than nanoparticles. This change in morphology,
i.e., the formation of nanoflakes through the interconnection
of nanoparticles, suggests that the cobalt vanadium oxide
material undergoes slight surface conversion (undesired inter-
mediates), leading to diminished cyclic stability of the electrode
after 5000 cycles.[44]

The CVO electrodes are further characterized using the EIS
technique to understand better physicochemical mechanisms
involved in electrochemical charge storage. The Kramers–
Kronig transformation analysis was accomplished in the fre-
quency range of 10mHz to 1MHz to ensure the precision of
the measurements. The ZView-Impedance software was used
to match the equivalent electric circuit for impedance data fits,
and an appropriate fitting was established as having a lower devi-
ation of the total fit (Chi-square <0.001). The Nyquist plots of
CVO samples are shown in Figure 7e, and the assessed mini-
mum solution resistance (Rs) and charge transfer resistance
(Rct) values of 0.7 and 0.101 (Ω) are observed for CVO1:1 elec-
trode, and all other fitting parameters are provided in Table S2,
Supporting Information. The vertical line has almost a phase
angle of �90° in the low-frequency range, indicating the capaci-
tive behavior of the CVO electrodes, and little inclination

suggests a small Warburg impedance caused by ion diffusion
in the active material. Also, the Rs and Rct values are associated
with electrolyte and faradaic leakage current resistance. All the
CVO series electrodes indicate minute Rs and Rct values, which
are attributed to the binder-free synthesis of CVO materials on
conductive SS substrate by the SILAR method. Among all three
CVO electrodes, the CVO1:1 electrode exhibits less Rs and Rct

values owing to the elevated surface area with the mesoporous
morphology, resulting in an enhanced electrochemical capacitive
performance.

3.3. Hybrid Aqueous Supercapacitor Device

The feasibility of CVO electrodes for applied purposes is also
revealed by making a hybrid aqueous supercapacitor device
(HASD), as shown schematically in Figure 8a. The high-
performed electrode CVO1:1 is used as the positive electrode,
and the negative electrode is rGO. The rGO electrode is
acknowledged as the best-performing negative electrode in an
aqueous KOH electrolyte, as described in Note S4, Supporting
Information. To attain the utmost supercapacitive performance,
balancing charges among cathode and anode are most important
in device fabrication by balancing mass among them according
to Equation (E3), Supporting Information provided in Note S1,
Supporting Information. Based on the evaluation by the

Figure 8. a) Schematic illustration of the process to fabricate the HASD, b) CV curves of CVO1:1 electrode HASD, c) GCD curves at various current
densities, and d) plot of specific capacitance versus current density.
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three-electrode system, the rGO and CVO1:1 electrodes, as
provided in Figure S9, Supporting Information and Figure 6,
separate working potential windows benefit the enhancement
of the voltage of HASD. The CVO1:1 electrode is functional in
0–0.6 V versus Hg/HgO positive potential window and the poten-
tial window of the rGO electrode is between 0 and �1 V versus
Hg/HgO, as displayed in Figure S10, Supporting Information.
For the HASD, the potential window range of 0 to 1.2, 1.3,
1.4, 1.5, 1.6, and 1.7 V was carried out at 50mV s�1 scan rate,
as shown in Figure S11a, Supporting Information, to conclude
the potential window of the device. The result optimizes the 0 to
1.6 V potential window suitable for the CVO1:1//rGO device
(HASD) since the water-splitting process can occur after 1.6 V.
Therefore, the CV curves carried out at various scan rates from
5 to 100mV s�1 in the potential window of 0 to 1.6 V and
displayed in Figure 8b. The quasi-rectangular nature of CV loops
suggests supercapacitive behavior of the HASD device.

Moreover, the GCD curves of HASD were tested in various
potential windows of 0 to 1.2/1.7 V, as shown in Figure S11b,
Supporting Information, at 1.2 A g�1 current density. The
GCD plots in the optimized potential window of 0 to 1.6 V, at
current densities of 1.1 to 1.7 A g�1, are displayed in
Figure 8c. The charge–discharge curves are not precisely trian-
gular, suggesting the excellent pseudocapacitive performance of
the HASD device. The Cs values of the HASD are 133.5 F g�1 at
1.1 A g�1 and maintain Cs of 74.5 F g�1 at 1.7 A g�1, as displayed

in Figure 8d. The CVO1:1//rGO (HASD) achieved a maximum
SE of 47.4 Wh kg�1 at 0.90 kW kg�1 SP and a minimum SE of
26.5Wh kg�1 at 1.3 kW kg�1 SP, as Ragone plot shown in
Figure 9a, which are calculated by using Equation (E4) and
(E5), Supporting Information, provided in Note S1,
Supporting Information. The cycling stability of HASD was
checked by continuing given 5000 cycles of GCD at the constant
current density of 1.5 A g�1 and maintained 83.6% capacitive
retention with 79.7% coulombic efficiency, as shown in
Figure 9b. The HASD shows good stability, SE, and SP, which
can conclude the CVO (CVO1:1) and rGO electrode materials are
applicable in energy storage applications.

The EIS analysis was also done to understand ion migration’s
kinetics in the HASD, and the Nyquist plot is shown in Figure 9c
with an analogous fitted circuit inset. The HASD shows less Rs

and Rct of 2.3 and 19.4Ω before the stability. The small values of
Rs and Rct indicate efficient ion transportation and outstanding
electrochemical conduction of the constituent electrode. While
the HASDmaintains less Rs and Rct values of 1.7 and 36.2Ω after
stability, other fitted parameters are provided in Table S3,
Supporting Information. Additionally, the vertically inclined
lines in the low-frequency region indicate a lesser Warburg
impedance for the electrolyte ions diffusion between the respec-
tive electrodes in HASD. Furthermore, the HASD shows high
electrochemical performance, including the Cs, increased work-
ing potential window, and SE, caused by the synergy between the

Figure 9. a) Ragone plot of HASD, b) a plot of capacitive retention, coulombic efficiency versus cycle number for HASD, and c) Nyquist plot of before and
after stability for HASD.
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two electrodes (CVO and rGO). The current findings demon-
strate the positive effects of mesoporous CVO1:1 nanoparticle,
which can offer maximum surface area; it is beneficial for expo-
sure to more electrochemical active sites and electrolyte diffusion
during electrochemical processes.

3.4. Solid-State Hybrid Supercapacitor Device

The solid-state hybrid supercapacitor device (SHSD) has devel-
oped as an appealing subject in research because of its applica-
bility in portable and bendable devices. Moreover, it has excellent
superiority, like the easy carriable or handling, due to its leak-
proof and lower-weight properties and excellent stability.[45] In
addition, SHSD is probable to yield in different sizes and shapes
as chosen in the application.[46] The rGO and CVO1:1 electrodes
were prepared on a large area of the SS substrate (4� 4 cm2), as
shown in Figure S12, Supporting Information. Combining the
CVO1:1 and rGO electrodes in PVA-KOH gel electrolyte
makes an SHSD, as schematically shown in Figure 10a. The
potential window variation for the optimization of the voltage
of the SHSD, as illustrated in Figure S11c,d, Supporting
Information, is varied from 0 to 1.2 and up to 1.7 V in CV

and GCD studies at fixed scan rate (50mV s�1) and current den-
sity (0.7 A g�1), respectively. By concluding this potential window
variation analysis, the potential window of 0 to 1.6 V for CV and
GCD is perfect for the device study. Figure 10b displays CV
graphs at various scan rates, from higher 100mV s�1 to lower
5mV s�1 scan rates, of the SHSD device. The GCD curves at dif-
ferent current densities (0.3–1.1 A g�1) are shown in Figure 10c,
and the nonlinear GCD graph affirms the combinational pseu-
docapacitive and EDLC charge-storing ability of both electro-
des.[47,48] The SHSD achieves an excellent 102.9 F g�1 Cs at
0.3 A g�1, as shown in Figure 10d. Furthermore, the SHSD
exhibited SE and SP of 36.6Wh kg�1 and 0.30 kW kg�1, as plot-
ted in Figure 11a. By executing 500 consecutive GCD cycles at a
fixed current density of 0.9 A g�1, the continuing stability of
SHSD is assessed, as illustrated in Figure 11b. After 5000
GCD cycles, the SHSD displays capacitance retention of
85.2% with coulombic efficiency of 71.9%, showing strong
cycling stability and a long lifespan. EIS study, as depicted in
Figure 11c, further explores the better charge transfer character-
istics of SHSD. The less electrical resistivity of the electrodes and
improved electrolyte-electrode intimacy without any considerable
ohmic loss are responsible for the minor Rs (0.41Ω) and Rct

Figure 10. a) Schematic illustration of assembled SHSD, b) the CV at different scan rates, c) GCD curves of SHSD at various current densities, and
d) the variation of specific capacitance with current density for SHSD.
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(165.8Ω) values of SHSD before the stability. The retention of Rs

(0.23Ω) and Rct (244.6Ω) after the 5000 cycles suggests good sta-
bility of SHSD. Other EIS parameters are provided in Table S3,
Supporting Information. Moreover, two devices are connected
serially and utilized to light a lamp of 12 white LEDs to evaluate
the practicality of SHSD, as shown in Figure 12a–d.
The lamp was used to discharge these connected devices
after charging for 30 s. The first, intense glow of the lamp after
discharge implies that the SHSD produces considerable specific
power. Furthermore, the long-lasting LED lamp brilliance
implies that SHSD has excellent energy density. A comparative
Ragone plot with reported literature on CVO-based hybrid super-
capacitor devices is shown in Figure 12e. In CVO-based hybrid
energy storage devices, Fahimi et al.[49] fabricated (Co3V2O8//
AC), which exhibits a high SE of 59.2Wh kg�1 at 250W kg�1

SP. Nguyen et al. constructed a Co3V2O8//AC device and
achieved SE of 55.5Wh kg�1 at a higher SP of 800W kg�1.[50]

Moreover, Sun et al.[16] developed Co2V2O7·3.3H2O//rGO, and
Liu et al.[51] prepared CoV2O6·2H2O//AC devices reported SE
of 19Wh kg�1 at 375.8W kg�1 SP and SE of 19Wh kg�1 at
400W kg�1 SP, respectively. Lv et al.[52] fabricated Co3O4/
CoVxOy//AC asymmetric device and reported SE of
26.1Wh kg�1 at 400W kg�1. Zhang et al.[53] assembled Co3O4/
Co3(VO4)2//AC device obtained SE of 38Wh kg�1 at 275W kg�1

SP. Fahimi et al.[54] constructed a Co3V2O8/CNT//AC solid-state

device and reported SE of 37.55Wh kg�1 at 660W kg�1. Mishra
et al.[55] assembled Co3V2O8/CNx//AC device and obtained SE
of 41Wh kg�1 at 385.18Wkg�1. Also, Hosseini et al.[56] fabricated
Co3V2O8-Ni3V2O8 TLs@PCNFs//PCNFs reported SE of
59.7Wh kg�1 at 1970Wkg�1. Similar to the present work, the
aqueous hybrid supercapacitor device based on Co2V2O7//rGO
was fabricated by Wang et al.,[11] which attained 35.2Wh kg�1

SE at 101W kg�1 SP. Moreover, the SHSD and ASHD devices
manufactured in the present work demonstrated higher perfor-
mance than the reported only similar device by Wang et al.[11]

in terms of SE and SP. However, the reported energy densities
for Co3V2O8//AC,

[49] Co3V2O8//AC,
[50] and Co3V2O8-Ni3V2O8-

PCNFs//PCNFs[56] HASDs are slightly higher than the present
work due to the use of Ni-foam (NF) as a conductive substrate since
Ni foam can add its self-capacitance in the alkaline device.[37] This
work uses only SS as a conductive substrate, which avoids the redox
reaction in the alkaline electrolyte; hence the obtained SE and SP
originated from the CVO1:1 and rGO materials. Moreover, the
position of the HASD device in the Ragone plot is higher than
SHSD and reported hybrid devices in terms of SP, without scari-
fying much SE,[11,16,49–56] suggesting the suitability of CVO1:1
thin film electrode for next-generation hybrid energy storage
devices.

The excellent energy storage capabilities of HASD and
SHSD devices are credited to the apparent features of CVO1:1

Figure 11. a) Ragone plot of SHSD, b) a plot of capacitive retention, coulombic efficiency versus cycle number for SHSD, and c) Nyquist plot of before
and after stability for SHSD.
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electrodes as, a) most notably the intercalative charge storage
mechanism offered by mesoporous nanoparticles-like structure
with high surface area (74.32m2 g�1), b) synergy among transi-
tion metal species (Co and V), and c) binder-free preparation of
thin film electrodes tends low impedance and diminishes the
dead volume of resistive binders. Overall, SILAR synthetic
approach provides an ultimate opportunity to produce CVO thin
film electrodes with tuned surface area and nanostructured mor-
phology by simply varying growth dynamics, improving superca-
pacitive performance. In light of the impressive outcomes, the

present work may reveal a new path for creating unique nano-
structured materials for highly competent hybrid supercapacitor
devices.

4. Conclusion

In conclusion, the growth dynamics-based SILAR method pro-
ductively synthesizes CVO (CO3V2O8.nH2O) thin film electrodes
having nanoparticles-like morphology with high surface area and

Figure 12. The photographs of SHSD demonstration by glowing LED lamp at a) charging for 30 s, b–d) discharging for; 2, 30, and 73 s. e) Comparative
Ragone plot of HASD and SHSD with available literature.
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mesoporous structure. The altered growth dynamics of CVO
series thin film electrodes result in a change in morphology,
surface area, and porous structure, which ultimately influences
the electrochemical performance of the electrodes. The opti-
mized CVO1:1 thin film electrode displayed the highest Cs of
793 F g�1 at 0.5 A g�1, owing to the maximum surface area of
74.32m2 g�1. Additionally, the HASD manifested the maximum
Cs of 133.5 F g�1 with the SE of 47.7Wh kg�1 with SP of
0.90 kW kg�1. Likewise, the SHSD achieved the maximum Cs

of 102.9 F g�1 at 0.30 kW kg�1 SP and 36.6Wh kg�1 of SE.
Moreover, the superior electrochemical capacitive characteristics
in terms of Cs, SE, SP, and stability of the SHSD (CVO1:1//PVA-
KOH//rGO) and HASD (CVO1:1//KOH//rGO) devices point to
their considerable potential use in a variety of portable electronic
devices. In conclusion, SILAR is a feasible approach to produce
binder-free, mesoporous, cobalt vanadium oxide (CVO) thin film
electrodes with tuned surface area as a potential cathode for
HSC.

Supporting Information
Supporting Information is available from the Wiley Online Library or from
the author.
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Development of binder-free, amorphous nickel vanadate cathodes by SILAR 
method for hybrid supercapacitors: Exploiting surface area by monitoring 
growth rate 
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A B S T R A C T   

Developing self-supported electrode material in the absence of electro-inert binders considering the effortless 
transfer of charges and manipulating physicochemical properties of electrodes in energy storage devices is 
essential. Hence, the present attempt emphasizes the facile synthetic strategy of successive ionic layer adsorption 
and reaction (SILAR) for controlled nickel vanadate (NV) growth over the conducting plate. In SILAR synthesis, 
the growth rate is monitored by rinsing and adsorption/reaction time variation to tune the surface area, mes-
oporous structure, and surface morphology of NV thin films. As a result, the formation of mesoporous, amor-
phous, hydrous nanoparticles of NV over the stainless-steel substrate is affirmed by structural analysis. 
Furthermore, alteration in specific surface area with variation in growth rate is observed in BET analysis. As a 
result, the optimal NV(1:2) thin film electrode exhibited the highest specific capacity (capacitance) of 355C g− 1 

(710 F g− 1) at 1 A g− 1 current density. Moreover, the fabricated aqueous hybrid supercapacitor device (NV 
(1:2)//rGO) delivered 109 F g− 1 specific capacitance at 1.3 A g− 1 current density, and the device exhibited a 
maximum specific energy (SE) of 44 Wh kg− 1 at a particular specific power (SP) of 1.14 kW kg− 1. Furthermore, 
the solid-state hybrid supercapacitor (NV(1:2)//PVA-KOH//rGO) device conferred a specific capacitance of 89 F 
g− 1 at 0.5 A g− 1 current density and an SE of 36 Wh kg− 1 at 0.482 kW kg− 1 SP. This research paved an avenue to 
the binder-free, scalable synthesis of NV electrodes and employed them as a cathode in practical applications of 
hybrid energy storage devices.   

1. Introduction 

Increasing concern over the depletion of fossil fuels turned the 
attention of this generation toward environmentally friendly energy 
generation and conversion systems. On the other hand, the fluctuations, 
intermittency, and less continuity of conventional energy generation 
have urged researchers toward sources of electrical energy devices 
(EEDs) [1,2]. Hence, efforts toward a highly efficient, sustainable, low- 
cost, and environmentally friendly energy storage system are still in 
progress. Among the various energy storage systems, electrochemical 
energy storage devices (EESDs), such as supercapacitors, batteries, fuel 

cells, etc., are highly desirable and environmentally friendly [3,4]. 
Among the consortium of clean energy storage systems, ‘super-
capacitors’ are the most common alternative to batteries in many ap-
plications and have been extensively studied for many decades because 
of their high specific power (SP), rapid discharge-recharge rate, and 
exceptional cyclic stability. But less specific energy (SE) sometimes 
limits the practical use of supercapacitors compared to battery systems. 
Hence, it is necessary to contribute more significant potential for 
developing high-energy supercapacitors without sacrificing the SP. Ef-
forts toward enhancing the SE of supercapacitors by fabricating a hybrid 
device that emphasizes cathode materials superiority, exhibits high 
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specific capacitance (Csp), and provides a wide potential window when 
combined with an electrochemical double layer capacitive (EDLC) type 
anode material is a well-known method [5–7]. 

As we know, the electrode material and choice of electrolyte play a 
crucial role in the performance of applicable technologies; hence, 
identifying high-performance electrode materials is essential to develop 
hybrid energy storage devices (HESDs) [8]. A material with a substantial 
surface area, mesoporous nature, electrochemical stability, and more 
significant conductivity can achieve high energy-storing performance. 
The evolution of vanadium compounds with transition metals displays 
superior redox behavior due to their coordination environment and 
manifold valencies. With their richer valencies of vanadium and nickel, 
such as vanadium from 2+ to 5+ and nickel from 2+ to 3+, they can 
make a diverse atomic ratio. Therefore, nickel vanadate (NV) materials 
with multiple valencies and unique dielectric and magnetic behavior are 
more suitable as electrodes in batteries, electrocatalysis, photocatalysis, 
sensors, and HESDs application [9–15]. Apart from choosing the suitable 
electrode material, producing a rationally designed structure with an 
enhanced specific surface area and plenty of diffusion channels is 
essential for active site exposure and ease of electrolyte transportation. 
Also, it is well known that most redox activities in pseudocapacitors 
occur on or near the surface of the material [16]. Thus, preparing 
nanostructured materials is essential and mainly relies on synthetic 
approaches and preparative parameters. The hydrothermal method has 
been mostly employed to develop the different nanostructures of NV for 
HESD applications. For instance, Li et al. [9] prepared NiV2O6, Singh 
et al. [17] designed a stone-like morphology of Ni3V2O8, Nandi et al. 
[18] synthesized nanopetals of NiV2O6, Ni3V2O8 nanosheets were 
developed by Merum et al. [19], Ni3(VO4)2 prepared by Kumar et al. 
[20] through the hydrothermal method. Also, the hydrothermal method 
is used by Chandra Sekhar et al. [21] to prepare Ni2V2O7, and the 
nanorods of Ni2V2O7 were prepared by Ezhil Arsi et al. [22] through the 
co-precipitation method. However, most of these reports have described 
the preparation of nickel vanadate materials in powder form; addi-
tionally, the electrode preparation for supercapacitors in those reports 
involved conventional binder-assisted coating techniques using PVDF. 
In contrast, this study explores the direct growth of NV thin film on 
conductive stainless steel (SS) current collectors, which is considered a 
more effective approach for enhancing interfacial contact than binder- 
enriched coating methods. Moreover, the improved electrochemical 
capacitive performance of the NV electrode can be achieved by con-
trolling parameters such as the size of particles, morphology, and porous 
structure. Among several deposition methods, the SILAR method is the 
most efficient way to produce binder-free, amorphous, or nanocrystal-
line materials thin film electrodes. The SILAR method can control the 
growth rate and, consequently, the thickness of films across a wide 
range, ranging from a few layers to microns, through varying prepara-
tive parameters. Also, an advantageous feature of SILAR is that it can be 
performed at low temperatures, making it convenient and energy- 
efficient. These unique characteristics make SILAR a versatile and 
influential method for the preparation of binder-free thin film 
electrodes. 

It is crucial to create novel structural designs and optimization 
strategies to surpass the limits of conventional electrodes. So far, the 
very first time a facile SILAR approach has been applied for developing 
binder-free NV electrodes and utilized for EESDs. Apart from the pre-
cursor concentrations, immersion cycles, pH of the cationic and anionic 
precursor solutions, and bath temperature, the present study emphasizes 
the influence of rinsing, adsorption/reaction time interval on the growth 
kinetics, and consequent physicochemical properties of NV thin film 
electrodes. The tunned surface area with the mesoporous structure of the 
NV(1:2) electrode prepared at optimal growth rate exhibits excellent 
charge-storing ability. Furthermore, the aqueous and solid-state hybrid 
devices were fabricated benefiting from a cathode of NV(1:2), and rGO 
electrode as an anode, and their electrochemical capacitive perfor-
mances are recorded and demonstrated herein. 

2. Experimental section 

2.1. Materials 

Nickel nitrate (Ni(NO3)2), sodium orthovanadate (Na3VO4), potas-
sium hydroxide (KOH), graphite flakes, sodium nitrate (NaNO3), po-
tassium permanganate (KMnO4), N-methyl pyrrolidone (NMP), 
polyvinylidene fluoride (PVDF), polyvinyl alcohol (PVA), hydrogen 
peroxide (H2O2), sulfuric acid (H2SO4) and hydrazine hydrate (N2H4) 
were purchased from Sigma Aldrich. Purchased chemicals are analytical 
grade, afterward utilized as-received without any purification. In addi-
tion, stainless steel (SS) substrates (grade 304) were purchased from the 
local market of Kolhapur, India, for the NV thin film deposition. 

2.2. Synthesis of nickel vanadate 

The NV thin films are synthesized via a binder-free SILAR process at 
ambient temperature. Deposition of NV has been performed upon the SS 
substrates used as the current collector. The cleaning of the substrate 
plays a crucial role in the uniform deposition of NV material. First, SS 
substrates were finely polished with smooth polish paper, followed by 
acetone and double distilled water (DDW) sonication. Briefly, layer-by- 
layer formation of the NV thin films comprises nickel cations adsorption 
over SS substrate from the first bath containing 0.05 M of nickel nitrate 
solution, followed by rinsing in a second beaker containing DDW, where 
excessive and loosely adsorbed ionic species of nickel were rinsed away. 
Then the third beaker contains the 0.05 M solutions of sodium ortho-
vanadate, where the reaction occurs between nickel and vanadium 
species. Rinsing in DDW is also performed after the formation of the NV 
thin layer to eliminate loosely bounded NV molecules/particles. This 
entire process is repeated a hundred times to achieve the desired 
thickness of the NV thin film, as depicted in Fig. 1(a). Furthermore, 
obtained lively yellow-colored NV thin films, the photograph shown in 
Fig. 1(b), were rinsed 2 to 3 times in DDW. Unlike other chemical 
methods, such as co-precipitation and hydrothermal, the sequential 
layer-by-layer assembly of the SILAR process avoids precipitate forma-
tion and wastage of material. Finally, the prepared NV series samples 
were dried at ambient conditions. The dried NV series sample was 
further characterized for structural, morphological, and electrochemical 
analyses. Also, rGO used as an anode was prepared by modified Hum-
mers method followed by chemical reduction, and detailed synthesis of 
rGO is discussed in Note S1 (see electronic supporting information (ESI)) 

2.3. Material characterizations 

As prepared material is characterized using various analytical char-
acterization techniques. Structural properties of prepared NV thin films 
were studied using an X-ray diffractometer (XRD) from Rigaku miniflex- 
600 with Cu Kα (λ = 0.15425 nm) target radiations between 10

◦

to 80
◦

. 
Fourier transform infrared spectrometry (FT-IR) was carried out using 
the Alpha (II) Bruker unit to investigate the functional groups and 
chemical bonding materials. The surface morphology, cross-section, and 
elemental composition of NV thin films were studied by using field 
emission scanning electron microscopy (FE-SEM) (Hitachi S4800) and 
energy-dispersive electron microscopy (EDS). The surface topographical 
features were observed using atomic force microscopy (Oxford cipher S). 
TEM measurements were performed using a JEOL JEM-ARM200F 
NEOARM at 200 KeV. Surface topographical features were observed 
using atomic force microscopy (Oxford cipher S). Brunauer-Emmett- 
Teller (BET) and Barrett-Joyner-Halenda (BJH) techniques were used 
to examine the specific surface area and pore size distribution using the 
Belsorp II mini instrument. The X-ray photoelectron spectroscopy (XPS) 
measurement was done using the ESCALAB 250 (ThermoElectron, Al 
Kα) instrument. The electrochemical measurements of the NV series 
electrode were performed using a VersaStat 4 electrochemical 
workstation. 
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2.4. Electrochemical measurements 

The electrochemical activities of NV series and rGO electrodes were 
performed individually using a three-electrode system (Half-test cell). 
Electrochemical analysis was carried out by using cyclic voltammetry 
(CV), galvanostatic charge-discharge (GCD), electrochemical impedance 
spectroscopy (EIS), and cycling stability tests in 1 M aqueous KOH 
electrolyte. As-deposited NV electrodes were used as working elec-
trodes. Platinum plate and Hg/HgO were utilized as counter and refer-
ence electrodes, respectively. More details about the preparation of gel 
electrolytes are discussed in Note S2 (see ESI), and the required formulae 
for capacitive performance calculation are given in Note S3 (see ESI). 

3. Results and discussion 

3.1. Formation of nickel vanadate thin film 

The SILAR method employs a series of steps, including the adsorption 
of cations onto the surface of the substrate, followed by rinsing in DDW. 
The same water rinsing procedure is pursued after the reaction among 
pre-adsorbed cations and anions in the anionic precursor solution. Then 
the whole process is repeated to increase the thickness of the thin film, as 
shown in the schematic synthesis procedure of the NV thin film in 
Fig. 1a. In SILAR deposition, the layers of cations and anions are 

consecutively performed to grow nucleated species; the layer-by-layer 
deposition procedure takes place to develop thin films. To carefully 
control the deposition process, layer-by-layer assembly executes the 
following steps: adsorption of nickel ions produced as per reaction (1) 
from nickel nitrate precursor over SS substrate and removal of excessive 
ionic species in a pure solvent of DDW in rinsing. 

Ni(NO3)2.6H2O+ nH2O→Ni2+ + 2NO3− + (n+ 6)H2 (1) 

The exact process of rinsing and removing the excessive ionic species 
is followed even after the pre-adsorbed nickel ions reacted with vana-
dium ion species obtained as per reaction (2) from an anionic precursor 
containing sodium orthovanadate. The dissolution of sodium orthova-
nadate in water gives, 

Na3VO4 + nH2O→VO3−
4 + 3Na+ + nH2O (2) 

Additionally, the reaction is carried out by immersing a substrate 
with a layer of Ni2+ ions on it in a precursor solution of sodium ortho-
vanadate, in which a reaction between vanadium and nickel ions results 
in the deposition of adherent NV on the substrate as per the subsequent 
reaction (3), 

3Ni2+ + 2VO3−
4 + nH2O→Ni3(VO4)2 + nH2O (3) 

Apart from the noticeable benefits of high yield and energy- 

Fig. 1. (a) Schematic illustration of NV thin film preparation by SILAR method, (b) Photographs of deposited NV series thin films, and (c) Plot of mass loading and 
thickness versus NV series samples. 
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preserving, the leading advantages of the SILAR method are the control 
over growth rates and the film thickness, which can be accomplished by 
changing adsorption/reaction and rinsing time and changing deposition 
cycles. Therefore, to investigate the effect of dipping time in adsorption/ 
reaction and rinsing baths on growth rates of NV films, it varied in the 
ratio of 1:1, 1:2, and 2:1, and termed as NV(1:1), NV(1:2), and NV(2:1), 
respectively. The photographs of deposited thin films at different dip-
ping time variations are shown in Fig. 1 (b). Furthermore, the mass 
loading of NV series thin films, after 100 cycles, was quantified by the 
gravimetric weight difference method through the mass per unit area 
(mg cm− 2) over SS substrate and shown in Fig. 1 (c). Change in the 
deposited weight with variation in dipping time suggests that the mass 
loading of the NV thin films particularly belongs to the alteration in 
growth rate, which in the SILAR method is associated with adsorption/ 
reaction along with rinsing periods. Also, to ensure the alteration of 
growth rate, the thickness of NV series samples was measured through 
cross-sectional FE-SEM images and provided in Fig. S1 (a-c) (see ESI). 
More specifically, cross-sectional FE-SEM images reveal that the NV(1:1) 
sample exhibits a thickness of 4.2 μm, the NV(1:2) sample displays a 
thickness of 2.5 μm, and the NV(2:1) sample shows a thickness of 5.6 
μm. The obtained thickness trend with respect to the dipping time 
variation is analogous to the mass loading trend of NV series samples, as 
shown in Fig. 1 (c). Mass loading and thickness measurements unani-
mously reveal that the NV (2:1) achieves a maximum thickness; on the 
other hand, sample NV (1:2) shows less thickness, which concludes that 
more rinsing time results in lowering the thickness due to the slow 
growth rate of the material [23]. Hence, the growing rate of NV material 
is influenced by the duration of the substrate in cationic/anionic pre-
cursor and rinsing solutions, where more rinsing time slows down the 
growth rate and results in less thickness and vice versa. Therefore, such a 
change in the growth kinetics of the NV materials can lead to a change in 
the physicochemical properties of the material over SS substrate, and it 
can influence the electrochemical properties of NVseries electrodes. 

3.2. Structural and morphological study of NV series thin films 

The structural examination of prepared NV thin films was performed 
using the XRD technique, as shown in Fig. 2(a). The XRD patterns of all 
the NV series thin film samples illustrate similar diffraction spectra 
without any significant peaks from the material, except peaks from the 
SS substrate. The diffraction peaks highlighted by the emblem (*) in 
Fig. 2 (a) appeared from the SS substrate. The obtained spectra in the 
range of 10◦ to 80◦ do not contain any significant peak of the material, 

which suggests the formation of amorphous NV over the SS substrates. 
The poor crystallinity of NV samples resulted from the lack of periodic 
arrangement of atoms due to the atomic shielding between the nucleated 
species and adsorbed layers of material [15]. Moreover, such an amor-
phous material structure significantly enhances the electrochemical 
performance by providing an improved surface area of the material and 
structural flexibility, allowing deeper diffusion of the electrolyte ions to 
access the active materials [24]. 

The presence of various functional groups in the NV series samples 
was probed by FT-IR analysis, as shown in Fig. 2 (b). It represents the FT- 
IR spectra of synthesized NV (1:1), NV(1:2), and NV(2:1) samples in the 
scanning range of 400 to 4000 cm− 1. The occurrence of absorption 
bands within the range of 400–900 cm− 1 is specially related to the 
stretching vibrations of metal oxides. As-plotted FT-IR spectra show 
similar features for all samples, and the band υ1 at 476 cm− 1 is allocated 
to Ni–O vibrations (stretching) [25,26]. Moreover, the occurrence of 
band υ2 at 693 cm− 1 corresponds to the V-O-V vibrations (antisymmetric 
stretching) [27]. The presence of band υ3 around 909 cm− 1 is attributed 
to the symmetric stretching mode of the V––O group. [28]. Also, the 
absorption band υ4 related to N–O stretching vibrations is around 1351 
cm− 1, obtained from trapped nitrate (NO)3

2− ions from the precursor 
[29]. Furthermore, the bands υ5 at 1627 cm− 1 and υ6 at 3429 cm− 1 are 
accredited to the bending and vibrations of the hydroxyl group (H-O-H, 
stretching), respectively, from structural water entrapped during the 
rinsing process in synthesis [30]. Obtained characteristic peaks under-
score the presence of structural water content in prepared material. 
Regardless of the growth rate variation, the XRD and FT-IR spectra 
confirm amorphous and hydrous nickel vanadate material formation in 
thin films in all NV series samples. 

The detailed chemical oxidation states of each element contained in 
the NV series sample were uncovered by XPS analysis. Observing Ni, V, 
and O elements in the XPS survey spectrum (Fig. 3 (a)) indicates the 
presence of the elements, as mentioned earlier, on the surface of the NV 
samples. As illustrated in Fig. 3 (b), Ni 2p has two leading spectral peaks, 
which rise from the spin-orbit splitting at a binding energy of 855.58 and 
873.28 eV and are termed Ni 2p3/2 and Ni 2p1/2, respectively. The two 
prominent peaks of Ni 2p3/2 and Ni 2p1/2 are separated by 17.7 eV 
binding energy difference along with better-christened ‘satellite peaks’ 
at energy of 861.28 and 879.58 eV. The peaks reveal the presence of 
Ni2+ and Ni3+ species [29–31], which confirms the divalent and triva-
lent states of nickel in bulk and near the surface of NV material, 
respectively. The fitted spectra of V 2p, as shown in Fig. 3 (c), demon-
strated two peaks at a binding energy of 517.88 and 524.28 eV are 

Fig. 2. (a) XRD pattern (b) FT-IR spectra of NV series thin films for NV(1:1), NV(1:2), and NV(2:1) samples.  
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designated to V5+ state, and the formfitting peak at a binding energy of 
516.78 eV represents the V4+ state [13,32,33]. The presence of 2+ and 
5+ states of nickel and vanadium, respectively, validate the formation of 
the Ni3V2O8 phase in all NV series thin films. The deconvoluted O 1s 
spectra for all NV series samples are demonstrated in Fig. 3 (d). The 

decomposition of O 1s peaks in three parts manifests the different en-
vironments of oxygen in the samples. The peak located at a binding 
energy of 530.48 eV is attributed to the lattice oxygen (OI), whereas the 
peak situated at 531.58 eV corresponds to the oxygen vacancies (OII), 
and at 533.18 eV assigned to the adsorbed water (OIII) [34,35]. In 

Fig. 3. (a) Full survey spectra, (b) Ni 2p, (c) V 2p, (d) O 1 s XPS spectra of sample NV series samples.  
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addition to providing electroactive sites for redox processes, oxygen 
vacancies can significantly increase the conductivity by facilitating the 
transit of charge barriers [36]. Moreover, the deconvolution of O 1 s 
spectra affirms the presence of hydrous content in NV samples and 
confirms the deposition of hydrous Nickel Vanadate (Ni3V2O8.nH2O) in 
thin films over SS substrate. 

The surface morphologies were recorded at different magnifications 
(x5000 and x40000) of the NV thin films and are shown in Fig. 4(a1, a2), 
(b1, b2), (c1, c2). The overview of SEM images at lower magnification 
(Fig. 4 (a1), (b1), and (c1)) demonstrated the congested spherical 
nanoparticle-like morphology decorated over conducting plate of SS. 
Besides, randomly decorated particles are entwined, creating large 
cavities and void space. Obtained voids and cavities in the surface 
texture are more beneficial by providing a lower diffusion length for the 
migration of ions [37]. The agglomeration of spherical nanoparticles is 

observed in SEM images recorded at higher magnification, as displayed 
in Fig. 4 (a2), (b2), and (c2). The calculated average particle size is found 
to be an average diameter of 120, 101.4, and 167.1 nm for samples NV 
(1:1), NV(1:2), and NV(2:1), respectively, as histograms displayed in 
Fig. 4 (a3, b3, c3). This difference in the average particle size reveals the 
impact of alteration in the duration of adsorption/reaction and rinsing 
time in their respective baths and the subsequent change in growth rate. 
The slow growth rate of NV particles reduces the size of the particles 
when rinsing time is twofold than the adsorption and reaction duration. 
Relatively higher and sufficient time for rinsing of ions in DDW, 
lowering the particle size by removing most loosely bounded or 
unreacted species. In contrast, comparatively large particle size is 
observed while the adsorption/reaction period was twice that of rinsing 
in DDW owing to the agglomeration of the particles due to increased 
growth rates of film formation. Thus, SEM analysis confirms that the 

Fig. 4. SEM images of sample (a1, a2) NV(1:1), (b1, b2) NV(1:2), and (c1, c2) NV(2:1) at the magnification of x5000 and x40000, respectively and (a3, b3, c3) his-
tograms of particles size distribution, (d1-d3) HR-TEM image and SEAD pattern of NV(1:2) sample. 
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growth rate variation by dip time adjustment significantly alters the 
morphology of NV thin film electrodes, which can influence the elec-
trochemical performance. The captured 2D and 3D AFM images of NV 
(1:2) sample are provided in Fig. S2 (see ESI). The topographical images 
illustrate the spherical nature of nanoparticles and are well covered over 
the substrate surface (Fig. S2 (a)), and obtained 3D image coincides well 
with the SEM morphology of the sample, as shown in Fig. S2 (b). 
Moreover, the average line (Ra) and surface roughness (Sa) is found to 
be ~10.2 nm, and the maximum height of the surface (Rz) around 12.81 
nm was analyzed using Profilm software, as shown in Fig. S2 (c). The 
AFM profiles and analysis shown in Fig. S2 demonstrate high surface 
roughness which possesses a larger surface area, and it further helps to 
enhance the electrochemical properties of the NV (1:2) sample. More-
over, high-resolution transmission electron microscope (HRTEM) 

images of the NV (1:2) sample presented in Fig. 4 (d1-d3) revels 
agglomerated spherical particles of nickel vanadate. Moreover, the HR- 
TEM image in Fig. 4 (d2) displays interconnected spherical particles with 
an average size of ~102.2 nm, and Fig. 4 (d3) demonstrates that the 
merged spheres are composed of clusters of quantized particles. Also, the 
SAED pattern shown in Fig. 4 (d3) inset reveals diffused ring, which 
affirms the amorphous nature of nickel vanadate and agrees with the 
obtained XRD results. 

Furthermore, in order to scrutinize the presence of elements in the 
NV sample, an EDS spectrum analysis was carried out and shown in 
Fig. S3 (see ESI). EDS images demonstrated a peak corresponding to Ni, 
V, and O elements with atomic percentages of 24.01 %, 12.03 %, and 
63.96 %, respectively. Moreover, the elemental mapping images dis-
played in Fig. S4 demonstrate the uniform distribution of Ni, V, and O 

Fig. 5. Nitrogen adsorption/desorption isotherm of (a) NV(1:1), (b) NV(1:2), and (c) NV(2:1), (inset: pore size distribution).  
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elements (see ESI) of NV thin film over the SS substrate. These EDS 
mapping results indicate the successful hydrous nickel vanadate series 
thin film electrode preparation. 

To probe the influence of growth rate variation on the porosity and 
surface area of deposited NV series samples, BET and BJH measurements 
were performed. The plots of N2 adsorption-desorption isotherms (at 77 
K liquid nitrogen) and BJH pore size distribution are displayed in Fig. 5 
(a-c), and according to the International Union of Pure and Applied 
Chemistry (IUPAC), obtained N2 adsorption-desorption isotherms of all 
NV series samples display an H3-type hysteresis loop, endorsing the 
existence of aggregated particles [38]. The assessment of the specific 
surface area is found to be 147.1, 167.6, and 117.2 m2 g− 1 for NV(1:1), 
NV(1:2), and NV(2:1) series samples, respectively. The obtained specific 
surface area of 167.6 m2 g− 1 of NV (1:2) sample is higher than ever 
achieved for NV materials prepared by different synthetic methods, as 
described in Table S1 (See ESI). Additionally, the mesoporous structure 
of NV samples is confirmed from the pore size distribution (BJH) anal-
ysis, as displayed in the inset of Fig. 5 (a-c). The BJH plots display the 
average pore size distribution of 7.6, 6.9, and 9.7 nm for NV(1:1), NV 
(1:2), and NV(2:1) samples, respectively. The deviations in specific 
surface area and pore size are observed due to fluctuations in growth 
kinetics of the material. Consequently, obtained change in the surface 
area agrees with the alteration in the surface morphology of NV samples. 
The relatively higher surface area is attributed to the smaller particle 
diameter with a pore size of 6.9 nm owing to the slower growth kinetics 
of NV(1:2) thin film. Moreover, the high surface area with the meso-
porous structure having shortened pore diameter can introduce hierar-
chical channels to contact the electrolyte and easy ion diffusion in the 
deep pore of the particles [39,40]. 

The overall physicochemical analysis concludes that the surface area 
and porous structure of the NV samples correspond to changes in surface 

morphology and average particle size, and it can be tuned by varying 
growth rates via changing dip time intervals for adsorption/interaction 
and rinsing in the SILAR method. In this attempt, the dipping interval of 
the substrate in cationic/anionic precursor and rinsing baths is varied to 
achieve different growth kinetics as slow (1:2), intermediate (1:1), and 
fast (2:1) growth rates, as schematically shown in Fig. 6. When the 
rinsing time is twice, the adsorption and reaction time (NV 1:2) and ion- 
by-ion growth kinetics are slow, where particle size reduces since a 
sufficiently excess rinsing time avoids the agglomeration of particles and 
results in smaller particle size. On the other hand, rapid growth is 
observed for the larger/equal time to adsorption/reaction than rinsing 
of NV(1:1) and NV(2:1) samples, resulting in relatively larger particles 
than NV(1:2) samples. The increasing growth rates of NV material lead 
to the formation of relatively bigger particles due to the SILAR synthesis 
approach; the dipping time variation primarily results in the controlled 
growth and size of the particles, which aids in tuning the surface area of 
the material and consequently affects electrochemical performance. 

3.3. Electrochemical study of NV series electrodes 

The influence of dipping time on the structure and morphology and 
its consequent impact is further scrutinized for electrochemical mea-
surements. The three-electrode electrochemical cell system is applied to 
examine the electrochemical performance of as-deposited NV thin films 
electrodes. The comparative CV curves are displayed in Fig. 7 (a) for NV 
(1:1), NV(1:2), and NV(2:1) electrodes in the optimized potential win-
dow of 0 to 0.7 V/Hg/HgO at a 20 mV s− 1 scan rate. The elevated area of 
the CV curve for NV(1:2) electrode leads to a higher charge-storing ca-
pacity than another two electrodes, implying a good correlation be-
tween specific surface area and CV curves. The CV curves of the NV(1:2) 
thin film electrode at various scan rates from 2 to 50 mV s− 1 are shown 

Fig. 6. Schematic representation of the effect of the dipping time variation on growth kinetics, surface morphology, and surface area of NV material over a substrate.  
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in Fig. 7 (b). The increasing trend of the area under CV curves with scan 
rate infers the battery-type behavior of NV material. In the redox pro-
cess, a greater scan rate causes ion depletion or saturation in the elec-
trolyte inside the electrode, which mainly raises ionic resistance [41]. 
The observed CV curves are associated with two different domains; a 
couple of oxidation-reduction peaks are obtained in the region from 0.35 
to 0.7 V, mainly associated with the reversible transition of Ni2+ to Ni3+

and the remaining part in region 0 to 0.35 V of the CV curve point to-
ward the transfer of double layer charges. Also, the absence of additional 
redox peaks due to impurity phases of V2O5, V4O9, V3O7, VO2, etc., 
confirms that the redox couple originated from Ni3V2O8 [19,42]. During 
the process of intercalation and de-intercalation, OH− ions get 
exchanged into the bulk of the material and near the electrode- 

electrolyte interface, and the electrochemical reactions of NV elec-
trodes could be presented as follows. 

Ni3V2O8 + 6OH− ↔ 3NiOOH+H3V2O3−
8 + 3e− (4) 

Further, a similar trend of CV curves for NV(1:1) and NV(2:1) elec-
trodes at 2 to 50 mV s− 1 is observed, as shown in Fig. S5 (see ESI). The 
CV curve provides more insights into understanding the charge storage 
mechanism quantitatively. Fig. 7 (c) provides a graphic illustration of 
the scan rate-dependent current response, and the following equation 
summarizes the relationship: 

ipeak (ʋ) = a ʋb (5)  

where ipeak denotes the peak of cathodic current, a and b are adjustable 

Fig. 7. (a) Comparative CV curves at 20 mV s− 1 scan rate of NV series electrodes, (b) CV curves at various scan rates from 2 to 50 mV s− 1 of NV(1:2) electrode (c) the 
plot of surface and diffusive charge contribution with respect to scan rate for NV(1:1), NV(1:2), and NV(2:1) electrodes. (Filled area represents diffusive charge 
contribution, and the cross-lined area represents surface charge contribution). 
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factors, and ʋ is the sweep rate. The b parameter can be determined from 
the slope of log (ipeak) vs. log (ʋ) (Fig. S6, see ESI) graph. Generally, the 
value of b = 1 signifies charge storage mainly due to the surface- 
controlled (electrical double layer (EDL)) process indicating capacitive 
nature. In contrast, the diffusion-controlled battery-type nature is 
considered for b = 0.5 [43]. In contrast, NV series electrodes exhibited b 
values of approximately 0.5, suggesting that the battery type diffusive 
process contributed to store charges. Further, total volumetric charge 
(Qt) differentiates into capacitive (Qs) and diffusive (Qd) behaviors and 
determine by the following equation: 

Qt = Qs +Qd (6) 

Qs is mainly attributed to the rapid kinetics and independent of the 
scan rate, while Qd parallels relatively sluggish diffusion, and it is a 
function of the reciprocal of the square root of the scan rate. The Qs is 
derived by plotting the total charge against the inverse reciprocal of the 
square root of the scan rate (ʋ)-1/2. Using CV curves, the following 
equation helps to examine the scan rate-dependent charge components 
and the overall charge contribution, 

Qt = Qs +Const • ʋ− 1/2 (7) 

The charge contribution against the scan rate strikes a similar charge 
storage mechanism. The overall contribution indicates more diffusive 
battery-type charge storage; however, increasing the scan rate provides 
a slight capacitive behavior. Thus, at a scan rate of 2 mV s− 1, diffusive 
contribution accounts for 98 %, whereas it is decreased to 95 % at 20 

mV s− 1 for NV(1:2) electrode. In addition, comparatively more surface 
contribution charge storage is achieved by NV(2:1) electrode, which 
decreases from 9 % to 4 % with scan rate lowering from 20 to 2 mV s− 1, 
respectively. Also, it is possible to distinguish between the kinetics of 
charge transfer at different scan rates, and the diffusion coefficient 
against scan rate is plotted in Fig. S7 (see ESI) for NV(1:1), NV(1:2), and 
NV(2:1) samples. The cyclic voltammetric peaks during the positive 
polarization of the cell are used to calculate the electrolytic diffusion 
coefficient as described by the Randles–Sevcik equation: 

Ip = 2.69× 10− 5n3/2A.C.D1/2.υ1/2 (8)  

where, “Ip” represents the peak current, “n” is the number of electrons 
transferred in the electrochemical reaction, “A” is the active electrode 
area, “D” is the chemical diffusion coefficient, “C” is the concentration, 
and “ν” is the scan rate. At higher scan rates, a lower diffusion coefficient 
of ions is observed for all NV series samples, and it increases with 
decreasing scan rates. Moreover, NV (1:2) electrode exhibits a higher 
diffusion coefficient, it is attributed to the high surface area and meso-
porous structure. 

Further, GCD analysis provides more insights to evaluate the Csp of 
the NV series electrodes. Fig. 8 (a) presented comparative galvanostatic 
charge-discharge curves measured at a current density of 1 A g− 1 for NV 
(1:1), NV(1:2), and NV(2:1) series electrodes. It is observed that the 
obtained GCD profiles for all samples are similar voltage plateaus and 
are analogs to CV curves. The battery-type behavior of GCD curves with 
a minor voltage drop further points out the reversible nature and 

Fig. 8. (a) Comparative GCD curves of NV series electrodes at 1 A g− 1 current density, (b) GCD curves at various current densities from 1 to 3 A g− 1 of NV(1:2) 
electrode, (c) plot of capacitive retention and coulombic efficiency versus number of cycles. (d)The plot of current density as a function of Cs for NV(1:1), NV(1:2), 
and NV(2:1) electrodes (e) The Nyquist plots of NV(1:1), NV(1:2), and NV(2:1) electrodes and the fitted equivalent circuit for the EIS data is an inset of the figure. 
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superior conductivity of the CV materials [44]. The Csp, capacity, and Ca 
of the prepared NV electrodes are calculated using Eqs. S1, S2, and S3 
(See ESI Note S3). The GCD profiles at different current densities 
(1.0–3.0 A g− 1) obtained for the NV(1:2) electrode are illustrated 
graphically in Fig. 8 (b), and GCD plots for NV(1:1) and NV(2:1) elec-
trodes are provided in Fig. S8 (see ESI). The cyclic stability and 
coulombic efficiency of the nickel vanadate electrode (NV (1:2)) for 
5000 cycles were carried out at a current density of 3A g− 1 and provided 
in Fig. 8. (c) The NV (1:2) electrode exhibits ~92 % capacitive retention 
with 96 % coulombic efficiency over 5000 GCD cycles and increase of 
coulombic efficiency and stability after initial cycles attributed to the 
activation of material by means of opening the pores. When using 
battery-type material, throughout the potential range, average capaci-
tance is not constant [6]; in this account, the maximum Cs along with Csp 
is calculated and found to be 355C g− 1 and 710 F g− 1 at 1 A g− 1 current 
density for NV(2:1) electrode. Also, calculated values of Cs (Csp) for NV 
(1:1) and NV(2:1) electrodes are 276C g− 1 (552 F g− 1) and 150C g− 1 

(300 F g− 1), respectively, as shown graphically in Fig. 8 (d). Moreover, 
calculated areal capacitance and specific capacity values (mAh g− 1) 
values are provided in Table S2 (see ESI). The obtained storing capacity 
of NV electrodes is comparable to the reported performance of NV-based 
electrodes in earlier literature; for instance, Li et al. [9] prepared NiV2O6 
by the hydrothermal route and obtained nanosphere with a Csp of 565 F 
g− 1. Singh et al. [17] reported a hydrothermal method to prepare a 
stone-like morphology of Ni3V2O8, which provided a maximum Csp of 
548 F g− 1. Nandi et al. [18] synthesized nanopetals of NiV2O6 through a 
similar hydrothermal route, which exhibited a maximum Csp of 1252 F 
g− 1. Also, Ni3V2O8 nanosheets were developed hydrothermally over the 
nickel foam (NF) by Merum et al. [19], providing a high Csp of 1300 F 
g− 1. Furthermore, Ni3(VO4)2 prepared by Kumar et al. [20] through 
hydrothermal method provided maximum Cs of 402.8C g− 1 at 1 A g− 1, 
and also the hydrothermal method is used by Chandra Sekhar et al. [21] 
to prepare Ni2V2O7 which provides maximum Cs of 77.1 μAh cm− 2. The 
nanorods of Ni2V2O7 were prepared by Ezhil Arsi et al. [22] through the 
co-precipitation method and reported a maximum capacitance of 894 F 
g− 1. The detailed summary of NV-based electrodes performance with 
surface area and morphology is tabulated and given in Table S1 (see 
ESI), which demonstrates the obtained Csp in the present study is anal-
ogous and exceeds several reports [9,16–21]. Only Nandi et al. [18], 
Merum et al. [19], and Kumar et al. [20] reported higher Csp than pre-
sent work. However, in these works, NF and steel mesh were used as 
conductive mediators, where NF may contribute to the enhanced 
capacitance of the electrode [45]. Subsequently, the prepared NV thin 
films over SS substrate thus receive full credit for the obtained excep-
tional capacitive performance in the current study owing to the high 
surface area ever achieved for NV materials using any synthetic 
approach. 

EIS is quantitatively analyzed to extract more information related to 
the electrical and ionic conductivity of the electrode material and 
electrolyte. The Nyquist plots for NV series samples are shown in Fig. 8 
(e). The EIS study was conducted at an amplitude of 10 mV, AC in the 
frequency range of 10 mHz to 1 MHz at open circuit potential. The 
experimental data of the Nyquist plot were fitted with a selected 
equivalent model, and different parameters such as solution resistance 
(Rs), charge transfer resistance (Rct), and Warburg impedance (W), and 
fitted parameters are provided in Table S3 (see EIS). The Nyquist plot 
shows a slight arc that accounts for the charge transfer reactions and 
double-layer capacitance at the electrode/electrolyte interface since the 
ions do not have adequate time intervals to penetrate inside the bulk of 
the electrode. The diameter of the semicircle determines the Rct values, 
and these are 0.32, 0.09, and 0.72 Ω for NV(1:1), NV(1:2), and NV(2:1) 
samples, respectively. Also, a slightly vertical line to the imaginary axis 
at the lower frequency region with a phase angle of close to 90

◦

suggests 
capacitive behavior and complete diffusion of ions in the results in 
Warburg diffusion resistance. Also, the low Rct value of the NV (1:2) 
electrode leads to a high capacitance of the NV electrode owing to the 

spontaneous electrochemical reaction among the electrolyte and active 
electrode material due to its high surface area and mesoporous structure. 
Furthermore, the smaller Rs and Rct values of NV series electrodes sug-
gest an excellent attachment (binder-free) of active material with a 
current collector (SS substrate). Thus, the SILAR synthesized binder- 
free, mesoporous, amorphous NV(1:2) thin film electrode with a high 
specific surface area (167.8 m2 g− 1), having a maximum Cs of 355C g− 1 

owing to low EIS values, is suitable as cathode for fabrication of hybrid 
supercapacitor devices. Furthermore, the FE-SEM images of the NV(1:2) 
thin film electrode after electrochemical measurements at different 
magnifications of ×3000 and ×40,000 are shown in Fig. S9 (a-c) (see 
ESI). At low magnification (Fig. S9 (a)), it is clearly seen that the 
particle-like morphology does not disturb and looks similar to before 
electrochemical measurements (Fig. 4 (b1)). However, at higher 
magnification of SEM image (Fig. S9 (b)), it is observed that the average 
particle size slightly reduced after the electrochemical study. The 
negligible change in surface morphology with a reduction in particle size 
of ~83.2 nm (Fig. S9 (c)) indicates less damage in the particle-like 
microstructure of amorphous NV material, which confirms good elec-
trochemical stability. 

3.4. Aqueous hybrid supercapacitor (AHSc) device 

Recently, hybrid supercapacitor devices have grabbed much atten-
tion by providing a large SE without sacrificing SP for practical appli-
cations. To address the device-level practical feasibility of prepared 
electrodes using the two-electrode system, an aqueous hybrid super-
capacitor (AHSc) device was constructed, as shown in schematic Fig. 9 
(a). For the development of the AHSc device, the best-performed NV 
(1:2) electrode is used as a positive electrode, and rGO-coated SS sub-
strate is utilized as a negative electrode in 1 M KOH electrolyte. The 
structural and electrochemical analysis of the capacitive type rGO 
electrode is carried out and provided in Fig. S10 (see EIS). To achieve the 
maximum energy-storing capacity of the AHSc device, both electrodes 
are coupled with an appropriate mass ratio derived using the mass 
balancing Eq. (S4) (Note S3, see ESI). The comparative CV performances 
of NV(1:2) and rGO electrodes at 50 mV s− 1 in a single frame are shown 
in Fig. S11. Moreover, the optimum potential window of the AHSc de-
vice was determined by measuring CV curves at 50 mV s− 1 and GCD 
curves at 2.2 A g− 1 within different upper cutoff voltages in the 1.2 to 
1.8 V range, as shown in Fig. S12 (See ESI). The maximum cell voltage is 
extended up to 1.7 V; afterward, the oxygen evolution mechanism 
causes a dramatic spike in current. In the AHSc device, the charge 
storing is based on the intercalation/de-intercalation of OH− ions from 
the electrolyte at the interface of the NV electrode during the charging/ 
discharging process occurs, and at the same time, adsorption/desorption 
of K+ ions on the interface of the rGO electrode as schematic presented 
in Fig. S13 (see ESI), which shows the typical arrangement of cations and 
anions during charging and discharging process. The CV plots for the 
AHSc device were recorded in a 0–1.7 V voltage window at various scan 
rates of 5 to 100 mV s− 1, as shown in Fig. 9 (b). The similar trend of CV 
curves at higher scan rates implies that the device can withstand higher 
scan rates. Also, it can be seen that the current response under CV in-
creases with the increasing scanning rate. Fig. 9 (c) depicts GCD curves 
for the AHSc device at distinct current densities from 1.3 to 3.1 A g− 1. 
The nearly similar and non-linear trend of GCD curves was observed for 
the AHSc device, confirming the hybrid charge storage mechanisms of 
the AHSc device. The AHSc device reaches Csp as high as 109 F g− 1 at 1.3 
A g− 1 current density and retains up to 93 F g− 1 for 3.1 A g− 1 current 
density. The calculated Csp values from charge-discharge curves are 
plotted against the current densities in Fig. 9 (d). Moreover, SE and SP 
are calculated using Eqs. S6 and S7 (see ESI) in order to find the place of 
AHSc devices among existing hybrid devices. The AHSc device can 
achieve a maximum SE of 44 Wh kg− 1 at an SP of 1.14 kW kg− 1 and 
retaining SE of 37 Wh kg− 1 at an SP of 2.66 kW kg− 1, as revealed in 
Ragone plot (Fig. 9 (e)). Additionally, the AHSc device cycled up to 
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5000 cycles at 4.5 A g− 1 to check the cyclic stability, and it was found 
that the AHSc device sustained 91 % of its initial capacitance (Fig. 9 (f)) 
along with coulombic efficiency of 94 %. It is observed that capacitive 
retention of the AHSc device initially increases with increasing charge- 
discharge cycles, which might be due to the activation of material and 
opening of the mesoporous structure for facile intercalation of ions, and 
further slight loss in capacitance implies distortion of material surface 
[46]. The EIS study further provides more information about the charge 
transfer kinetics in AHSc devices. For instance, the Nyquist plot for NV 
(1:2)//rGO AHSc device shown in Fig. 9 (g) demonstrated good elec-
trical/ionic conductivity and interface between material and electrolyte 
as displayed in terms of lower Rs (2.77 Ω) and Rct (3.69 Ω) values. Also, 
EIS was recorded after 5000 cycles (Fig. 9 (g)), and fitted parameters are 

provided in Table S4 (see ESI), which shows a slight increase in Rs and 
Rct values owing to the deterioration of active material [47]. 

3.5. Solid-state hybrid supercapacitor (SHSc) device 

The SHSc device was fabricated using NV(1:2) electrode as a positive 
electrode, rGO as a negative electrode, and a prepared gel of PVA-KOH 
(Note S2, See ESI) utilized as a quasi-solid electrolyte, as shown in 
Fig. 10 (a). Similar to the AHSc device, CV profiles in various voltage 
windows from 0 to 1.2 to 1.8 V for the SHSc device are shown in Fig. S14 
(a). Also, charge-discharge curves of the SHSc device (Fig. S14 (b)) (see 
ESI) in different windows were recorded up to 1.2 to 1.8 V. The equal 
potential of both electrodes initiates the discharging process, taking into 

Fig. 9. (a) Schematic illustration of AHSc device, (b) The CV curves at different scan rates from 5 to 100 mV s− 1, (c) The GCD curves at different current densities, (d) 
Plot of Csp as a function of current density, (e) the Ragone plot, (f) Plot of capacitive retention and coulombic efficiency and (g) Nyquist plot of NV(1:2)//rGO 
AHSc device. 
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account that the oxidation potential of NV reaches up to 0.7 V, and the 
full reduction potential of rGO requires 1 V; hence it takes 1.7 V to 
charge the SHSc device completely. So, further electrochemical study of 
the SHSc device is carried out in the optimized potential window of 0 to 
1.7 V. The quasi-rectangular CV curves of the hybrid supercapacitor at 
various sweep rates within the 0 to 1.7 V window are recorded and 
depicted in Fig. 10 (b). The GCD curves were plotted in the range of 
current densities and are shown in Fig. 10 (c). The calculated maximum 
Csp of the SHSc is found to be 89 F g− 1 at 0.5 A g− 1 current density, and it 
decreases up to 50 F g− 1 at high current density of 2.1 A g− 1 as shown in 
Fig. 10 (d). Furthermore, SE and SP are the most important factors for 
assessing the practical performance of hybrid supercapacitor devices. In 
this context, calculated SE and SP at an operating voltage of 1.7 V are 
plotted in the Ragone plot (Fig. 10 (e)). The estimated maximum SE is 

36 Wh kg− 1 at an SP of 0.482 kW kg− 1. Moreover, the SE still sustains up 
to 20 Wh kg− 1 and provides a maximum SP of 1.835 kW kg− 1. Apart 
from the SE and SP, the long-term charge-discharge cycling stability of 
the SHSc device is recorded up to 5000 cycles at 5 A g− 1 current density 
and plotted in Fig. 10 (f). After completing 5000 charge-discharge cy-
cles, the device retained its 85 % capacitance with coulombic efficiency 
of ~90 % over the initial value over 5000 GCD cycles representing a 
longer life span. The complex plane EIS spectra of before and after 
cycling of the SHSc are plotted in Fig. 10 (g). The fitted equivalent model 
for experimental data is provided in Fig. 10 (g) inset, and corresponding 
values for before and after stability are given in Table S5 (see ESI). The 
superior SHSc device performance implies lower Rs (0.449 Ω) and Rct 
(85.4 Ω) values, and a slight increase in these values (Rs-0.76 and Rct- 
117.6) after 5000 cycles advocate excellent interaction of electrode/ 

Fig. 10. (a) Schematic illustration of SHSc device, (b) The CV curves at different scan rates from 5 to 100 mV s− 1, (c) The GCD curves at different current densities, 
(d) Plot of Csp as a function of current density, (e) the Ragone plot, (f) Plot of capacitive retention and coulombic efficiency, and (g) Nyquist plot of SHSc device. 
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electrolyte interface. Moreover, the self-discharge behavior of SHSc (NV 
(1:2)//PVA-KOH//rGO) device is investigated by charging it with a 
constant current density of 0.7 A g− 1 and allowing it to discharge freely 
where the device maintained a voltage of 0.49 V even after 24 h, as 
depicted in Fig. S15 (a). Initially, the discharge rate was rapid up to 1.1 V 
but gradually stabilized thereafter. The fast initial discharge rate can be 
attributed to the easy release of charges stored on the surface of elec-
trodes. However, the charges stored due to the redox reaction at the 
electrodes require more time to be released, resulting in a slower 
discharge rate [48,49]. Furthermore, the leakage current of the SHSc 
(NV(1:2)//PVA-KOH//rGO) device was recorded for constant voltages 
above 0.8 V up to 1.7 V and presented in Fig. S15 (b). The current de-
creases rapidly at the initial constant-voltage charging stage due to the 
charge saturation. After the initial rapid leakage, the current density 
stabilizes up to 19.2, 11.8, 7.6, 4.6, 2.2, and 1.1 mA cm− 2 at the applied 
potential of 1.7, 1.6, 1.4, 1.2, 1, and 0.8 V, respectively. It has been 
discovered that the leakage current increased with the applied voltage 
correspondingly. Also, reasonable leakage current and self-discharge of 
SHSc (NV(1:2)//PVA-KOH//rGO) device suggest its prospect in prac-
tical applications [50,51]. 

Additionally, the findings of the present work in terms of SE and SP 
are compared with those reported with NV electrode-based energy 
storage devices, and more details are provided in Table S5 (see ESI). The 
obtained SE and SP for AHSc device surpass previously reported for NV 

electrode-based energy storage devices, as shown in the Ragone plot 
(Fig. 11 (a)). Conspicuously, both AHSc and SHSc devices exhibited high 
SE than the reported work. Li et al. [9] reported 24.3 Wh kg− 1 and 800 
W kg− 1 energy and power density for the liquid-state (rGO//NiV2O6) 
device and 7.8 Wh kg− 1 and 850 W kg− 1 for the solid-state (rGO// 
NiV2O6) device. Furthermore, a relatively high SP of 2400 W kg− 1 is 
reported by Merum et al. [19], but the SE of 33.2 Wh kg− 1 is less than the 
present work. Kumar et al. [20] fabricated an asymmetric device 
(Ni3(VO4)2//AC) that achieves 25.3 Wh kg− 1 and 240 W kg− 1 SE and SP, 
respectively. The symmetric device based on Ni3V2O8/Ni foam devel-
oped by Haldar et al. [42] exhibited SE of 32.9 Wh kg− 1 and SP of 189.9 
W kg− 1. Comparably higher SP reported by Merum [19] and Haldar [42] 
than the present work may be due to the preparation of electrodes using 
NF. On the other hand, the outcomes of the present investigation are 
solely attributable to the active material of SILAR-synthesized NV thin 
film electrodes. The excellent supercapacitive performance of fabricated 
NV(1:2)//PVA-KOH//rGO SHSc device leads us to consider its possible 
commercial prospect by glowing the white LED lamp, and two con-
nected devices lightened white LED lamp up to 80 s after charging for 30 
s, as depicted in Fig. 11 (b), and the overall video of glowing lamp is 
provided in supporting information S16 (see ESI). 

Overall, mentioned aspects of binder-free, mesoporous, hydrous, 
amorphous NV spherical particles prepared through the SILAR method 
significantly contributed to enhanced electrochemical performance in 

Fig. 11. (a) Ragone plot of SP and SE, including AHSc and SHSc devices with the available literature on NV-based hybrid supercapacitor devices, and (b) 
demonstration of glowing LED table lamp using serially connected SHSc devices. 
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hybrid supercapacitor devices. A) In the first place, the thin film elec-
trode engineering strategy by the SILAR method with an optimized 
growth rate (slow, at 1:2) possesses a higher surface area (167.2 m2 g− 1) 
and mesoporous structure due to a reduced average particle size (101.4 
nm), provides abundant electroactive sites for charge storage. B) Less 
EIS values in terms of Rs and Rct are attributed to the binder-free syn-
thetic approach and the excellent interface of hydrous NV material with 
electrolyte. C) Moreover, structurally disordered amorphous NV parti-
cles provide more active sites with structural flexibility that increases 
the electrochemical performance in terms of electrode storage capacity 
and stability. 

4. Conclusions 

In a nutshell, amorphous, hydrous, nickel vanadate (Ni3V2O8.nH2O) 
spherical particles are prepared over SS substrate using the binder-free 
SILAR method. Alteration in adsorption, reaction, and rinsing time of 
substrate in respective baths leads to a change in the growth kinetics of 
the NV thin film electrode; consequently, it alters the physicochemical 
properties of a material. As a result, a twofold rinsing time than the 
duration of adsorption and reaction (NV (1:2)) results in a slow growth 
rate, which a relatively larger specific surface area of 167.6 m2 g− 1 with 
a mesoporous structure due to the restricted average particle size of 
101.44 nm. The inherited redox characteristics of nickel and vanadium 
and their synergies with high surface area of NV (1:2) electrode provide 
improved electrochemical performance with a maximum Cs (Csp) of 
355C g− 1 (710 F g− 1) at 1 A g− 1 current density. Additionally, the pre-
pared AHSc device delivers a maximum Csp of 109 F g− 1 and SE and SP of 
44 Wh kg− 1 and 1.14 kW kg− 1, respectively, along with 96 % retention 
after 5000 cycles. The SHSc device exhibited a Csp of 89 F g− 1 with an SE 
of 36 Wh kg− 1 at an SP of 0.482 kW kg− 1. Moreover, the SHSc device 
possesses outstanding charge-discharge performance with 84 % capac-
itive retention after 5000 GCD cycles. The obtained results concluded 
that the binder-free, facile SILAR synthetic approach is feasible to pro-
duce hydrous nickel vanadate (Ni3V2O8.nH2O) thin films with a tuned 
specific surface area and morphologies, and optimized NV(1:2) thin film 
electrode is a promising candidate as a cathode in hybrid supercapacitor 
devices. 

Supplementary data to this article can be found online at https://doi. 
org/10.1016/j.est.2023.108417. 
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Abstract
An effective route towards improving the electrocatalytic performance of materials is the synthesis of nanocrystalline, 
porous, and layer-structured materials. Herein, porous nickel tungstate  (NiWO4) film electrode was prepared on stainless 
steel (SS) substrate by inexpensive successive ionic layer adsorption and reaction (SILAR) method. This method provides a 
binder-free, porous, and nanocrystalline thin layer on a SS substrate. The electrocatalytic performance of the nanocrystalline 
 NiWO4 electrocatalyst was evaluated for enzymeless glucose measurement and water-splitting application. This electro-
catalyst exhibited excellent sensitivity of 9731 μA  mM−1  cm−2 within the linear range of 25–325 μM. Further, the glucose 
concentrations present in human blood samples were measured using the proposed nanocrystalline  NiWO4 electrocatalyst. 
Also, hydrogen evolution reaction, the electrocatalyst exhibited 171 mV of overpotential at 10 mA  cm−2 with a Tafel slope 
of 70 mV  dec−1. Further, chronopotentiometry study was carried out at 100 mA  cm−2 and it showed 94% retention after 
24 h. These findings greatly promote the outstanding electrocatalytic performance of nanocrystalline and porous  NiWO4 
electrocatalysts that outline their applicability for electrochemical catalysis purposes.

Keywords Electrocatalyst · Hydrogen evolution reaction · Nickel tungstate · Non-enzymatic glucose sensing · Thin film

1 Introduction

Several catalyst materials for various types of electrocata-
lytic processes have been invented so far. Research on the 
synthesis of economical catalyst materials has been per-
suaded for a long time. Inestimable research in electro-
chemical catalysis has been performed due to its clean, 
rapid, and economic nature [1]. Innovative ways have been 
implemented for the synthesis of electrocatalytic materi-
als, such as the formation of meso/microporous materials, 
layered structures, synthesis of multi-metallic materials, 
and composite materials [2]. A reduction in crystallinity 
results in an enhancement of defect sites in the material, 
which will create the possibility of improvements in elec-
trochemical activity. However, the surge in defects reduces 

the conductivity of the material and causes additional resist-
ance from charge transfer at grain boundaries [3, 4]. So, the 
appropriate nature of crystallinity is crucial for an excellent 
electrocatalysis process [5]. The synthesis of porous catalyst 
materials will overcome the shortcomings caused by their 
excessive nanocrystalline nature. The porous nature allows 
the percolation of electrolytes inside the material [6]. There-
fore, optimized nanocrystalline and porous nature will be 
beneficial for excellent electrocatalytic performance.

For non-enzymatic glucose sensing and water splitting, 
binder-free, nanocrystalline, and porous electrocatalytic 
materials are required. Binder-free nature reduces resis-
tive parameters and provides more active sites for cataly-
sis, which could not be the case with the binder [7]. The 
atomic defects generated in nanocrystalline nature provide 
tremendous amounts of electroactive sites. The homogene-
ous nature and short-range ordering of these materials favor 
electrocatalysis. In addition to this, the appropriate porosity 
of the material would be an advantage. The catalytic mate-
rial’s porosity will assist the electrolyte diffusion inside the 
electrode, providing additional active sites [8].

Considering the above points, the preparation of novel 
nanocrystalline materials for catalysis purposes has become 
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a challenge [9, 10]. Therefore, various chemical prepara-
tion methods have been used to develop highly porous and 
nanocrystalline materials, for example, successive ionic 
layer adsorption and reaction (SILAR), co-precipitation, 
hydrothermal, chemical bath deposition, etc. Among these 
synthesis methods, the SILAR method has advantages like 
great control over deposition, low-temperature synthesis, 
large-area deposition, effective control over film thick-
ness, and the choice of deposition on non-conducting and 
conducting thin sheets. Thus, a simple SILAR technique is 
being used for the deposition of a large number of materi-
als on different substrates to synthesize nanocrystalline and 
mesoporous materials [11].

At present, chronic illness caused by abnormally high or 
low blood sugar levels can lead to many ailments such as 
abdominal pain, poor appetite, lethargy, nausea, and weight 
loss due to glucose deficiency [12]. The higher glucose level 
in diabetes patients has become a human health fear world-
wide. Hence, the simple fabrication of electrode materials 
and investigation of electrochemical non-enzymatic glucose 
detection are crucial roles in the current stage with highly 
sensible and selectivity criteria. Also, severe environmen-
tal problems related to fossil fuels have grown. This has 
diverted conventional energy production to other energy 
sources, mainly wind turbines, hydrogen, and solar pho-
tovoltaics [13, 14]. Therefore, environmentally beneficial 
hydrogen energy production is favorable towards green 
energy from an upcoming perspective. Water splitting using 
an electrocatalytic method means the oxidation of water. The 
evolution of hydrogen has a high energy potential, which 
generates electricity [15]. Therefore, the electrochemical 
production of hydrogen energy at an industry level is essen-
tial for its future scope. So, it is necessary to develop low-
cost catalytic material for the hydrogen evolution reaction 
(HER) [16].

Nickel-based composite materials have been developed 
for catalytic reaction purposes due to their admirable electro-
catalytic results and high stability [17]. In addition, the metal 
tungstate has exhibited higher conductivity than oxides and 
sulfides. Therefore, few reports are available employing 
nickel tungstate  (NiWO4) for electrochemical non-enzymatic 
glucose sensing and HER [18–20]. Still, the nanocrystalline 
and mesoporous  NiWO4 catalyst material is not reported 
for glucose sensing and HER applications using the SILAR 
method.

In the present study,  NiWO4 film electrode is fabricated 
by the SILAR method on a stainless steel (SS) substrate. 
The prepared nanocrystalline film electrode is successfully 
employed for enzymeless glucose detection from human 
blood samples and hydrogen production. Tungsten ions are 
supported for the enhancement of electrocatalytic current 
response. Therefore, the proposed electrode showed remark-
able sensitivity with desirable stability and selectivity. The 

influential parameters were optimized for the effective detec-
tion of glucose molecules in an alkaline medium. Further, 
reliable electrocatalytic performance during hydrogen pro-
duction was observed.

2  Experimental details

2.1  Synthesis of nickel tungstate thin film.

The binder-free  NiWO4 electrocatalyst was synthesized 
by a simple SILAR method. For  NiWO4 film deposition, 
 Na2WO4·2H2O and  NiSO4·6H2O precursors were employed 
as tungstate ion  (WO4

2−) and nickel ion  (Ni2+) sources, 
respectively. A stainless steel (SS) substrate of dimensions of 
1 × 5 cm was used to deposit the films. The surface of the SS 
substrates was polished using smooth polishing paper (fine 
grade) and then cleaned ultrasonically in double distilled 
water (DDW) for 15 min. First, the SS substrate was dipped 
in the cationic precursor (0.1 M  NiSO4·6H2O) for 20 s. Dur-
ing this step,  Ni2+ ions are adsorbed on the substrate. After 
that, this substrate was lightly washed in DDW for 20 s due 
to the unbounded weakly adsorbed  Ni2+ ions were easily 
removed. Afterward, the substrate was inserted into an ani-
onic precursor (0.1 M  Na2WO4·2H2O) containing tungstate 
 (WO4

2−) ions for 20 s. In this step, the pre-adsorbed  Ni2+ 
ions react with  WO4

2− to form solid  NiWO4 nanoparticles. 
After that, the substrate was washed with DDW for 20 s to 
remove loosely bound  NiWO4 nanoparticles. Finally, solid 
 NiWO4 particles were adsorbed on the SS substrate at 100 
SILAR cycles. The synthesis process of  NiWO4 thin films 
using the SILAR method on the SS sheet is presented in 
supporting information (Fig. S1).

2.2  Electrochemical measurement

The electrocatalytic properties of the prepared  NiWO4 elec-
trocatalyst were studied by using the VersaSTAT instrument 
in a traditional three-electrode cell. The three-electrode cell 
was placed in a 50 mL glass cell with mercury/mercury 
oxide (Hg/HgO), platinum, and  NiWO4 electrodes as a ref-
erence, counter, and working electrode, respectively. For 
the enzyme-less glucose detection study, cyclic voltamme-
try (CV) and i–t amperometric techniques were utilized in 
freshly prepared 0.5 M KOH electrolyte. The CV study was 
performed at various potential scan rates (10–100 mV  s−1). 
The i–t amperometric method was used to evaluate the cur-
rent response during the subsequent addition of 25 µL glu-
cose solution to 40 mL KOH electrolyte.

For water splitting, CV and linear sweep voltammetry 
(LSV) techniques were used to investigate the oxidation 
and reduction processes of the prepared  NiWO4 electrode. 
The LSV polarization curves were performed at different 
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potential scan rates between 1 and 50 mV  s−1. These meas-
ured potential responses were altered into one of the stand-
ard reversible hydrogen electrode (RHE) scales from the Hg/
HgO scale using the Nernst Eq. (1),

where EHg∕HgO denotes the measured potential vs. Hg/HgO 
electrode, E0

Hg∕HgO
 is the standard redox potential of Hg/

HgO, and ERHE denotes the measured potential vs. RHE. The 
LSV curves at current density (mA  cm−2) were used to cal-
culate the electrocatalytic effectiveness of the catalyst in 
terms of overpotential using Eqs. 2 and 3,

The Tafel slope from the linear fit of the Tafel plot was 
calculated using Eq. 3.where ‘a’ stands for the fitting param-
eter and ‘b’ is the Tafel slope. The CV study was performed 
to evaluate the electrochemical double-layer capacitances 

(1)ERHE = EHg∕HgO + 0.059 × pH + E0
Hg∕HgO

(2)�@j(V) = ERHE(V) − (−1.23(V))

(3)η = b log j + a

(Cdl) within the potential range of 0.15–0.25 V vs. Hg/HgO 
at different scan rates (20–100 mV  s−1). The electrochemical 
active surface area (ECSA) was determined using Cdl values 
from following relations [21, 22],

Here, the specific capacitance is 0.04 mF  cm−2 at a typi-
cal 1  cm−2 flat surface. In the range of 100 MHz–100 kHz, 
the electrochemical impedance spectroscopy (EIS) inves-
tigation examined various resistive characteristics and an 
alternating current waveform with an amplitude of 5 mV.

3  Result and discussion

To determine the crystallinity and phase structure of the pre-
pared  NiWO4 film electrode, XRD analysis was conducted. 
Figure 1a depicts the XRD pattern of  NiWO4 film electrode. 
In that the observed diffraction peaks at 2θ values of 23.97 
and 30.95° correspond to (011) and (111) crystallographic 

(4)ECSA =
Cdl

0.04

Fig. 1  a The XRD pattern, b Raman spectrum, and c) FT-IR spectrum of  NiWO4
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planes of monoclinic  NiWO4, respectively. These diffrac-
tion peaks and hkl planes were matched with the powder 
diffraction file (PDF) no. 96–591-0278. The axial lengths 
and angles are a = 4.6000 Å, b = 5.6650 Å, c = 4.9120 Å and 
α = γ = 90°, and β = 90.5°, respectively, confirming the crys-
tallographic structure of the prepared material. The peaks 
denoted by the triangle in the XRD pattern represent the SS 
substrate. The average crystallite size of the deposited thin 
film was calculated using the Scherrer formula,

where ‘λ’ stands for X-ray radiation wavelength (1.5406 Å), 
‘β’ stands for modified band broadening, and ‘θ’ stands for 
Bragg’s angle in radians. The calculated average crystal size 
for (011) plane was 2.25 nm. The bonding of various groups 
present in  NiWO4 was investigated using Raman and FT-IR 
spectroscopy. The Raman spectrum of  NiWO4 is shown in 
Fig. 1b. The three prominent broad peaks in the spectrum 
indicate the unique nature of nanocrystalline  NiWO4. The 
peak at 930  cm−1 is assigned to the symmetric stretching 
modes of the O–W–O bond [23, 24]. Furthermore, the peak 
at 347  cm−1 corresponds to the terminal bond bending vibra-
tions in  WO6 octahedra. Due to the symmetric stretching 
vibration of O-Ni–O, a less intense peak at 221  cm−1 is seen 
[25]. Thus, the above information about chemical structure 
and vibrational modes is consistent with Raman spectrum 
reports [26].

Figure 1c depicts the FT-IR spectrum of  NiWO4 sam-
ple. A wolframite-type structure appears in the range 
4000–400  cm−1, which is a significant absorption band. The 
presence of adsorbed water in the sample is confirmed by the 
broad absorption ʋ4 at a wavenumber of 3460  cm−1, which 
corresponds to stretching vibrations of -OH. The bending 
vibrations of –OH group are allocated to the absorption band 
ʋ3 at 1605–1631  cm−1. The band ʋ2 at 1365  cm−1 is due 
to the stretching modes of (W=O) terminal bond present 
in the octahedron of  WO3 [27]. The band ʋ1 at 775  cm−1 
arises from vibrations of the  WO2 entity present in the  W2O8 
groups. Xing et al. [28] reported similar absorption bands for 
 NiWO4. Therefore, the XRD, FT-IR, and Raman characteri-
zation studies of  NiWO4 material are consistent.

The surface texture of  NiWO4 film electrode was investi-
gated using FE-SEM (Fig. 2a, b) at magnifications of 3000X 
and 10,000X. It can be seen that particles are combined to 
form clusters, resulting in porous structures with large open-
ings and voids in between. The simultaneous processes of 
nucleation and particle growth are the leading causes behind 
such porous morphology. The porous nature of the material 
allows the diffusion of electrolyte ions, providing a substan-
tial active site for catalytic application. Hence, the fast elec-
tron transfer rate can be enhanced due to porous active sites 

(5)D =
0.9�

β cos �

present on the electrode surface [11]. The specific surface 
area was calculated using the BET sorption study, and it is 
observed to be 25  m2  g−1 (supporting information, Fig. S2). 
The BET study was supported to confirm the porous mor-
phology of  NiWO4 material. The EDS of  NiWO4 is shown 
in Fig. 2c, and the inset displays the atomic percentage. The 
atomic ratio of Ni:W is 1:0.98, and that of Ni:O is 1:4.12, 
confirming the formation of  NiWO4.

The crystallographic structure of  NiWO4 material is ana-
lyzed using HR-TEM, which is presented in Fig. 3a–c. In 
the HR-TEM images, cluster nanoparticles were observed, 
which is similar to the FE-SEM images. The crystallo-
graphic planes (011) and (100) of  NiWO4 show interplanar 
distances of 0.37 and 0.46 nm, respectively, as shown in 
Fig. 3d, e. Also, Fig. 3f shows the selected area electron 
diffraction (SAED) pattern of  NiWO4 material. The crys-
tallographic planes (030), (200), and (121) of monoclinic 
 NiWO4 correspond to interplanar distances of 0.29, 0.22, 
and 0.14 nm, respectively. The predicted interplanar distance 
from XRD studies is coherent with HR-TEM and SAED pat-
terns, which confirm that the obtained  NiWO4 material has 
a monoclinic crystal structure.

The XPS analysis was performed to examine the ele-
mental configuration and oxidation states of  NiWO4 film 
electrode. Figure 4a shows the full-range XPS spectrum, in 
which Ni, W, and O can be seen clearly. Figure 4b denotes 
the XPS spectrum of Ni2p, which deconvoluted into  Ni2p3/2 
and  Ni2p1/2 at binding energies of 642.3 and 653.9 eV, 
respectively. These binding energies indicate Ni is in the + 2 

Fig. 2  The FE-SEM images at a 3kX and b 10kX magnifications and 
c EDX spectrum of  NiWO4 (inset shows elemental composition of 
 NiWO4)
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bound state. The energy separation (17.7 eV) between the 
two states of  Ni2p3/2 and  Ni2p1/2 is well followed in the lit-
erature [29]. The two satellite peaks were detected in the 
XPS spectrum of Ni2p at binding energies of 863.8 and 
881.5 eV [30]. The W4f peak deconvoluted into two  W4f5/2 
and  W4f7/2 peaks at binding energies of 37.42 and 35.27 eV, 
respectively. Therefore, W is confirmed in the + 6 chemical 
state, as shown in Fig. 4c. The separation energy of 2.15 eV 
between the two states is described in the literature. Besides, 
O1s spectrum at 530.73 eV represents metal–oxygen bond-
ing, as shown in Fig. 4d [31]. The XRD and FT-IR analyses 
supported the XPS result and confirmed that the synthesized 
material is  NiWO4.

4  Enzymeless glucose detection

The CV study was performed at different scan rates 
(10–100 mV/s) by varying the applied potential between 
0.15 and 0.65 V vs. Hg/HgO, as shown in Fig. 5a. The cur-
rent response depends on scan rates, and oxidation peak 
potentials shift towards the positive and reduction peak 
potentials towards the negative side as scan rates increase. 

This result indicates a diffusion-controlled mechanism at 
the surface of the electrode due to easy electron transfer 
between the catalytic material and the supporting electrode. 
This film electrode displays a pair of asymmetric behav-
iors in the positive potential region at anodic peak current 
 (Epa) = 0.6 mV and cathodic peak current  (Epc) = 0.45 mV. 
The redox peak current density was linearly correlated to 
the square root of the scan rates (Fig. 5b). The potentials 
 Epa and  Epc correspond to interchanges of Ni(II) to Ni(III) 
and vice-versa are observed. As aforementioned, it confirms 
the further viability of  NiWO4 nanostructure for enzyme-
less glucose measurement. Therefore, the CV study was 
performed in different glucose concentrations from 0.5 
to 2.5 mM at a fixed scan rate (20 mV/s). The successive 
addition of 0.5 mM glucose concentration in the supporting 
electrolyte significantly increased the anodic peak current 
response was increased, as depicted in Fig. 5c. The linear 
rise in current density with successive additions of glucose 
between the working and counter electrodes. Also, five dif-
ferent CVs with various glucose concentration studies were 
performed under the same condition, and it is concluded that 
the current response of five electrodes with glucose concen-
tration studies is evidently the same as shown in supporting 

Fig. 3  a–e High-resolution TEM images and f SEAD pattern of  NiWO4 material
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Fig. 4  a Survey spectrum, b 
 Ni2p spectrum, c W4f spectrum, 
and d oxygen (O) spectrum of 
 NiWO4

Fig. 5  a The CV curves 
of  NiWO4 electrode at 
various scan rates from 10 to 
100 mV  s−1, b graph of current 
density vs. square root of scan 
rate, c the CV curves with and 
without glucose concentra-
tion at the fixed scan rate of 
50 mV  s−1, and d graph of 
anodic peak current response 
vs. different glucose concentra-
tions along with error bar
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information (Fig. S3). From this study, the excellent non-
enzymatic electrocatalytic activity of  NiWO4 catalyst was 
observed. The correlation coefficient and error bar were cal-
culated at anodic peak current density, and the correlation 
coefficient was found to be 0.9993, as shown in Fig. 5d. The 
rise in current response to increasing glucose concentrations 
involved a pair of redox reactions of nickel species expressed 
in the form of reactions [18, 19].

The above reaction mechanism represents Ni(II) ions con-
verted into Ni(III) oxidation state in the alkaline medium 
during the anodic scan. Alteration of redox behavior may 
improve electrocatalytic non-enzymatic glucose measure-
ment activity. In this context, the existence of  WO4

2− poly-
anions in the  NiWO4 electrode material helps to promote 
higher electrical conductivity [19]. Also, NiOOH works as 
an electron transfer mediator, which leads to the oxidizing 
glucose molecules to gluconolactone. Further, the gluco-
nolactone molecule is converted into gluconic acid by the 
hydrolyzing process. Thus, this electrode increases the 
kinetic behavior of the anodic signal after the addition of 

(6)Ni(OH)2 + OH−
→ NiOOH + H2O + e−

(7)NiOOH + C6H12O6 + e− → Ni(OH)2 + C6H10O6

(8)C6H10O6 → C6H12O7

glucose molecules. Then, an additional glucose molecule 
blocks the active pore sites present in the electrode material, 
thereby saturating the current response.

The i-t amperometric study was performed with  NiWO4 
film electrode at an optimized working potential of 0.64 V 
vs. Hg/HgO in an aqueous 0.5 M KOH electrolyte under 
constant stirring (300 rpm). The current response observed 
during the addition of glucose concentration is depicted in 
Fig. 6a. The five different experiments were performed in the 
same conditions as shown in supporting information (Fig. 
S4). The stepwise increase in current response is observed 
upon increasing the glucose concentrations from 25 to 
325 μM. Therefore, a correlation was observed between the 
successively increased current steps with respect to glucose 
concentration from 25 to 325 μM.

The analytical performance of  NiWO4 electrocatalyst 
compared with previous reports (Table 1) indicates that 
 NiWO4 electrode is better than other electrodes. Moreover, 
the nanocrystalline nature of  NiWO4 film electrode provided 
fast electron transfer rates during the oxidation of glucose. 
Figure 6b displays the calibration curve of step current 
response and linear concentration range that exhibits kinetic 
behavior, sensitivity, and detection limit. The sensitivity (S) 
and limit of detection (LOD) were calculated from S = slope 
of calibration curve/electrode surface area, and LOD = σ × 
SD/m, respectively; where ‘σ’ is the signal-to-noise ratio 
(S/N = 3), ‘SD’ is the standard deviation, and ‘m’ is the 
slope of the calibration curve. The prepared electrocatalyst 

Fig. 6  a Response of current 
density vs. time measurement 
at the potential of + 0.64 V/
Hg/HgO, b calibration curve, 
c anti-interference study, and 
d long term stability graph of 
during 1800s by adding 100 μM 
glucose concentration
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exhibited remarkable electrocatalytic performance thereof 
sensitivity (9731 μA  mM−1  cm−2) and LOD 0.28 μM. The 
efficient sensitivity response was attributed to excellent elec-
trocatalytic activity towards glucose molecules.

The two main important characteristics of electrocatalytic 
enzymeless glucose sensing are determining the glucose 
concentration at the lowest surface area and enhancing long-
term stability. Various analytes are present in human blood 
samples that can interfere during glucose detection, and they 
are strong oxidizing agents. The main interfering species 
fructose, lactose, ascorbic acid, urea, sodium chloride, and 
dopamine generally present with glucose molecules. Hence, 
the selectivity study was important for the identification of 
proper glucose molecules. In this study, successive addition 
of 250 µM interfering species towards glucose molecules 
under the constant stirring in a freshly prepared 0.5 M KOH 
electrolyte is carried out, as shown in Fig. 6c. From this 
result, no significant current appeared except for glucose 
sensing response. Furthermore, the long-term stability of 
 NiWO4 film electrodes was investigated towards glucose 
molecules. Figure 6d shows with and without glucose con-
centration (0.5 mM) for the time interval of 1800s, indicat-
ing that this electrode possesses excellent stability retention 
of 102.66% after 1800s.

The glucose level present in human samples were meas-
ured using  NiWO4 electrocatalyst. For the measurement of 
current response during the oxidation of glucose molecules, 
i–t amperometric method was used. First, the blood samples 

were collected from the blood bank and stored in an ice bath 
before the experiment. Then, the 5 and 10 μM glucose con-
centrations were added into the human blood samples. The 
recovery rate was calculated for three blood samples, which 
were observed to be between 98.02 and 101.4%. The rela-
tive standard deviation was in acceptable range through five 
repetitions. Recovery and the relative standard deviation are 
mentioned in Table 2. Thus, the prepared electrode catalyst 
can be reliable and highly sensitive for glucose detection 
from human blood samples.

5  Electrocatalytic performance analysis

The electrocatalytic performance of  NiWO4 electrode was 
used for HER application and evaluated through polarization 
curves at 1, 5, 10, 20, 30, 40, and 50 mV  s−1 (Fig. 7a). All 
polarization curves are iR-corrected. The overpotential was 
measured at 100 mA  cm−2 current density, which negligibly 
changed from the potential of 0.73–0.74 V vs. RHE as the 
scan rate changed from 1 to 50 mV  s−1. The overpotential 
values calculated using a scan rate of 1 mV  s−1 at a current 
density of 10 mA  cm−2 and 100 mA  cm−2 were 0.17 and 
0.73 V vs. RHE/V, respectively. The value of onset poten-
tial (0.73 V vs. RHE) is lower than the previously reported 
Ni-based electrocatalysts summarized in Table 3. For com-
parison, the polarization curves of Pt and SS at the scan 
rate of 1 mV  s−1 are shown in Fig. 7b. The overpotential 

Table 1  Literature survey of  NiWO4 for non-enzymatic electrochemical glucose sensor

Sr. No Electrode materi-
als

Preparation 
methods

Sensitiv-
ity (μA 
 mM−1  cm−2)

Linear range (mM) LOD (µM) Working 
potential 
(V)

Electrolyte References

1 NiWO4 Electrodeposition 1200 0.0005–0.280 0.15 0.6 0.1 M
KOH

[18]

2 NiWO4 Hydrothermal 269.6 0.006–0.0041 0.18 0.55 0.1 M NaOH [19]
3 NiO Hydrothermal 400.29 Up to 2.2 1 0.6 0.1 M NaOH [32]
4 NiO Hydrothermal 724 0.050–3 10 0.6 0.15 M NaOH/ 

0.1 M KCl
[33]

5 NiO Hydrothermal 1618.4 0.25-3.75 2.5 0.37 0.1 M NaOH [34]
6 NiO Hydrothermal 2739.5 0.075–3.837 0.75 0.47 0.5 M NaOH [35]
7 NiO coordinating 

etching and 
precipitating

1323 0.0025–1.10 0.32 0.6 0.1 M NaOH [36]

8 NiO Sonoelectrochem-
istry

206.9 0.1–10 1.16 0.55 0.1 M KCl + 0.5 M 
NaOH

[37]

9 NiO laser-induced oxi-
dation procedure

5222 0.005–1.1 3.31 0.6 0.1 M NaOH [38]

10 NiCo2O4 Hydrothermal 4120 0.001–0.63 0.5 0.5 0.1 M NaOH [39]
11 NiCo2O4 Hydrothermal 4710 0.001–0.88 0.063 0.4 0.1 M NaOH [40]
12 NiCo2O4 Electrodeposition 387.1 0.01–21 1 0.45 0.1 M NaOH [41]
13 NiWO4 SILAR 9731 0.0025–0.325 0.28 0.5 0.5 M

KOH
This work
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Table 2  The glucose level 
measurement from three 
different human blood samples 
using  NiWO4 catalyst

Human 
blood

Samples Added (µM) Founded (µM) Our method 
(µM)

Recovery (%) RSD (%)

a 1 5 13.40 8.31 98.90 1.42
2 10 18.14 8.19 100.6 2.07

b 1 5 12.18 7.05 98.18 2.65
2 10 19.56 9.40 98.32 2.29

c 1 5 10.41 5.49 101.4 3.02
2 10 16.58 6.45 98.02 3.34

Fig. 7  a The LSV polarization 
curves at different scan rates, 
b the LSV polarization curves 
of SS,  NiWO4, and Pt at a scan 
rate of 1 mV  s−1, c Tafel plots, 
and d chronoamperometry 
test at the potential of 0.93 
vs RHE/V of  NiWO4 electro-
catalysts

Table 3  Literature survey of  NiWO4 catalyst for hydrogen evolution reaction

Catalysts Preparation method Electrolyte Over potential (mV)@current 
density (mA  cm−2)

Tafel slope (mV 
 dec−1)

References

Ni3S2 Sulfurization method 0.1 M KOH 158@10 83 [41]
Ni0.9Fe0.1/NC Hydrothermal 1 M KOH 231@10 111 [43]
Ni3S2 /NF Hydrothermal 1 M KOH 170@10 91 [44]
MoS2-Ni3S2 HNRs/NF Hydrothermal 1 M KOH 98@10 61 [45]
Co-Ni3N Hydrothermal 1 M KOH 194@10 156 [46]
Ni3FeN Hydrothermal 1 M KOH 238@10 46 [47]
Ni3N/NF Calcination 1 M KOH 121@10 109 [48]
NiO/Ni-CNT CBD + annealing 1 M KOH 86@10 82 [49]
NiMo3S4 Anion exchange route 0.1 M KOH 98@10 252 [50]
NiFe LDH NiSe/NF Hydrothermal 1 M KOH 276@100 70 [51]
NiWO4 SILAR 0.5 M KOH 171@10 70 This work



 S. B. Jadhav et al.

1 3

  524  Page 10 of 12

value for Pt at 100 mA  cm−2 is 0.29 V vs. RHE. The LSV 
curve indicates that the overpotential value for SS is higher. 
Compared to  NiWO4, a higher value for overpotential for SS 
confirms a fast catalytic kinetics response from  NiWO4. But 
the overpotential value for Pt is less than that for  NiWO4. 
The Tafel plot was used to evaluate the intrinsic catalytic 
kinetics properties (Fig. 7c). The Tafel slope for  NiWO4, 
SS, and Pt are 70, 188, and 36 mV  dec–1, respectively. The 
smaller value of the Tafel slope shows fast catalytic kinet-
ics for HER on  NiWO4 electrode. For practical application, 
electrocatalyst requires long-term stability towards  H2 pro-
duction. The overpotential of 0.7 E (V vs. RHE) remains 
the same after 48 h of durability at the current density of 
100 mA  cm−2 (Fig. 7d).

The ECSA was calculated from the CV curves (Fig. 8a) 
performed in a non-faradaic potential range between 1.11 
and 1.21 E (V vs. RHE). The slope of the graph of capacitive 
current density and scan rate gives the value of the param-
eter used for the calculation of ECSA, as shown in Fig. 8b. 
The different five experiments were performed to observe 
the repeatability of the  NiWO4 electrode. It is evidently 
concluded that the  NiWO4 electrode showed nearly equal 
performance as shown in Fig. S5 (supporting information). 
For  NiWO4, the average value of 24.9  cm2 of ECSA reveals 
the origin of excellent catalytic activity for HER (Fig. 8c). 
The semicircle-like structure was observed in a middle-fre-
quency range in the Nyquist plot of  NiWO4 (Fig. 8d). The 
Zview EIS data analysis software was used to investigate 

fitted experimental data analysis. The lower values of series 
resistance Rs of 0.68 Ω  cm−2 and charge transfer resistance 
Rct of 43.7 Ω  cm−2 are due to the direct growth of material 
on conducting substrate. The Nyquist plot was fitted with an 
electrical circuit, shown as the inset of Fig. 8d. This electri-
cal circuit consists of Rs, Rct, W, and Cdl.

The overall electrochemical water splitting capabilities of 
 NiWO4 electrocatalyst were measured using a two-electrode 
system. Steady-state polarization curves with iR-correction 
of water breaking at 1 mV  s−1 scan rate, indicate an onset 
potential of about 1.82 V to achieve 100 mA  cm−2, as shown 
in Fig. 9a. The stability of  NiWO4 film electrode was studied 
using chronoamperometric method at 1.82 V for 48 h by a 
current density of 100 mA  cm−2 (Fig. 9b). The current den-
sity remains at 100 mA  cm−2 after 48 h, confirming superior 
stability of  NiWO4 for overall water splitting. The present 
electrocatalyst can be potentially applicable to hydrogen 
production. The captured water splitting is provided in the 
supporting information. From this video, it is concluded that 
hydrogen production is possible for different uses.

6  Conclusions

The nanocrystalline  NiWO4 electrocatalyst is found to be 
potentially applicable for dual purposes. The SILAR tech-
nique was used to successfully synthesize  NiWO4 electrocat-
alyst. The nanocrystalline electrocatalyst showed exceptional 

Fig. 8  a The CV curves in 
non-faradaic potentials at 
various scan rates, b plot of 
current density vs. scan rate at 
the potential of 1.150 vs. (Hg/
HgO)/V, c) the ECSA study of 
different electrodes, and d the 
Nyquist plot of  NiWO4
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sensitivity of 9731 μA  mM−1  cm−2 within the linear range 
from 25 to 325 μM. The LOD was found to be 0.28 μM 
with desirable stability and selectivity performance. The 
electrocatalyst also demonstrated a 171 mV overpotential 
at 10 mA  cm−2 with the lowest Tafel slope of 70 mV  dec−1 
for HER. Furthermore, the chronopotentiometry measure-
ment at 100 mA  cm−2 over 24 h exhibited 97% retention of 
HER activity with an ECSA of  NiWO4 film was 25.5  cm2. 
Therefore,  NiWO4 electrode catalyst can be applicable for 
enzymeless glucose detection and hydrogen production.

Supplementary Information The online version contains supplemen-
tary material available at https:// doi. org/ 10. 1007/ s00339- 023- 06798-5.
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a b s t r a c t   

For practically feasible water splitting to fulfill the need of energy, the development of efficient, robust and 
long lasting catalyst is necessary. Transition metal compounds facilitates the good catalytic properties due 
to facile transition of their oxidation states. We here reported a novel process for the synthesis of novel 
material as cobalt doped iron phosphate thin films. The pristine iron phosphate thin films have synthesized 
by regular facile hydrothermal method and to achieve doping of the cobalt into iron phosphate, second step 
hydrothermal ion-exchange process was used. The as synthesized cobalt doped iron phosphate thin film 
electrode exhibits excellent electrochemical OER and HER catalytic water splitting performance. The pre-
pared material was demonstrated by two electrodes overall water splitting electrolyzer in alkaline medium 
at lowest potential of 1.72 V to deliver 10 mA/cm2 current density after 4 days’ continuous water splitting 
test. The outstanding catalytic stability proved 0.4 Co:FePi thin film electrodes are robust water splitting 
electrocatalyst. 

© 2021 Elsevier B.V. All rights reserved.    

1. Introduction 

Upon looking at the present scenario of the energy generation 
and consumption, an eye capturing fact can be realized that we need 
greater energy than what we have today. It is the necessity to pro-
duce energy from green and sustainable energy resources to main-
tain our benign environment and future from the energy crisis, 
global warming and environmental pollution. Hydrogen is one of the 
best energy sources from clean and green energy sources, and is 
expected to play a major role in a future sustainable energy sector  
[1,2]. Hydrogen from energy sources such as solar or wind electricity 
is the clean production of energy, also the storage of energy in the 
clean form as a standby during the ups and downs of solar and wind 
power. Electrochemical water splitting is an effective technique to 
convert electrical energy into chemical energy in the form of hy-
drogen by using proper catalyst electrode. Electrochemical water 
splitting is the combined reaction of two half reactions as oxygen 
evolution reaction (OER) and complimentary hydrogen evolution 
reaction (HER). These reactions of water splitting (OER and HER) are 
constrained by the rate determining sluggish four electron coupled 
proton transfer process and hence have low conversion efficiency  

[3–5]. At present, the best electrocatalysts with high efficiency are 
the state-of-the-art materials as platinum, ruthenium/iridium based 
oxides which are widely used. The best electrocatalyst for HER is 
platinum, which only requires onset overpotential of nearly zero. But 
the commercial use of these state-of-the-art catalyst materials is 
limited by their scarcity, high cost, large overpotentials at high 
current densities and poor stability [6]. Many researchers are in-
terested and engage in the development of alternative cost-effective, 
non-noble metal and highly stable electrocatalysts for efficient 
overall water splitting. Variety of new non-noble metal based cata-
lysts are under research and development process. First row (3d) 
transition metal based materials have good catalytic properties due 
to facile transition of their oxidation states. Transition metal based 
materials such as, transition metal-transition metal alloys (TMAs), 
transition metal oxides (TMOs), transition metal nitrides (TMNs), 
transition metal dichalcogenides (TMDs), transition metal phos-
phides (TMPs), transition metal carbides (TMCs), transition metal 
borides (TMBs), etc. are playing leading role in water splitting [7]. 
Few reports are available on transition metal phosphate electrode 
materials for electrochemical water splitting. Transition metal 
phosphates play an important role by facilitating adsorption and 
stabilizing active centers, also phosphate ligands give the favorable 
conditions for electrolyte ion adsorption and oxidation by distorting 
local atomic geometry and facilitating the oxidation of metal atoms 
during proton coupled electron transfer [8]. 
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Compounds of transition metals such as Ni, Co, and Fe are out-
standing electrocatalysts for water splitting. Doping of these metals 
could appreciably boost the catalytic activity which delivers high 
current density and lowers the overpotential by improving the 
electrical conductivity and metal-to-metal partial-charge-transfer 
activation process and the reduction of adsorption energy on the 
surface [9]. Due to similar atomic structure of 8/VIII, 9/VIII and 10/ 
VIII subgroup elements, doping of Ni, Co, and/or Fe is advantageous 
to keep the original morphology and surface of the transition metal 
compounds. Cobalt based materials have their existence as catalyst 
for water splitting from long duration [10]. Cobalt-based oxygen 
evolving catalysts are exceptional since they have various ad-
vantages such as they operate safely with high activity under benign 
conditions, they are tough, self-healing, and can deposited on variety 
of conducting substrates [11]. The benefit behind the use of cobalt 
into the catalyst materials is that the involvement of Co2+, Co3+, and 
likely Co4+ oxidation states in the redox cycles of O2/H2O at cobalt 
centers which can enhance the oxygen evolution reaction (OER) 
efficiency [12]. 

In the present study, we have investigated the synergistic effect 
of cobalt doping in iron phosphate thin films on electrochemical 
water splitting performance. Herein, pristine iron phosphate thin 
films were prepared on stainless steel (SS) substrates by facile hy-
drothermal method and then cobalt was doped by the ion-exchange 
process using second step hydrothermal. SS substrates are highly 
conducting, inexpensive, easily available and non-reacting than the 
other substrates like carbon cloth, copper foil, titanium or nickel 
foam. As compared to the SS substrates, the nickel foam, carbon 
cloth, copper foil, titanium mesh shows their own response to the 
electrochemical water splitting and hence the observed performance 
is due to the synergistic effect between active material and the 
substrate material [13–19]. Also, SS is very stable in acidic and al-
kaline media hence, it is used as substrates for present study. The 
prepared thin film electrodes were characterized by different phy-
sico-chemical techniques to identify compositional, structural, 
morphological, and electrochemical properties. The electrochemical 
analyses as OER and HER are carried out in 1 M KOH and 1 M H3PO4 

electrolytes, respectively. Particularly, 0.4 Co:FePi thin film electrode 
show the lowest overpotential of 266 mV for the current density of 
10 mA/cm2. After 10 h continuous catalytic OER, Co:FePi thin film 
electrode show more than 99% catalytic activity. Also, for HER the 
same material electrode show outstanding performance with 
82.3 mV overpotential at 10 mA/cm2 current density and around 
100% catalytic stability after 10 h continuous catalysis. The overall 
water splitting stability test was performed for 4 days in alkaline 
medium and achieved lowest potential (1.72 V) at 10 mA/cm2 cur-
rent density after test. 

2. Experimental section 

2.1. Materials used and substrate cleaning 

All the required chemicals and materials such as ferric chloride 
(FeCl3), sodium nitrate (NaNO3), potassium dihydrogen orthopho-
sphate (KH2PO4) and cobalt chloride (CoCl2) of analytical reagent 
grade were purchased from Sigma-Aldrich and used as it was 
without any further purification. 1 cm × 6 cm sized stainless steel 
(SS) (304 grade) was purchased from local market and used as a 
conducting substrates. The SS substrates were cleaned by polishing 
with zero grade polish paper, rinsed by doubly distilled water (DDW) 
several times and then ultrasonicated for 10 min in the solution of 
ethanol and DDW. After 10 min ultrasonication, the cleaned sub-
strates were dried and used for further reactions. 

2.2. Synthesis of pristine iron phosphate thin films 

The pristine iron phosphate thin films were synthesized by facile 
hydrothermal method as procedure followed previously [8]. For this 
synthesis, ferric chloride (FeCl3) 0.1 M and potassium dihydrogen 
orthophosphate (KH2PO4) 0.15 M were used as precursors of iron 
and phosphate, respectively and sodium nitrate (NaNO3) 0.5 M was 
used as oxidizing agent. 60 ml solution was prepared as continuous 
stirring with one by one addition of above chemicals in DDW. The 
prepared solution transferred in 100 ml Teflon liner and thoroughly 
cleaned SS substrates were kept vertically in the solution. The liner 
was closed, kept in SS vessel and completely sealed by nut-bolt fit-
ting. The prepared hydrothermal bomb was kept in laboratory oven 
at 130 °C for 14 h. After 14 h, bomb was cooled naturally, and pristine 
iron phosphate deposited thin films were removed from Teflon liner 
and washed severally by DDW and dried naturally at ambient tem-
perature. The as synthesized pristine iron phosphate thin films 
marked as ‘0.0 Co:FePi’ and were used as it is for further doping 
process. 

2.3. Synthesis of cobalt doped iron phosphate thin films 

For the cobalt doping in iron phosphate thin films, iron phos-
phate thin films were kept into the beakers of cobalt chloride so-
lutions of different concentrations (0.1, 0.2, 0.3, 0.4 and 0.5 M) and 
denoted as ‘0.1 Co:FePi’, ‘0.2 Co:FePi’, ‘0.3 Co:FePi’, ‘0.4 Co:FePi’, and 
‘0.5 Co:FePi’, respectively. These beakers were kept in hydrothermal 
autoclave and heated at 120 °C for 4 h which allow the cobalt ions to 
diffuse into the pores and voids of iron phosphate. The doping has 
done by the ion-exchange process and Fe atoms partially substituted 
by the Co atoms. After the completion of reaction, samples were 
removed from autoclave and washed severally by DDW. The pre-
pared thin films were dried naturally in ambient temperature and 
used for the physico-chemical characterizations and also for elec-
trochemical testing. The photographs of the as deposited thin film 
catalysts are shown in Fig. S1 (See Electronic Supporting Informa-
tion (EIS)). 

2.4. Characterizations 

The X-ray diffraction (XRD) patterns of the samples were col-
lected from the Rigaku Miniflex 600 (Cu-Kα, λ = 1.5406 Å) in the 2θ 
range 10–70°. Molecular bond vibrational spectra of the prepared 
samples were analyzed by Fourier Transform Infrared Spectroscopy 
(FTIR) using alpha (II) Bruker spectroscope in the wavenumber range 
400–4000 /cm. N2 adsorption-desorption isotherms were char-
acterized for surface analysis as surface area and pore size using 
Belsorp II mini. Chemical composition and surface morphology were 
observed by Field Emission Scanning Electron Microscope (FESEM, 
JEOL JSM-6500F). With microfocus monochromatic Al Kα X-ray, 
electronic structure information probed by X-ray photoelectron 
spectrometer (XPS, Thermo Scientific Inc. K-alpha). 

2.5. Electrochemical characterizations 

ZIVE MP1 electrochemical workstation used to analyze electro-
chemical properties of the prepared materials in standard three 
electrode electrochemical cell. Prepared materials coated SS sub-
strates were used as working electrode, platinum metal plate and a 
saturated calomel electrode (SCE) (saturated KCl) were used as a 
counter and reference electrodes, respectively. 1 M KOH (pH = 13.7) 
and 1 M H3PO4 (pH = 1.5) solutions were used as electrolytes to 
measure OER and HER activities. All the applied potentials were 
converted in terms of reversible hydrogen electrode (RHE) potentials 
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from SCE by the equation: = + × +V V 0.059 pH 0.241RHE SCE . The 
cyclic voltammetry (CV) was performed in the potential window 
1.05–1.6 V vs RHE at 50 mV/s scan rate. The linear sweep voltam-
metry (LSV) at 1 mV/s scan rate in the potential window 1.05–1.75 V 
vs RHE (for OER) and 0.33 to −0.85 V vs RHE (for HER) implemented 
to measure electrochemical catalytic response. The electrochemical 
impedance spectroscopy (EIS) was made in frequency range of 0.1 
MHz–100 mHz with an amplitude of 10 mV. To study the durability 
of the catalyst material electrodes, the chronoamperometry tests 
were performed at the overpotentials. The overpotential η (V) cal-
culated by the Eq. (1) as: 

= V 1.23RHE (1) 

where VRHE (V) is the potential in terms of reversible hydrogen 
electrode (RHE). 

Overall water splitting was studied using two electrode system, 
where deposited material electrodes were used as both an anode 
and cathode in 1 M KOH electrolyte. LSV polarization curves were 
recorded at 1 mV/s scan rate in the potential window of 0–2.2 V. 
Long term overall catalytic water splitting stability was performed 
by chronoamperometry at 1.8 V potential for continuous 4 days in 
alkaline bath. 

3. Results and discussion 

3.1. Structural analysis 

Fig. 1(A) shows the XRD patterns of pristine iron phosphate (0.0 
Co:FePi) thin film deposited by first step hydrothermal method and 
cobalt doped iron phosphate (Co:FePi) thin films (0.1 Co:FePi, 0.2 
Co:FePi, 0.3 Co:FePi, 0.4 Co:FePi and 0.5 Co:FePi) synthesized by 
second step hydrothermal ion-exchange processing in CoCl2 bath on 
SS substrates. XRD patterns matched and indexed with the standard 
data JCPDS card 96-900-1208 confirms the formation of tetragonal 
lipscombite iron phosphate (Fe11.78P8O40) (space group P 41 21 2, 
a = b= 7.31 Å, c = 13.2120 Å, α = β = γ = 90º). The peak marked with star 
(*) indicates diffraction form SS substrate. Patterns suggesting that 
the phase of the synthesized materials does not change due to cobalt 
doping. The dominant peak (1 1 3) in all samples indicates the major 
crystal growth along the same plane of lipscombite. It is observed 
that, there is no any other phase formation rather than lipscombite 
iron phosphate (Fe11.78P8O40). The intensity of the prominent peak (1 
1 3) goes on decreasing and contrarily the broadening with the in-
crease in Co doping concentration as shown in the resolved XRD 
(Fig. 1(B)). The broadening of the peaks and dislocations within 
crystals may occur due to the inhomogeneous strain developed by 
the guest atoms within crystallites. This decrease in peak intensity 
and increase in peak width reveals that, there is decrease in crys-
tallite size with increase in doping concentration. The shift in the 
peaks from the peak position of pristine 0.0 Co:FePi material is ob-
servable in all diffraction patterns (tabulated in Table S1) for cobalt 
doping (0.1 Co:FePi, 0.2 Co:FePi, 0.3 Co:FePi, 0.4 Co:FePi and 0.5 
Co:FePi) as shown in Fig. 1(B). The microstructural properties as 
microstrain and dislocation density were calculated and given in ESI 
(See Supporting Information). The existence of internal microstrain 
can easily induce the formation of defect centers [20]. It is attributed 
that, increase in microstrain and dislocation within the crystal (Fig. 
S2) can induce the crystal compactness and hence the shift in peak 
position towards higher angle. 

3.2. FTIR vibrational analysis 

Fourier transform infra-red spectroscopy was performed in the 
wavenumber range 400–4000 /cm for the analysis of molecular 
bonds present and intermolecular vibrations in the prepared mate-
rials. Fig. 1(C) shows the FTIR spectra of pristine iron phosphate and 

0.4 Co:FePi thin films. The absorption band at 462 /cm in the spectra 
belongs to the phosphate asymmetric stretching (ν2) vibrations. The 
sharp absorption at 603 /cm reveals the phosphate bending mode 
(ν4) vibrations. A small absorbance at 775 /cm was committed to the 
stretching of P-O-P linkages [21–23]. The broad band composed with 
two absorption bands wise 932 /cm and 1062 /cm revealed the 

Fig. 1. Structural information of the cobalt doped iron phosphate catalysts: (A, B) 
X-ray diffraction patterns of hydrothermally synthesized pristine 0.0 Co:FePi and 
hydrothermally doped 0.1 Co:FePi, 0.2 Co:FePi, 0.3 Co:FePi, 0.4 Co:FePi and 0.5 Co:FePi 
thin films on SS substrates, (C) FTIR spectra of pristine 0.0 Co:FePi and 0.4 Co:FePi. 
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symmetric stretching (ν1) and asymmetric stretching (ν3) vibrations, 
respectively of PeO bonds. The shrill band at 1631 /cm and broad 
band at 3354 /cm are attributed to the absorption due to surface 
adsorbed water by the material. 

3.3. N2 adsorption-desorption isotherm analysis 

Material surface area, pore structure and pore size distribution of 
pristine (0.0 Co:FePi) and doped (0.4 Co:FePi) samples were analyzed 
by nitrogen adsorption-desorption isotherm. As plotted in Fig. S3(A), 
the high hysteresis at ρ/ρ̥ = 0.45 and minor N2 adsorption at ρ/ρ̥ = 0.4, 
revealed that the most porosity prompted from the mesopores. The 
isotherms of pristine (0.0 Co:FePi) and doped (0.4 Co:FePi) materials 
can be categorized as Brunauer–Emmett–Teller (BET) having type-IV 
isotherm shape which contains mesoporosity and has a high ad-
sorption energy [24]. The hysteresis loop of both the samples cor-
responds to the type-H2 according to IUPAC taxonomy which 
designates the existence of regimented pores with narrow and wide 
sections and integrated channels [25]. With the fitting analysis by 
BET equations, the surface area of ~53.43 m2/g for the 0.0 Co:FePi 
sample and ~22.56 m2/g for the 0.4 Co:FePi sample are observed. It is 
observed that, surface area of the 0.4 Co:FePi is smaller than the 0.0 
Co:FePi. The pore size distribution of the prepared materials is cal-
culated using Barrett–Joyner–Halenda (BJH) method. The pore size 
distribution curves of 0.0 Co:FePi and 0.4 Co:FePi materials are 
shown in Fig. S3(B), from which it is observed that the narrow dis-
tribution of pores with pore diameters ~14.03 nm (for 0.0 Co:FePi) 
and ~10.64 nm (for 0.4 Co:FePi), confirming the formation of me-
soporous structure. From the pore volume, it is observed that, after 
cobalt doping, pore volume reduced from 0.034 cm3/g (0.0 Co:FePi) 
to 0.028 cm3/g (0.4 Co:FePi). This reveals that, the diffused cobalt 
atoms through the mesopores may also get deposited at the inner 
surface of the pores. This cobalt diffusion reduces the pore diameter 
and pore volume but their synergy may enhance electroactive sites. 

3.4. X-ray photoelectron spectroscopy (XPS) analysis 

X-ray photoelectron spectroscopy (XPS) measurement was car-
ried out to analyze the valance states of the elements present in the 
prepared samples. Fig. 2 shows the XPS spectra of pristine iron 
phosphate thin film. The survey scan spectrum reveals the presence 
of P, C, O and Fe elements as shown in the Fig. S4(A) in Electronic 
Supporting Information (ESI). The high resolution spectrum of Fe2p 
was deconvoluted and observed in four contributing peaks in which, 
two main peaks at 712.83 eV and 726.34 eV mentioned as Fe2p3/2 

and Fe2p1/2, respectively and corresponding two satellite peaks at 
714.68 eV and 728.38 eV (Fig. 2(A)). It proves that the presence of Fe 
in pristine iron phosphate is in the Fe2+ electronic state [26,27]. As 
shown in Fig. S4(B), the photoelectron spectrum for P2p is split into 
two different peaks at 132.12 eV (P2p3/2) and 134.18 eV (P2p1/2) 
which can be attributed to the phosphate group (PeO) and metal- 
oxygen-phosphorous (PeOeM) bond in phosphate series corre-
sponding to P5+ oxidation state [28,29]. The prominent peak of O1s 
observed in Fig. S4(C) present at 532.23 eV was split into two dif-
ferent peaks at 531.37 eV and 532.45 eV which are corresponding to 
the O and P-O bond in phosphate demonstrating the existence of 
phosphate group in pristine 0.0 Co:FePi thin films and surface ad-
sorbed water molecules, respectively [30], which is correlated with 
the results drown from FTIR. 

On the other hand, survey spectrum of 0.4 Co:FePi gives the 
presence of P, C, O, Fe and Co elements as shown in the Fig. S5(A). In  
Fig. 2(B), presence of Fe2+ electronic state of Fe element is confirmed 
by the Fe2p main peaks observed at 712.12 eV and 725.58 eV cor-
responding to Fe2p3/2 and Fe2p1/2 energy levels respectively, and 
two satellite peaks at 715.87 eV and 734.27 eV. Similarly, spectrum of 
Co2p at resolved scale is shown in Fig. 2(C), which reveals the 

presence of main peaks as Co2p3/2 at 781.47 eV and Co2p1/2 at 
797.40 eV and their corresponding satellite peaks at 785.79 eV and 
803.03 eV, respectively. Position of peaks confirms that the observed 
Co element is in Co2+ electronic state [31]. Sharp peak of P2p present 
at 133.04 eV (Fig. S5(B)) can be split into two distinct peaks as P2p3/2 

at 132.49 eV and P2p1/2 at 133.85 eV corresponding to P5+ oxidation 
state in phosphate group (PeO) and metal-oxygen-phosphorous 
(PeOeM) bond in phosphate series. The O1s main peak is composed 

Fig. 2. Electronic state determination of the cobalt doped iron phosphate catalysts: 
High resolution XPS spectra of (A) Fe2p in the sample 0.0 Co:FePi, (B) Fe2p in the 
sample 0.4 Co:FePi and (C) Co2p in the sample 0.4 Co:FePi. 
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of three distinct peaks located at 530.05, 531.05 and 532.11 eV as 
shown in Fig. S5(C). Deconvoluted peaks (530.05 and 531.05 eV) 
represent the O and P-O bonds in phosphate and the peak at 
532.11 eV related to the surface adsorbed water molecules [32]. 

3.5. Surface morphological and elemental analysis 

The surface morphology of the catalyst materials plays an im-
portant role in electrochemical behavior. Field emission scanning 
electron microscopy (FESEM) images at different magnifications of 
the prepared material electrodes are shown in Fig. 3. As stated ear-
lier, due to similar atomic structure, doping of Co is advantageous to 
keep the original morphology and surface of the transition metal 
compound like FePi. Low magnification (1000x) images revealed 
that all prepared pristine and doped materials are particle like, well 
covered and uniformly distributed over the SS substrates as shown 
in Fig. 3(A, D, G, J, M and P). In higher magnification (10000x) 
images, it is observed that the particles are spherical in nature and 
having size around 1–3 µm. By the closer view, it is observed that the 
surface of the spherical particles gets modified slightly. The surface 
roughness of particles, consisting of numerous indiscriminately 
packed particles with a sub-micron size, uniformly increases with 
the increase in doping concentration and it is maximum for the 0.4 
Co:FePi and 0.5 Co:FePi samples (Fig. 4(C, F, I, L, O and R)). It is easily 
observed that, there are few agglomeration sites formed in the 0.5 
Co:FePi sample due to higher concentration of CoCl2 during second 
step hydrothermal process. It can be predicted that, the present kind 
of morphology gives easy access of electrolyte to adsorption and 
electron transfer which is advantageous for electrochemical water 
splitting. By carrying the energy dispersive X-ray spectra (EDS) of 
pristine FePi and doped Co:FePi catalyst materials, it confirmed that 
in pristine FePi (0.0 Co:FePi) sample Fe, O and P elements and in 
doped Co:FePi (0.1 Co:FePi, 0.2 Co:FePi, 0.3 Co:FePi, 0.4 Co:FePi, and 
0.5 Co:FePi) samples Fe, Co, O and P elements are present as shown 
in Fig. S6(A–F). Additional observed peaks of element (Cr) are found 
from the surface of SS substrate. Table S2 gives the clear cut idea 
about the percentage of elements present in the prepared materials. 
The atomic percentages of the cobalt doping are observed as 0, 0.33, 
1.37, 1.75, 2.01 and 3.12. The metal to phosphorous ratio (M:P) is 
nearly the same (~3:2) for all prepared materials, which is in ac-
cordance with the material formula attained from JCPDS by 
matching XRD. The EDS elemental mapping of 0.4 Co:FePi sample is 
shown in Fig. S6(G). It is observed that, there is successful doping of 
Co into the FePi and the homogeneous distribution of Co, Fe, P, and O 
elements throughout the whole deposited coating without any 
aggregation at any specific site. 

3.6. Electrochemical catalytic performance analysis 

The tests of pristine FePi and cobalt doped Co:FePi material 
electrodes were carried out for the investigation of their electro-
chemical catalytic activity. The electrochemical water splitting in 
terms of oxygen evolution reaction (OER) and hydrogen evolution 
reaction (HER) are performed in 1 M KOH and 1 M H3PO4 electro-
lytes using three electrode system. As shown in Fig. 4(A), polar-
ization curves were plotted by carrying linear sweep voltammetry 
(LSV) experiments in the potential window range 1.05–1.75 V vs 
RHE at sweep scan rate of 1 mV/s for all electrode materials de-
posited on SS substrates. It is observed that, all curves exhibit si-
milar nature and persistent increase in current density with 
increase in doping concentration up to 0.4 (sample code: 0.4 Co:-
FePi) and decreases for further. Also, overpotential at 10 mA/cm2 

current density gives similar trend. The onsetpotentials of all ma-
terial electrodes have recorded and tabulated in Table S3. Lowest 
onset potential (227 mV) observed for 0.4 Co:FePi thin film elec-
trode. The lowest overpotential of 266 mV recorded at 10 mA/cm2 

current density and delivers maximum current density of 272 mA/ 
cm2 with overpotential of 500 mV for the sample having doping 
concentration of 0.4. To evaluate electrochemical response of the 
material, cyclic voltammetry examination was performed in the 
potential range 1.05–1.6 V vs RHE at scan rate of 50 mV/s (Fig. S7). 
All the observed peaks are due to the electrochemical conversion of 
Fe2+ to Fe3+ and vice-versa during oxidation and reduction process. 
It is observed that, redox peaks are shifted towards lower potential 
due to the incorporation of cobalt into the iron phosphate and 
hence conversion of Co2+ to Co3+ and vice-versa during redox 
process, this synergy is great evidence for reduction in over-
potential by the doping. The trend of overpotential as a function of 
doping concentration is shown in Fig. 4(B). The overpotential at 
10 mA/cm2 current density decreases continuously from 281 mV 
(0.0 Co:FePi) to 266 mV (0.4 Co:FePi) and it again increases to 
285 mV at doping concentration of 0.5 (0.5 Co:FePi). Increase in 
overpotential at doping concentration of 0.5 can be attributed to 
decrease in catalytic active sites due to agglomeration of particles 
at higher concentration. The chemical reaction kinetics during OER 
can be examined by the study of Tafel slope which indicate diverse 
rate determining steps. Fig. 4(C) gives the Tafel plots achieved from 
LSV curves. By the smallest Tafel slope of 42.6 mV/dec for 0.4 
Co:FePi, it is proved that 0.4 cobalt doping gives the outstanding 
electrochemical catalytic performance than that of the pristine FePi 
and other Co:FePi material electrodes. All the Tafel values are given 
in Table S3. Large Tafel values for pristine FePi and other Co:FePi 
material electrodes reveals the rate limiting kinetic process of 
electron transfer during –OH adsorption [33]. Simultaneously, a 
small Tafel slope of 0.4 Co:FePi corresponds to the OER mechanism 
involving a reversible one-electron transfer prior to a chemical 
turnover-limiting step [34]. 

To achieve additional perceptions into electrochemical kinetic 
performance, electrochemical impedance spectroscopy (EIS) was 
performed at open circuit potential (OCP). The Nyquist plots of 
pristine FePi and Co:FePi thin film electrodes are shown in Fig. 4(D), 
inset figures gives the magnified image of Nyquist plots and corre-
sponding equivalent simple Randle circuit. All the plots containing 
quasi-semicircle as a result of charging of double layer (Cdl) which is 
associated with charge transfer resistance (Rct), the intercept to real 
axis at higher frequency region known as solution resistance or 
series resistance (Rs) which is the combination of electrode re-
sistance, interface resistance and electrolyte resistance. Solution 
resistances (Rs) are 0.652, 0.651, 0.668, 0.665, 0.666 and 0.632 Ω for 
0.0 Co:FePi, 0.1 Co:FePi, 0.2 Co:FePi, 0.3 Co:FePi, 0.4 Co:FePi, and 0.5 
Co:FePi thin film electrodes, respectively. Smaller values of Rs de-
signated that all the material electrodes have small internal re-
sistances and good conductivity. The charge transfer resistance (Rct), 
attributed to the interfacial charge transfer resistance and mass 
transport through the material, values for 0.0 Co:FePi, 0.1 Co:FePi, 
0.2 Co:FePi, 0.3 Co:FePi, 0.4 Co:FePi, and 0.5 Co:FePi thin film elec-
trodes are 102.23, 0.878, 0.864, 0.753, 0.734, and 0.908 Ω, respec-
tively. There is drastic decrease in charge transfer resistance 
observed due to the high conductivity of the cobalt. The smallest Rct 

value indicates that 0.4 Co:FePi thin film electrode has outstanding 
conductivity and favors fast charge transport during electrochemical 
catalytic reaction. Stability of the prepared material is important 
criteria before tagging it as an excellent electrocatalyst and their 
application in daily life. Catalytic stability of our best catalyst elec-
trode, i.e., 0.4 Co:FePi was tested by performing chronoampero-
metric study in 1 M KOH electrolyte at overpotential to deliver 
10 mA/cm2 and 50 mA/cm2 current densities for 10 h as shown in  
Fig. 4(E). Figure reveals that there is almost stable delivery of current 
even at higher current density throughout the period and gives more 
than 99% OER catalytic stability in alkaline conditions. There is small 
decrease in performance observed after 10 h at higher current den-
sity. The overpotential of the reaction increased by only 2 mV in the 
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Fig. 3. Surface morphological study of the cobalt doped iron phosphate catalysts: FESEM images at different magnifications of (A–C) 0.0 Co:FePi, (D–F) 0.1 Co:FePi, (G–I) 0.2 
Co:FePi, (J–L) 0.3 Co:FePi, (M–O) 0.4 Co:FePi, and (P–R) 0.5 Co:FePi. 
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entire duration of study which is shown in Fig. 4(F). Collectively the 
good stability and exceptional OER performance corroborates that 
0.4 Co:FePi can job as an outstanding and robust electrocatalyst. 

Hydrogen evolution reaction (HER) is another and most im-
portant half reaction of water splitting which can be carried out in 
the negative potential window of the i-v plot. The pristine FePi and 
Co:FePi thin film electrodes were studied to perform HER in acidic 

environment (1 M H3PO4) within the potential window of 0.33 to 
−0.85 mV vs RHE. LSV polarization curves were recorded with scan 
rate 1 mV/s within the given potential window for all the sample 
electrodes and plotted in Fig. 5(A). Interestingly, 0.4 Co:FePi thin film 
electrode exhibits smallest overpotential of 82.3 mV to deliver 
−10 mA/cm2 current density and achieve nearly −255 mA/cm2 cur-
rent density at −0.85 V vs RHE potential. In contrast, pristine FePi and 

Fig. 4. Electrochemical (OER) analysis of the cobalt doped iron phosphate catalysts: (A) LSV polarization curves recorded with scan rate 1 mV/s in 1 M KOH electrolyte, inset shows 
magnified view at current shoot point, (B) bar diagram of overpotentials observed at 10 mA/cm2 current density, (C) Tafel plots derived from LSV curves, (D) magnified elec-
trochemical impedance spectra (EIS) at higher frequency region recorded at OCP, inset figures gives the whole image of EIS and equivalent circuit, (E) Chronoamperometric (I-t) 
plot for electrocatalytic stability study in 1 M KOH electrolyte at different current densities, (F) comparative study of LSV before and after 10 h OER catalysis, inset figure gives the 
magnified image at current shoot point. 
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other Co:FePi electrodes require quite larger overpotentials to 
achieve same current density. The trend of HER overpotentials with 
doping concentration given in Fig. 5(B). Tafel slope values were 
calculated by Tafel plot shown in Fig. 5(C) conquered from polar-
ization curves gives the information about reaction kinetics. The 
smallest Tafel value was recorded by the 0.4 Co:FePi thin film elec-
trode which is 211 mV/dec. The values of onsetpotentials, over-
potentials and Tafel slopes for all prepared material electrodes are 

tabulated in Table S4. Electrochemical impedances of sample elec-
trodes were studied by EIS spectra at OCP, which is composed with 
Rs, Cdl, Rct and Warburg diffusion (W) as shown in Fig. 5(D). The Rs 

values are 0.79, 1.06, 1.21, 0.95, 0.90, and 1.09 Ω for 0.0 Co:FePi, 0.1 
Co:FePi, 0.2 Co:FePi, 0.3 Co:FePi, 0.4 Co:FePi, and 0.5 Co:FePi thin 
film electrodes which reveals the good conductivity along with ex-
ceptional contact between the active material and SS substrate. The 
smallest Rct of 23.2 Ω for 0.4 Co:FePi thin film electrode confirms 

Fig. 5. Electrochemical (HER) analysis of the cobalt doped iron phosphate catalysts: (A) LSV polarization curves recorded with scan rate 1 mV/s in 1 M H3PO4 electrolyte, inset 
shows magnified view at current shoot point, (B) bar diagram of overpotentials observed at 10 mA/cm2 current density, (C) Tafel plots derived from LSV curves, (D) electrochemical 
impedance spectra (EIS) recorded at OCP, inset figures gives the magnified image of EIS at higher frequency region and equivalent circuit, (E) Chronoamperometric (I-t) plot for 
electrocatalytic stability study in 1 M H3PO4 electrolyte at different current densities, (F) comparative study of LSV before and after 10 h HER catalysis, inset figure gives the 
magnified image at current shoot point. 
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easy electron transfer and good conductivity during catalysis. Elec-
trocatalytic HER stability test of 0.4 Co:FePi thin film electrode was 
performed to study material robustness for their handy application. 
Chronoamperometry was performed at constant overpotential to 
achieve 10 mA/cm2 and 50 mA/cm2 current densities for 10 h as 
shown in Fig. 5(E). From the figure, it is observed that, there is 
practically steady delivery of current even at higher current density 
during the study. The comparison between LSV curves before and 
after stability test (Fig. 5(F)) gives almost 100% HER catalytic stability 
in acidic environment which proves that the 0.4 Co:FePi thin film 
electrode has outstanding stability and robustness. 

The nonprecious metal-based cobalt doped iron phosphate thin 
films catalyst electrode not only show outstanding performance of 
OER and HER respectively in alkaline and acidic medium, but also 
exhibits high catalytic performance over a wide pH range. The effect 
of the pH of electrolyte in which the OER and HER carried out was 
studied over here. The pH of electrolyte was varied from highly 
acidic (pH = 1.5) to highly basic (pH = 13.7) including neutral (pH = 7). 
The LSV curves were recorded at 1 mV/s scan rate for OER and HER. 
For OER, polarization curves for 0.4 Co:FePi thin film electrode in 
acidic, neutral and basic electrolytes were plotted at left lower 
corner as shown in Fig. 6, which illustrates that, similar trend of 
electrocatalytic activity in all electrolytes. The required over-
potentials to achieve 10 mA/cm2 current density are 422 mV, 
306 mV, and 266 mV in acidic (pH = 1.5), neutral (pH = 7), and basic 
(pH = 13.7) electrolytes, respectively. Similarly, the HER performance 
was studied and plotted in Fig. 6 at the right top corner. It is ob-
served that, the required overpotentials are 82.3 mV, 128 mV, and 
290 mV to achieve -10 mA/cm2 current density in acidic (pH = 1.5), 
neutral (pH = 7), and basic (pH = 13.7) electrolytes, respectively. The 
present investigation reveals that, the synthesized 0.4 Co:FePi thin 
film electrode exhibit electrochemical catalysis in electrolytes 
having wide pH range. 

The long term catalytic property of the material was studied for 
overall water splitting in same alkaline bath by constructing a full 
cell device using the same 0.4 Co:FePi thin film electrodes as anode 
and cathode. The chronoamperometric test was performed by ap-
plying the potential of 1.8 V to the cell for 4 days’ continuous water 
splitting in 1 M KOH as shown in inset of Fig. 7. It is observed that, 
there is initial increase in current density with time due to the ac-
tivation of the material and then a small reduction in current every 
day because of the dehydration of the electrolyte. After adjusting the 
level by addition of electrolyte, increment in the current also 

observed. The LSV plots before and after catalytic stability test are 
shown in Fig. 7 and it revealed that, there is decrease in the potential 
from 2.04 V to 1.72 V to deliver 10 mA/cm2 current density. EIS was 
measured initially and after 4 days to measure the change in charge 
transfer resistance and very small decrease is observed after the 
catalysis as shown in Fig. S8. The present material (0.4 Co:FePi) 
performance is compared with some previously reported cobalt-iron 
based phosphate and other materials as tabulated in Table S5. After 
demonstrating the enhanced catalytic performance in 4 days’ sta-
bility test, it proves their strongest candidature for forthcoming al-
kaline electrolysis. 

The influences of electrochemical testing on the structural, elec-
tronic state and morphology were studied by conducting the post-
mortem characterizations of the thin films restored form the 
electrochemical cell. The collected thin films were kept in DDW to 
washout the ions of electrolyte. XRD pattern was compared with the 
pattern of same material before electrolysis as shown in Fig. S9(A). 
There is no any diffraction peak observed in the sample after long 
term electrolysis. It reveals that the material become amorphous in 
nature after electrochemical testing which is beneficial for electro-
chemical applications. It can provide large surface area and hence 
large number of active sites and easy ion transfer. X-ray photoelectron 
spectroscopy (XPS) measurements were carried out to examine the 
electronic states present in the sample after electrochemical testing 
(survey spectrum and high resolution spectrum of O1s are shown in 
ESI Fig. S10(A and B)). Fig. S9(B–D) shows the high resolution spectra 
of Fe2p, Co2p and P2p states. It is observed that, the prominent peaks 
Fe2p3/2 and Fe2p1/2 located at 710.05 and 723.46 eV (Fig. S9(B)) can be 
divided into two peaks at binding energies 709.62 and 711.34 eV, 
723.29 and 725.17 eV corresponding to Fe2+ and Fe3+ states, respec-
tively. The presence of both Fe2+ and Fe3+ electronic states of Fe atom 
can be observed due to the oxidation of the material and conversion 
from Fe2+ to Fe3+ during 10 h continuous electrolysis. Similarly, 
spectrum of Co2p at high resolution (Fig. S9(C)), which reveals the 
presence of main peaks as Co2p3/2 at 779.53 eV and Co2p1/2 at 
795.26 eV and their corresponding satellite peaks at 785.65 eV and 
802.67 eV, respectively. The peak Co2p3/2 can be divided into two 
peaks at 779.39 and 781.55 eV corresponding to Co2+ and Co3+, re-
spectively. Fig. S9(D) shows the spectrum in the energy range of P2p. 
It is observed that, there is no any evidential peak present for phos-
phorus. The presence of higher order oxidation states of Co and Fe and 

Fig. 6. Effect of electrolyte pH on OER and HER test of the cobalt doped iron phos-
phate catalyst: LSV polarization plots of 0.4 Co:FePi thin film electrode for OER and 
HER in different electrolyte media at 1 mV/s scan rate. 

Fig. 7. Overall water splitting test of the cobalt doped iron phosphate catalyst: LSV 
polarization plots of 0.4 Co:FePi thin film electrode before and after 4 days’ catalysis in 
alkaline medium at 1 mV/s scan rate. Inset figure gives the 4 days’ continuous cata-
lytic stability test. 
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the absence of P can give the idea about the conversion of iron 
phosphate into the highly stable and electrochemically active iron 
oxide. The similar results were also observed by Yin et. al. [35]. In the 
spectrum of O1s, the intense peak at 529.35 eV attributed to the 
metaleO bond [36]. The decrement in the intensity of phosphate peak 
observed at 530.55 eV again evident to the conversion of phosphate to 
oxide. FESEM images of 0.4 Co:FePi thin film electrode after long term 
(10 h and 4 days’) electrocatalysis at overpotentials to deliver 50 and 
10 mA/cm2 current densities, respectively are studied and shown in  
Fig. S11 at different magnifications. From figure, it is observed that, 
the morphology after 10 h continuous catalysis of the material tested 
at overpotential to deliver 50 mA/cm2 current density, is almost the 
same as the synthesized one (Fig. S11(A–C)). The average size of 
spherical particles is almost the same. After 96 h electrochemical 
testing, at overpotential to deliver 10 mA/cm2 current density, the 
surface of the micro spheres become rough slightly without material 
degradation (Fig. S11(D–F)). Also, no change in average particle size is 
observable after long term catalysis. This illustrates the robustness of 
the catalyst material. The roughness of surface observed in high 
magnification FESEM image (Fig. S11(F)), facilitates the large number 
of active sites for eOH adsorption and oxidation and hence the en-
hancement in electrochemical water splitting. 

Remarkably, the cobalt doped iron phosphate gives best perfor-
mance for electrochemical water splitting in terms of OER, HER and 
overall water splitting. Doping of transition metal (Co) have sig-
nificantly enhance the catalytic activity by delivering high current 
density and small overpotentials by improving the electrical con-
ductivity and metal to metal partial-charge-transfer activation pro-
cess. The mesoporosity and the synergistic effect of both metal 
atoms results in the improved performance than the pristine iron 
phosphate. The compounds having higher valence state metal atoms, 
which results in the formation of high surface adsorbed inter-
mediates. During the long term catalysis process, there is the tran-
sition of Co2+ and Fe2+ states to the higher. Spectroscopic results 
point to a catalyst active state is composed of Co2+/3+ and Fe2+/3+ 

mixed valence clusters. The conversion from crystalline to amor-
phous, mesoporous structure, synergistic effect of Co and Fe metals, 
and electronic transition to higher states results in the outstanding 
and improved performance of overall water splitting. 

4. Conclusions 

In sum, we hereby synthesized pristine iron phosphate (FePi) and 
cobalt doped iron phosphate (Co:FePi) thin film catalyst electrodes by 
facile hydrothermal method. For cobalt doping, hydrothermal ion- 
exchange process was preferred first time. XRD, FTIR and XPS con-
firms phase, chemical bonding and electronic states of the prepared 
materials. The microspherical structure uncovered more active sites, 
resulting in the superior water splitting performance. The as syn-
thesized pristine FePi and Co:FePi catalyst electrodes showed ex-
cellent electrochemical water splitting in terms of OER and HER. Best 
performing 0.4 Co:FePi thin film electrode exhibited smallest over-
potential of 266 mV for OER at 10 mA/cm2 current density and more 
than 99% catalytic OER stability for 10 h in alkaline medium. Also, it 
can perform HER with 82.3 mV overpotential at 10 mA/cm2 current 
density and almost 100% catalytic HER stability for 10 h in acidic 
environment. This phenomenon may cause due to the manifestation 
of Co improves the electrical conductivity and metal to metal partial- 
charge-transfer activation process. Also, due to the reduction of ad-
sorption energy of the surface by changing the surface electronic 
states of iron phosphate which enhances the adsorption of OH- ions to 
the electrode surface. The two electrode electrolyzer using 0.4 Co:FePi 
thin film electrodes as both an anode and cathode in alkaline medium 
achieved lowest potential of 1.72 V after 4 days’ continuous water 
splitting test. The excellent electrochemical performance, outstanding 

stability and robustness of 0.4 Co:FePi thin film electrode material 
proved their applicability for overall water splitting. 
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A B S T R A C T

In present work, nickel pyrophosphate (Ni2P2O7.8H2O) thin film on stainless steel substrate synthesized using
facile chemical bath deposition method and used as cathode electrode for asymmetric supercapacitor. Three
compositions of nickel phosphate with varying of nickel:phosphate (2:1, 1:1 and 1:2) molar ratio are prepared to
study composition effect on microstructure and subsequently on supercapacitive performance. Morphology
changes with composition from microflower to leaf like, consequently supercapacitive performance influences
with increasing phosphate content in material. The well dispersed leaf like microstructure (nickel:phosphate;1:2)
of nickel pyrophosphate offers more active sites and it shows maximum specific capacitance of 482 F g−1 at
current density of 3mA cm-2 along with 99.73% capacitive retention over 2500 cycles. Moreover, an asymmetric
device fabricated using nickel pyrophosphate and reduced graphene oxide as a positive and negative electrode,
respectively. Prepared asymmetric supercapacitor offers specific capacitance of 74.81 F g-1 at 0.9 mA cm-2

current density with 26.6Wh kg-1 energy density at a moderately high power density of 870.6W kg-1. Also,
exhibits 87.35% of capacitive retention over 5500 cycles at 4mA cm-2 current density.

1. Introduction

To reduce global warming, promote green and clean energy, and
fight with energy crisis, usage of sustainable energy sources increased
[1]. Fulfil increasing demand in global power supply for different ap-
plication, have to store electricity efficiently produced from sustainable
energy sources [2]. So, attention shifted towards cost effective, easy to
use and maintenance free energy storage devices with high stability [3].
Supercapacitor come in focus because it offers high energy and power
density as compare to conventional capacitors and batteries, respec-
tively [4,5]. These amazing properties of supercapacitor encourage to
use it either individually or in combination with batteries/fuel cell for
different application [6,7].

Supercapacitors are divided into three categories on the basis of
charge storage mechanism such as EDLC, pseudocapacitor and hybrid
supercapacitor [8]. There are numerous materials were investigated as
an supercapacitor electrode material such as, metal oxides [9,10], hy-
droxides [11] and sulfides [12] but they suffers from some limitations
such as, poor stability, poor conductivity and lower specific capacitance
[13,14]. To reach high energy and economical demands, need to

develop electrode material has low-cost, high specific capacitance and
favourable cycling ability [15].

Transition metal phosphates widely studies for decades and used in
various applications as, catalysis/photocatalysis [16,17], energy sto-
rage devices [18] and sensors [19]. Recently, they fascinated for energy
storage application owing to their excellent conductivity, abundant
active sites, wide structural channels for electrolyte ions percolation
and most importantly offer stable structure due to PeO covalent bond
[20]. Among metal phosphates, nickel and cobalt aided in energy sto-
rage due to excellent redox action and also, they are earth abundant
and widely distributed. Various structures of nickel phosphates such as
pyrophosphate and orthophosphate, can facilitates different ionic con-
ductivity and consequently rate capability [21].

So, different microstructure and polymorphs of nickel phosphate
were prepared using various methods for supercapacitor application
and reported in literature. Sankar et al. grown one dimensional na-
norods of nickel pyrophosphate on nickel foam by simple hydrothermal
method [22]. Similarly, Pang et al. [23] synthesized nickel pyropho-
sphate microrods by calcination of ammonium nickel phosphate ma-
terial and Senthilkumar et al. [24] prepared nano grains of nickel
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pyrophosphate using simple co-precipitation method. Also, nano-
particles like microstructure of nickel phosphate prepared by Li et al.
using precipitation method [25]. Nanorods of nickel phosphate syn-
thesized by Mirgani et al. [26] using hydrothermal method and nano-
sphere by Pramanik et al. [27] using calcination method. Moreover,
Peng et al. synthesized microflowers of nickel phosphate by microwave
assisted chemical method [28]. Among above reports, only Shankar
et al. reported a binder free direct growth of nickel pyrophosphate
material on substrate and other all reports are based on preparation of
binder assisted electrode by coating powder sample. Literature study
inspire us to synthesize binder-free nickel phosphate material on con-
ducting and cost effective stainless steel (SS) substrate as super-
capacitive electrode. Till date there is no report available on synthesis
of nickel phosphate thin film electrode (binder free) with tuned mor-
phology using chemical bath deposited (CBD) method, for super-
capacitor application.

So, for the first time we are reporting binder free synthesis of nickel
pyrophosphate thin film electrodes by simple CBD method for super-
capacitor application with nickel and phosphate molar ratio variation.
The CBD method is facile and cost effective, and any type of complex
shape of substrate with large surface area can be deposited. Change in
morphology due to composition variation in nickel phosphate is studied
and analysed. Moreover, tuned morphology to reach high super-
capacitive performance of nickel pyrophosphate thin film electrodes in
terms of specific capacitance, energy and power density. Furthermore,
nickel pyrophosphate used as cathode material to assemble asymmetric
device with reduced graphene oxide as anode material and its perfor-
mance were studied and reported herein.

2. Experimental section

2.1. Nickel pyrophosphate (cathode) electrode preparation

For synthesis of nickel phosphate, nickel chloride (NiCl2.6H2O) was
used as a source of nickel and potassium dihydrogen orthophosphate
(KH2PO4) as a source of phosphate, and urea (NH2CONH2) used as a
hydrolyzing agent. All chemicals were purchased from Sigma Aldrich
(AR grade) and used without any purification. For binder free synthesis
simple chemical bath deposition method was used to deposit nickel
phosphate on stainless steel (SS) substrate. In synthesis process, nickel
chloride, potassium dihydrogen orthophosphate and urea were dis-
solved in 50mL of double distilled water sequently, with vigorous
stirring. To study effect of molar composition of nickel and phosphate,
different three solutions were prepared with various molar concentra-
tion of nickel chloride and potassium dihydrogen orthophosphate. In
this experiment, molar ratio of NiCl2.6H2O:KH2PO4 varied as,
0.066:0.033, 0.05:0.05 and 0.033:0.066 and indicated as P1, P2 and P3,
respectively. The SS is used as a substrate. Since, it offers several ad-
vantages such as, low cost, high conductivity and stability in acids and
alkaline solution. A well-polished SS substrate placed vertically in
prepared three solution baths. All solution bath were placed in water
bath and heated at temperature of 363 K, for 2 h. After 2 h, apple green
colored nickel pyrophosphate material deposited on SS substrate.
Furthermore, prepared films rinsed with double distilled water for 2–3
times to remove residues and dried at room temperature. As prepared
thin film electrodes were characterized by different techniques and
used as cathode electrode for supercapacitor application.

2.2. Reduced graphene oxide (anode) electrode preparation

In the preparation of reduced graphene oxide (rGO), firstly gra-
phene oxide was synthesized by modified Hummer’s method [29] and
then it reduced hydrothermally. Negative electrode prepared by com-
bining 75% active material, 20% carbon black, 5% polyvinylidene
fluoride (PVDF) with N-methyl 2-pyrrolidone (NMP) to make slurry.
Prepared slurry coated on 1×1 cm−2 SS substrate, heated for an hour

at a temperature 60⁰C and used electrode for further fabrication of
asymmetric device.

2.3. Characterization

The crystal structure analysis of prepared material was character-
ized using X-ray diffractometer (XRD) from Rigaku miniflex-600 with
Cu Kα (λ=0.15425 nm) radiation. Alpha (II) Bruker unit was used to
record Fourier transform- infrared spectrometry (FT-IR), for detection
of functional groups in the prepared material. A Thermoscientific
ESCALAB 250 (Thermo Fisher Scientific, UK) instrument was used for
X-ray photoelectron spectroscopy (XPS) measurement. Specific surface
area for all samples were measured by Brunauer-Emmett-Teller (BET)
analysis (Belsorp II mini). Field emission scanning electron microscopy
(FE-SEM, JSM-7001 F, JEOL) was used to investigate morphology of
material and energy dispersive spectrometer (EDS) for elemental ana-
lysis. Electrochemical activities measured using ZIVE MP1 multi-
channel electrochemical workstation.

2.4. Electrochemical measurements

All electrochemical analysis of prepared thin film electrodes were
measured in three electrode system at ambient conditions. Prepared
nickel phosphate thin films with various Ni:PO4 molar ratio or rGO
electrode used as a working electrodes, platinum plate and saturated
calomel electrode (SCE, with saturated KCl solution) as a counter and
reference electrode, respectively. Supercapacitive performance of pre-
pared thin film electrodes were tested using cyclic voltammetry (CV),
galvanostatic charge-discharge (GCD) and electrochemical impedance
spectrometry (EIS).

3. Results and discussion

3.1. Growth mechanism of nickel pyrophosphate thin film

A binder free synthesis is preferred to deposit nickel phosphate thin
films on SS substrate by chemical bath deposition method. In CBD
method, at supersaturation state of solution firstly ionic species get
absorbed on surface of substrate during heterogeneous reaction and
further it lead to nucleation with subsequent growth of material. The
P1, P2 and P3 thin film electrodes are prepared to study effect of nickel
and phosphate composition variation. In the reaction, urea used as a
hydrolyzing agent and decomposition of urea took place at 363 K and
forms CO2 along with NH3. Simultaneously, Ni2+ from NiCl2.6H2O get
mixed with ammonia and form amino complex [Ni(NH3)]2+, which act
as Ni2+ source and control rate of reaction. On the other hand, po-
tassium dihydrogen orthophosphate releases PO4− ions which react
with Ni2+ ion and get the final product of Ni2P2O7.8H2O (nickel pyr-
ophosphate) in thin film form over SS substrate. Possible reaction me-
chanism for formation of nickel pyrophosphate material is as follows,

4[Ni(NH3)]2+ + 4H2PO4− + 16H2O → 2(Ni2P2O7.8H2O) + 4NH3↑ +
2H2O + 2H2↑ (1)

Reaction time was optimized (2 h), to get apple green colored well
adherent thin film of nickel pyrophosphate on SS substrate. Mass of
deposited material on SS substrate was calculated by gravimetric
weight difference method and it is observed that, the deposited mass of
material affected by composition variation. Deposited mass of material
get decreased from P1 to P3 as 1.31, 1.23 and 1.11mg cm−2, respec-
tively. The high phosphate content may favour homogeneous reaction
than heterogeneous, which decreases growth of material in the form of
thin film on the surface of substrate and increases precipitation of
material in the bath. It conclude that, more homogeneous reaction
decreases amount of deposited material with increasing phosphate
content in the composition.
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3.2. Structural and morphological analysis of nickel pyrophosphate thin
film

X-ray diffractometer (XRD) was used to investigate crystal structure
of prepared thin films. The XRD patterns of P1, P2 and P3 thin film
electrodes are shown in Fig. 1 (a). It shows well define peaks with d-
spacing 7.38, 6.35, 4.7, 3.9, 3.71, 3.1, 2.89, 2.61, 2.26 and 1.64 Å are
corresponds to diffraction planes of (010), (100), (110), (020), (200),
(210), (211), (022), (311) and (420), respectively. Other peaks in XRD
pattern marked with ‘*’ are attributed to SS substrate. The obtained XRD
peaks are well matches with JCPDS card no. 49-0672, which confirm
formation of hydrous nickel pyrophosphate (Ni2P2O7.8H2O) material
on SS substrate. All prepared electrode shows similar XRD spectra
confirms preparation of same material, only intensity of major peak
with d-spacing 6.35 Å increases from P1 to P3 electrode (composition
variation from 2:1 to 1:2) as increase in phosphate content in the
sample. All peaks are narrow and highly intense, which infers good
crystallinity of material and oriented growth along (100) plane. Good
crystallinity can improve electrochemical performance because of its
stable structure may not destroy during charge-discharge cycling and
may improve charge transfer [30]. Peaks other than nickel phosphate
are not observed in XRD patterns, that confirms formation of
Ni2P2O7.8H2O material on SS substrate.

FT-IR analysis is used to determine structure and composition of
prepared thin film electrode. Fig. 1 (b) shows FT-IR spectra of P1, P2
and P3 electrodes in the range of 600-4000 cm−1. The figure revels
that, stretching vibration mode of PeOeP group at 870 cm-1 (ℽ1),
symmetric stretching vibration mode at 940 cm−1 (ℽ2) and asymmetric
stretching vibration mode at 1010 cm−1 (ℽ3) of PO4-/P2O7

4- anion
[31–33]. Other peaks are corresponds to water molecule: such as peak
at 1580-1590 cm−1 (ℽ4) revels bending vibration of OeH in crystal-
lization water [32,34]. Also, peaks at 3000 (ℽ5) and 3432 cm−1 (ℽ6)
corresponds to stretching vibration mode of OeH in crystallization
water [31–35]. Above observations suggest that, structural water is
present in the prepared material, in other word can say prepared ma-
terial is hydrous in nature. FT-IR spectra of prepared P1, P2 and P3 thin
film electrodes shows absorption peak in same range that confirms all
prepared material exhibits same functional groups. No significant
change in absorption spectra in all samples and hydrous content con-
firms preparation of hydrous nickel pyrophosphate material in thin film
form.

XPS analysis was used to investigate chemical environment and
valence state of the elements in prepared material. XPS survey spectra
of P3 electrode is shown in Fig. 2 (a), which consist all elements such as
nickel, phosphorous and oxygen. High resolution XPS spectra of Ni2p
(Fig. 2 (b)) shows two intense peak at 857.1 and 874 eV binding

energies assigned to Ni2p3/2 and Ni2p1/2, respectively, and two satellite
peak at 863.8 and 881.5 eV attributed to Ni in oxidation state of Ni2+

located on the surface [36,37]. Fig. 2 (c) shows XPS spectra of P2p
region, only one intense peak at 133.6 eV can be assigned to PeO
bonding and pentavalent phosphorous [38]. Moreover, O1 s spectrum
with three peak shown in Fig. 2 (d), metal oxygen bonding confirms by
intense peak at 529 eV. Also, core levels and adsorbed water observed
in prepared material confirms by peaks at 531 and 532.9 eV, respec-
tively [39–42]. XPS result supports XRD and FT-IR analysis, and con-
firms hydrous nature of formed material (Ni2P2O7.8H2O).

Morphology of prepared thin film electrodes were investigated by
FE-SEM at different magnifications and shown in Fig. 3. Inter connected
and closely packed bunch of triangular microplates seems microflower
like structure is observed for P1 electrode (Fig. 3 (a–d)). Higher mag-
nification SEM image of P1 electrode (b–d) shows microplates have
average length, width and thickness of 42.3, 22.1 and 2.1 μm, respec-
tively. After changing molar ratio of nickel and phosphate in P2 elec-
trode, number of inter connected triangular microplates decreases up to
half of number in comparison with P1 electrode but still it look like
flower with triangular microplates as shown in Fig. 3 (e–h). Interest-
ingly, microplates in P2 electrode has average thickness 1.5 μm, which
is less as compare to P1 electrode. However, microplate shows slight
increment in length and width of 48.5 and 24.1 μm, respectively, as
compare to P1 electrode. Similar decrement in thickness of microplates
is observed for P3 electrode up to 1.13 μm. Also, microplates length and
width in P3 electrode is decreases up to 31.1 and 15.4 μm as compare to
other microplates in P1 and P2 electrodes. Importantly, morphology of
P3 electrode alter from microflower with rectangular microplates to
well disperse leaf like structure, as shown in Fig. 3 (i–l). Such type of
decrement noticed in thickness of microplates and change in mor-
phology from microflower to leaf from P1 to P3 electrode may be the
reason of increase in phosphate content in the prepared nickel pyr-
ophosphate material.

Schematic for growth of nickel pyrophosphate material at different
nickel:phosphate molar ratio is shown in Fig. 3 (m). In CBD method,
conversion of supersaturated solution to saturated solution is resulted
to solid phase formation. Liquid to solid phase conversion included
various steps such as nucleation, aggregation, coalescence and later
growth by stacking of the particles. Basically there are two types of
growth mechanism, one is homogeneous growth (in solution) and other
is heterogeneous growth (on the surface of foreign body). Nucleation is
the first step, in which small number of particles get adsorbed on the
surface of substrate which known as heterogeneous growth and act as a
foundation for aggregation of particle. Furthermore, in the process of
coalescence, aggregated particles merge and form a base for growth of
nanostructure. After that stacking of particle grows film on the surface

Fig. 1. (a) XRD pattern and (b) FT-IR spectra of P1, P3 and P3 electrode.
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of substrate with a certain thickness [43]. Change in morphologies from
P1 to P3 electrodes were observed in FE-SEM result, possible formation
of that material by stacking of particle as shown in the schematic re-
presentation. So, it resulted that, morphology get affected by phosphate
content in the material, high phosphate content shows well disperse
microstructure (P3 electrode) and less content show compact micro-
flower like structure (P1 and P2 electrode). At higher phosphate con-
tent in reaction bath, phosphate ions easily available for nickel
bonding, which increase rate of reaction and easy availability forms
disperse leaf like structure. But at low phosphate content in reaction
bath, less possibility of easy bonding between nickel and phosphate,
may be they shares bonding with multiple ions, which decrease rate of
reaction and resulted into inter connected complex microflower like
structure. Such dispersed leaf like structure may show high electro-
chemical performance due to high surface area. Specific surface area for
all samples were measured by Brunauer-Emmett-Teller (BET) analysis.
All samples exhibits a type II isotherm according to classification of
International Union of Pure and Applied Chemistry (IUPAC) and dis-
played in fig. S1 (see ESI). The P3 electrode shows highest specific
surface area (36.09 m2 g−1) as compare to P1 (31.1 m2 g−1) and P2
(35.66 m2 g−1) electrodes. The high specific surface area of P3 sample
may lead to improve electrochemical performance of the electrode.

Elemental investigation of prepared material is done using energy
dispersive spectroscopy (EDS) and displayed in fig. S2 (see ESI). P1, P2
and P3 electrodes shows nickel:phosphorous atomic ratio of 1.1:1, 1:0.9
and 1:1.1, respectively. The EDS result confirm molar ratio variation in
nickel and phosphate concentration as 2:1, 1:1 and 1:2 in P1, P2 and P3
electrodes, respectively, and may be reason to change in morphology

from microflower to leaf like structure. Nickel, oxygen and phos-
phorous elements are present in the prepared material confirms for-
mation of Ni2P2O7.8H2O thin film.

3.3. Electrochemical study of nickel pyrophosphate thin film

Effect of nickel:phosphate molar ratio variation in nickel pyropho-
sphate material on morphology influenced supercapacitive perfor-
mances were investigated using three electrode system in 1M KOH
electrolyte. Fig. 4 (a) shows CV curve of prepared three P1, P2 and P3
electrodes at 20mV s−1 scan rate in an optimized potential window of
0-0.5 V (vs SCE). P1 electrode shows much smaller current area under
curve in comparison with other electrodes. Moreover, P2 electrode
shows improve current response than P1 electrode and P3 electrode
shows higher current response in CV curve than other electrodes. So, it
is observed that, P3 electrode exhibits higher current response because
of well disperse leaf like microstructure as compare to P1 and P2
electrode having compact flower like microstructure. The leaf like mi-
crostructure may offer high surface area to reaction than the compact
structure of P1 and P2 electrode. As increase in phosphate content in
the electrode from P1 to P3, current area increases and large area under
the CV curve corresponds to high areal capacitance, it is important to
increase capacitive performance. The CVs of the P3 electrode at various
scan rate from 5-100mV s−1 are shown in Fig. 4 (b) and CV curves of
the P1 and P2 electrode at different scan rate from 5-100mV s−1 are
provided in fig. S3 (see ESI). Current area in CV curve increases as in-
creasing scan rate and observed redox peaks corresponds to Ni+2 and
Ni+3 transition, that reveals pseudo-capacitive nature of material [44].

Fig. 2. (a) XPS survey spectra of P3 electrode, (b) Ni 2p spectrum, (c) P 2p spectrum and (d) O 1s spectrum.
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Possible redox reaction of material can be expressed as follows,

Ni2P2O7.8H2O+OH− ↔ Ni2P2O7.8H2O (OH*) + e- (2)

Specific capacitance of nickel pyrophosphate material was calcu-
lated from CV curve using equation as follows,

∫
=

△
−Cs

iV dV
v w V2 * *

(F g )1
(3)

where, ∫ iV dV , v, w and △V are area under the CV curve, scan rate,
deposited weight of material and potential window, respectively.
Specific capacitance with respect to scan rate plotted and shown in
Fig. 4 (c). The P3 electrode shows highest specific capacitance of 416 F
g−1 at scan rate 5mV s−1. Higher specific capacitance obtained at
slower scan rate and it decreases as increasing scan rate. Higher capa-
citance obtained at low scan rate because of at a slow scan rate, enough
time is available to transfer OH-from solution to surface of the electrode
material and more charges can transfer as compare to high scan rate. It
means that, at slow scan rate more charges can be stored than high scan

rate, which offer higher specific capacitance. Other electrodes P1 and
P2 shows maximum specific capacitance of 200 and 336 F g−1, re-
spectively at 5mV s-1 scan rate. The result revels, well disperse leaf like
microstructure offers high specific capacitance rather than compact
microflower like morphology.

Amount of total charge stored in electrode is due to contribution of
capacitive and intercalation process. According to Power’s law, CV
current dependent on scan rate can be expressed as follows,

=i avb (4)

where, i represents current, v is the scan rate, a and b are the adjustable
parameters. The value of b is the slope of log (i) vs log (v). The graph of
log (i) vs log (v) for P1, P2 and P3 electrodes are given in fig. S4 (see
ESI). It has two conditions when b is 0.5 and 1, then the electrochemical
process is diffusive and capacitive, respectively [45]. Using this equa-
tion, we can find charge storage mechanism for P1, P2 and P3 elec-
trode. Electrode P1, P2 and P3 demonstrates b values of 0.604, 0.606
and 0.6233, respectively. All electrodes shows b values more than 0.5

Fig. 3. FE-SEM images of P1 (a–d), P2 (e–h) and P3 electrode (i–l) at different magnifications (X400, X800, X2000 and X3000, respectively). (m) Schematic
representation of growth mechanism for nickel pyrophosphate thin film.
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and less than 1, indicating charge storage mechanism contributed from
both (capacitive and diffusive) type of process.

To determine the respective contribution of current densities from
surface pseudocapacitive and battery like bulk process at various scan
rates calculated using modified Power’s law as given below,

= + = +υ υI I I C Cp surface bulk surface bulk
1/2 (5)

Where, Ip is the peak current density, υ is the scan rate, Csurface υ re-
presents current contribution from surface pseudocapacitive process
(Isurface) and Cbulk υ 1/2 represents from bulk process (Ibulk) [46–48].
Current contribution from pseudocapacitive and bulk process for all
three electrode calculated from above equation and plotted in Fig. 5
(a–c). It is observed that, current contribution mainly from battery like
bulk process and partially from pseudocapacitive surface process.
Contribution in current from pseudocapacitive surface process increases
as increasing scan rate, which resulted pseudocapacitive process higher
at high scan rate. That conclude active material shows more capacitive
nature at high scan rate and battery like nature at low scan rate.

Further, galvanostatic charge discharge (GCD) analysis of material
was performed in 1M KOH electrolyte. The Fig. 6(a) shows GCD graphs
of P1, P2 and P3 electrode at 3mA cm−2 current density and P3 elec-
trode shows large discharging time at low current density. The charging
and discharging curve of P3 electrode at different current densities
shown in Fig. 6(b). The P3 electrode shows large discharging time as

compare to P1 and P2, which confirmed capacitance of material de-
pends on composition and morphology of material, and it is important
to increase capacitance of material. Discharging time decrease with
increasing current density due to inefficient interaction between elec-
trolyte and electrode at high current density. GCD graphs of P1 and P2
electrode at various current densities from 3 to 7mA cm−2 plotted and
provided in fig. S5 (see ESI). Specific capacitance of nickel pyropho-
sphate material calculated from GCD graph by following equation,

=
×

×
−Cs

w V
I Δt

Δ
(F g )1

(6)

where, I, Δt, w and VΔ are current density, discharging time, mass of
active material and potential window, respectively [49]. The maximum
capacitance of P1, P2 and P3 electrodes are found to be 225, 292 and
482 F g−1, respectively at 3mA cm-2 current density as shown in
Fig. 6(c). Furthermore, the specific capacitance decreases up to 147,
162 and 312 F g−1, respectively at higher current density of 7mA cm-2.
Also, calculated areal capacitance of the electrodes, plotted and pro-
vided in the fig. S6 (see ESI). Leaf like well disperse microstructure offer
high surface area for electrochemical activity due to high phosphate
content which exhibits increment in specific capacitance of nickel
pyrophosphate material.

Energy density (E) and power density (P) of nickel pyrophosphate
material calculated from GCD by equation (7) and (8), respectively as

Fig. 4. (a) CV curve of P1, P2 and P3 electrode at scan rate 20mV s−1, (b) CV curve of P3 electrode at various scan rate from 5-100mV s−1, and (c) specific
capacitance at different scan rate of all electrodes.
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follows,

=
× × −E Cs V0.5 (Δ )

3.6
(Whkg )

2
1

(7)

And

=
× −P E
t
3.6

Δ
(kWkg )1 (8)

where, Cs, VΔ , and tΔ represents specific capacitance, potential
window and discharging time, respectively. Calculated energy density
and power density is plotted and shown in Fig. 6(d). The P3 electrode
shows higher energy density of 10.7 Wh kg−1 at 0.5 kW kg−1 power
density as compare to P1 (5 Wh kg-1) and P2 electrode (6.4 Wh kg-1).
The energy density of sample P3 decreases from 10.7 to 6.9 Wh kg−1

and power density increases from 0.5 to 1.19 kW kg-1 with increase in
galvanostatic charge discharge current density from 3 to 7mA cm-2.
Similarly, Shankar et al. [21] reported directly grown 1D nanorods of
nickel pyrophosphate on nickel foam substrate using the hydrothermal
method, which offers highest areal capacitance of 5272m F cm-2.
However, prepared nickel pyrophosphate thin film on SS substrate ex-
hibits maximum areal capacitance 535.07m F cm-2, it shows less per-
formance compared with report by Shankar et al. This may be due to
use of nickel foam as a substrate, which plays an important role to
improve electrochemical performance of electrode material by adding
self capacitance by its surface atom conversion to NiO and Ni(OH)2
during electrochemical testing. So, when nickel foam used as a current
collector to test electrochemical properties of small amount active
material then nickel foam underestimate the specific capacitance value

of active material [48]. However, in this study, stainless steel substrate
is used as a substrate to synthesize nickel pyrophosphate material thin
film electrode, which only offers 2D structure and does not take part in
electrochemical reaction. So, in this work, obtained capacitance is to-
tally provided only by nickel pyrophosphate material.

Long term stability is important key factor of efficient electrode for
supercapacitor application and specific capacitance should be change as
little as possible during cycling stability. So, the stability of prepared
best electrode (P3) tested at 50mV s−1 for 2500 cycles and respective
capacitive retention shown in Fig. 7 (a). Importantly, P3 electrode
shows good cycling life and 99.73% capacitive retention after 2500 CV
cycles and CV curves of 1st, 500th, 1500th and 2500th cycle shown in
inset of Fig. 7 (a). In initial cycles, insertion and extraction of ions in-
creases electrochemical active volume of the electrode material which
exhibits initial slight increment in specific capacitance [50] and later
little decrement in capacitance is due to minute reduction of material
after many charging/discharging cycles. So, well disperse leaf like mi-
crostructure exhibits to excellent cyclic stability.

Electrochemical impedance spectroscopy (EIS) was carried out in
the range 100mHz to 1MHz at open circuit potential (OCP). The
Nyquist plot of P1, P2 and P3 electrodes with fitted data, are shown in
Fig. 7(b), and inset shows equivalent circuit for P3 electrode. In Nyquist
plots, straight line appear in low frequency region and semicircle ap-
pear in high frequency region. Semicircle starting point is called as
solution resistance (Rs), value of semicircle corresponds to charge
transfer resistance (Rct), straight line stands for Warburg diffusion re-
sistance (W) and Q is general imperfect capacitor when n=1, Q=C,
due to semi-infinite diffusion of charges. Solution resistance, charge

Fig. 5. (a) Graph of calculated contribution of pseudocapacitive (surface current) and battery type (bulk current) current density at various scan rates (5 to 100mV
s−1) of P1, P2 and P3 electrodes, respectively.
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transfer resistance and Warburg resistance of P1, P2 and P3 electrodes
are determined by fitting the data with equivalent circuit and given in
table S1 (see ESI). Solution resistance of P1, P2 and P3 electrodes are
found to be 1.14, 0.97 and 1.19 Ω, respectively and charge transfer
resistance are 40.54, 26.88 and 16.52 Ω, respectively. Also, Warburg
diffusion resistance measured for the sample P1, P2 and P3 are 0.257,

0.218 and 0.205 Ω, respectively. Charge transfer resistance of elec-
trodes are different due to different morphologies, since, it originates
from intercalation of charges between electrode and electrolyte [51].
P3 electrode shows low Rct (16.52 Ω) and total impedance rather than
other samples, which confirms low charge transfer and Warburg dif-
fusion resistance contributes for good electrochemical performance

Fig. 6. (a) GCD curve of P1, P2 and P3 electrode at low current density 3mA cm−2, (b) GCD curve of P3 electrode at various current densities, (c) Specific
capacitance at different current densities for P1, P2 and P3 electrode, and (d) Ragone plot of all electrodes.

Fig. 7. (a) Stability of Ni2P2O7.8H2O electrode (P3) at 50mV s−1 for 2500 cycles (inset: CV curve of 1st, 500th, 1500th and 2500th cycle) and (b) Nyquist plot of
prepared P1, P2 and P3 electrodes (inset: equivalent circuit of P3 electrode).
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[52].

3.4. Asymmetric supercapacitor (ASC) device

As per obtained results, nickel pyrophosphate as cathode material
and rGO as anode material can use to fabricate ASC device.
Supercapacitive performance of rGO electrode tested in three electrode
system. CV curves of rGO electrode at various scan rate from 5-100mV
s−1 in an optimized potential window 0 to -1 V (vs SCE) shown in fig.
S7 (a) (see ESI). Absence of redox peak in CV curve and rectangular-like
shape confirms electric double layer capacitive nature of rGO, and also
confirmed by linear GCD graphs of rGO electrode (display in fig. S7 (b)
(see ESI)). The rGO electrode delivers highest specific capacitance of
163.8 F g−1 at 1.25mA cm-2 current density calculated using Eq. (6)
and given in fig. S7 (c) (see ESI). Electrochemical impedance spectro-
scopy (EIS) measurement of rGO electrode tested in the range of
100mHz to 1MHz (shown in fig. S7 (d) see ESI). A semicircle observed
in high frequency region and straight line observed in low frequency
region. The obtained graph shows low solution resistance (1.14 Ω) and
charge transfer resistance (41.4 Ω) which is responsible for good elec-
trochemical performance. Equivalent circuit for fitted data display in
inset of fig. S7 (d) (see ESI). Best performed P3 electrode of nickel
pyrophosphate (with nickel:phosphate molar ratio 1:2) used as positive
electrode and rGO (a wider -ve potential window) as negative electrode

with 1M KOH aqueous electrolyte in ASC device. High energy density
and improved operating potential window are main advantages of
preparing ASC devices. CV curves of anode electrode rGO and cathode
material nickel pyrophosphate at 50mV s-1 scan rate within different
potential window are shown in Fig. 8 (a). The theory of charge balance
used to obtain best electrochemical performance for ASC device by
balancing mass ratio between positive and negative electrode using an
equation as follows,

=
×

×
+

−

− −

+ +

m
m

C V
C V

Δ
Δ (9)

where, + −m or( ), + −ΔV( or ), and + −C or( ) are the mass of material (g), po-
tential window (V), and specific capacitance of positive and negative
electrode, respectively [53,54]. By using above equation, calculated
mass ratio of the positive and negative electrode obtained as 0.17:1. To
ensure the mass balance ratio in the ASC device tailored the area of
electrodes. Applicable potential window of ASC device for CV is opti-
mized in window 1.2–1.7 V and shown in fig. S8 (a). In 1.2 to 1.5 V
potential window ASC device does not shows oxidation peak of nickel
pyrophosphate electrode and at 1.7 V little straight line observed at the
end of CV curve which may indicate oxygen evolution reaction
[55–57]. So, 1.6 V is an optimized window for ASC device (Ni2P2O7//
KOH//rGO). Similarly, for GCD operative potential window is opti-
mized and shown in fig. S8 (b). Both graph of CV and GCD curves
confirm the operational potential window of the ASC device is 1.6 V.

Fig. 8. (a) CV curves of rGO and nickel pyrophosphate electrode, (b) CV curves at various scan rate, (c) GCD curves at various current densities, and (d) specific
capacitance at various current densities of Ni2P2O7//KOH//rGO.
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The CV curves of ASC device at various scan rate from 5-100mV s−1

within potential window of 0–1.6 V are shown in Fig. 8 (b). The CV
curves shows only one redox peak due to nickel pyrophosphate elec-
trode. Also, at higher scan rate it reveals good reversibility of device.
GCD graph of ASC device shown in Fig. 8 (c), at the beginning of the
discharge curve typical IR drop is not observed, that conclude negli-
gible energy of the device used during charge-discharge process. ASC
device exhibits maximum specific capacitance 74.81 F g−1 at 0.9 mA
cm-2 current density. As increasing current density, the discharging
time of the device decreases, which resulted decrease in specific capa-
citance of the device due to insufficient electrode-electrolyte interaction
(shown in Fig. 8 (d)).

Total mass dependent energy and power density of device calcu-
lated and plotted comparatively with reported data in Fig. 9 (a). The
device obtained highest energy density of 26.6Wh kg−1 at power
density of 870.6W kg−1. The prepared ASC device exhibits moderately
high power density as compare to reported data (Table S2 (see ESI))
[21,23–25,27,58–61]. But, it shows less energy density as compare to
reported data, the main reason to obtain less performance of the ASC
device is may be due to, in all reports nickel foam were used as a
current collector, which added their capacitance in total capacitance of
the device. In this case, SS substrate is used as a current collector for the
both positive and negative electrode. So, the obtained results in this
study are only due to active material and it further can be improved by
using porous nickel foam as a current collector. EIS study of ASC device
carried out at open circuit potential in the range 100mHz to 1MHz.
Nyquist plot of ASC device and fitted data is shown in Fig. 9 (b), so-
lution resistance (Rs) of ASC device is found to be 1.66 Ω and charge
transfer resistance (Rct) is 171.54 Ω. In inset of Fig. 9 (b) shows

equivalent circuit for fitted data of ASC device. In this circuit Rs is so-
lution resistance, Rct is charge transfer resistance, W is Warburg diffu-
sion resistance and Q is general imperfect capacitor when n=1, Q=C,
due to semi-infinite diffusion of charges [62]. Stability of the ASC de-
vice tested at 4mA cm-2 current density for 5500 cycles and displayed
in Fig. 9 (c). Initial and final 5 GCD cycles after 50th and 5000th cycle
shown in inset of Fig. 9 (c) (i) and (ii), respectively. The ASC device
shows 87.35% capacitive retention after 5500 GCD cycles, which is
higher than reported data in Table S2 (see ESI). Similar to single elec-
trode (nickel pyrophosphate) ASC device shows increment and little
decrement in specific capacitance in initial cycles and after many
charge/discharge cycles, respectively.

Overall we observed that, microstructure of prepared material
changes with molar ratio variation of Ni:PO4 (2:1, 1:1 and 1:2) in nickel
pyrophosphate. Leaf like microstructure of nickel pyrophosphate thin
film electrode offers high capacitance as compare to microflower like
microstructure because well disperse leaf like microstructure exhibit
high surface area for electrochemical activity. Also, it offers low charge
transfer resistance due to well disperse microstructure. The well dis-
perse leaf like microstructure of nickel pyrophosphate electrode offers
long term stability. Nickel pyrophosphate with stable microstructure
(leaf like microstructure) used as a positive and rGO which has a wide
negative potential window (1 V) used as a negative electrode to fabri-
cate asymmetric supercapacitor. So, it is observed that, binder free
nickel pyrophosphate (P 3 electrode) material in thin film form elec-
trode is a favorable candidate as cathode for supercapacitor application.

Fig. 9. (a) Ragone plot of Ni2P2O7//KOH//rGO in comparison with reported data, (b) Nyquist plot of Ni2P2O7//KOH//rGO (inset: equivalent circuit of Ni2P2O7//
KOH//rGO) and (c) Capacitive retention vs cycle number of Ni2P2O7//KOH//rGO at 4mA cm−2 current density over 5500 cycles (inset: (i) initial 5 cycles after 50th
cycle and (ii) last 5 cycles after 5000th cycle).
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4. Conclusions

In conclusion, nickel pyrophosphate material in thin film form on
stainless steel substrate successfully prepared via simple chemical bath
deposition method. Morphological conversion from compact micro-
flower to leaf like structure were achieved by varying nickel:phosphate
molar ratio. Also, thickness of microplates decreases (2.17 to 1.13 μm)
as increasing phosphate content in the electrode. A well disperse leaf
like microstructure of nickel pyrophosphate exhibit highest specific
capacitance of 482 F g−1 at current density 3mA cm-2 with 99.73%
stability over 2500 cycles. The asymmetric device fabricated by com-
bining nickel pyrophosphate as cathode and rGO as anode electrodes.
The ASC device exhibits highest specific capacitance of 74.81 F g−1

with energy density of 26.6Wh kg−1 at a moderately high power
density of 870.6W kg−1. Also, ASC device exhibits 87.35% capacitive
retention over 5500 cycles. These results conclude that, nickel pyr-
ophosphate is a promising candidate as cathode in asymmetric super-
capacitor devices for practical applications.
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A B S T R A C T   

In present work, reproducible and economic chemical bath deposition method is used to deposit nickel phos-
phate thin films on stainless steel substrate for supercapacitor application and effect of anion precursors on 
structure and morphology of prepared thin film is studied. Change in structure from crystalline to amorphous is 
observed in prepared thin films due to precursor variation. Also, microplate to microsphere like morphological 
alteration is observed with the same. The microsphere like morphology of amorphous nickel phosphate thin film 
electrode exhibits the highest specific capacitance of ~1031 F g−1 (specific capacity 114.6 mAh g−1) at 
0.5 mA cm−2 current density. Its practical application is tested by preparing asymmetric supercapacitor device 
comprasing amorphous nickel phosphate thin film as positive electrode and reduced graphene oxide as negative 
electrode. Asymmetric device delivers highest specific capacitance of ~100 F g−1 at 6 mA cm−2 current density 
with energy density of 45.33 Wh kg−1 at a high power density of 1.5 kW kg−1 and offers 80% capacitance 
retention over 3000 cycles.   

1. Introduction 

Today’s increasing requirement of energy storage devices for high 
power applications catches researcher’s attention. Main requirements of 
energy storage device are reversible and fast release of electrical energy 
and that can be fulfilled by supercapacitor devices [1,2]. Numerous 
materials has been developed and studied by researcher for super-
capacitor application such as, transition metal oxides [3], hydroxides  
[4], sulfides [5] and phosphides [6]. To develop economical stabled 
material with high energy and power density for supercapacitor ap-
plication needs to explore new materials. In the search of inexpensive 
electrochemically active material, many researchers attracted towards 
metal phosphate materials for supercapacitor application [7]. 

Among metal phosphates, nickel and cobalt phosphate were widely 
studied for different application due to its earth abundancy and high 
conductivity. Moreover, several chemical methods were used to prepare 
nickel phosphate materials for supercapacitor application such as hy-
drothermal [8–12], microwave assisted [13], calcination [14,15], co- 
precipitation [16,17] and sonochemical [18,19] etc. Different chemical 
method offers different microstructure of nickel phosphate such as 
nano-microrod, microflower, nanosphere etc. that ultimately exhibits 

different electrochemical capacitive performances. 
However, very few reports explored the effect of precursor source 

on the microstructure and ultimately supercapacitive performance of 
the material. Li et. al achieved different morphologies of Ag3PO4 ma-
terial using simple way phosphate precursor variation from H3PO4 to 
Na2HPO4 in hydrothermal synthesis process. This experiment resulted 
tremendous change in morphologies in prepared material with respect 
to precursor variation. Analogous effects are studied in terms of su-
percapacitive perfomance, 3D tetrapod like microcrystals of Ag3PO4 

sample shows 1.6 times higher capacitance than a sample composed 
with irregular particles and some polyhedrons [20]. Selective shapes/ 
morphology of material can be prepared by changing precursors and 
these results are observed by Bi. et. al. only changing silver precursor 
from acetate to nitrate in the preparation of silver phosphate using 
precipitation process. Without using capping agent selective shapes 
from rhombic dodecahedrons to perfect cubes of silver phosphate were 
prepared. Photocatalytic activity of controlled but different morpholo-
gies were studied and reported that, the rhombic dodecahedrons are 
more catalytically active than perfect cubic structured material [21]. 
Similar type of results obtained by Gunjakar et. al. in the simple che-
mical bath preparation of silver phosphate thin films. Authors obtained 
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rhombic dodecahedrons and cubes of silver phosphate material in thin 
film form by varying phosphate precursor from sodium hydrogen 
phosphate to ammonium hydrogen phosphate and silver precursor from 
AgNO3 to Ag(CH3COO), and their photocatalytic activity were studied  
[22]. 

In this work, economic and reproducible chemical bath deposition 
method was used to synthesize nickel phosphate material in thin film 
form. Impact of anion precursor studied via only altering phosphate 
precursor in the synthesis process. Structural and morphological 
changes observed with respect to precursor variation. The impact of 
structural and morphological change on electrochemical super-
capacitive performance were studied. 

2. Experimental section 

2.1. Nickel phosphate thin film electrode preparation 

In typical synthesis, nickel chloride (NiCl2·6H2O) used as a source of 
nickel and urea (NH2CONH2) as a hydrolyzing agent, and varied source 
of phosphate precursor potassium dihydrogen orthophosphate 
(KH2PO4) and phosphoric acid (H3PO4). All chemicals purchased from 
Sigma Aldrich and used without any purification (AR grade). For 
synthesis of nickel phosphate thin film facile chemical bath deposition 
method was used. Chemical bath for the deposition of nickel phosphate 
was prepared from an aqueous solution of nickel precursor, phosphate 
precursor and urea. In this experiment, 0.033 M nickel precursor 
(NiCl2·6H2O), 0.066 M phosphate precursor and 0.075 M urea were 
mixed in a double distilled water to prepare a chemical bath. Effect of 
precursor on synthesized material elaborated by varying precursor of 
phosphate source. To distinguish effect of precursor two different che-
mical bath were prepared for synthesis process. First chemical bath 
prepared using potassium dihydrogen orthophosphate (KH2PO4) as a 
phosphate precursor and synthesized material denoted by P1. Similarly, 
second chemical bath prepared using phosphoric acid (H3PO4) as a 
source of phosphate and material denoted by P2. A cost effective 
stainless steel (SS) used as a conducting substrate for synthesis of nickel 
phosphate. The metallic substrate was cleaned with zero grade polish 
paper followed by washing with double distilled water and sonication. 
A well cleaned SS substrate vertically placed in a chemical bath. Both 
prepared bath heated at a temperature 363 K for 12 h. Finally, an apple 
green colored films were obtained on SS substrate after 12 h. After that, 
prepared films removed from chemical bath and rinse with double 
distilled water for 2–3 times for removal of loosely binded material and 
residue on it. Deposited films were dried naturally at room temperature 
and used for further all characterization. 

2.2. Preparation of rGO electrode 

Modified Hummer’s method was used for the synthesis of graphene 
oxide (GO) [23]. Prepared GO solution reduced hydrothermally and 
then freeze dried to get porous structure with enhanced surface area. 
The rGO electrode prepared using slurry which contains 75% rGO 
powder, 20% carbon black and 5% polyvinylidene fluoride (PVDF) with 
N-methyl 2-pyrrolidone (NMP). The prepared slurry coated on stainless 
steel substrate (1 X 1 cm−2), heated in an oven at 60 ⁰C for an hour and 
used as anode in asymmetric device for further study. 

2.3. Characterization techniques 

The crystal structure of obtained thin films were examined by X-ray 
diffractometer (XRD) from Rigaku miniflex-600 with Cu Kα 
(λ = 0.15425 nm) radiation. Fourier transform-infrared spectrometry 
(FT-IR) of prepared thin films analyzed by Alpha (II) Bruker unit, to 
study chemical bonding and functional groups. A Thermoscientific 
ESCALAB 250 (Thermo Fisher Scientific, UK) instrument was used for 

X-ray photoelectron spectroscopy (XPS) measurement. Surface mor-
phology and elemental distribution of prepared thin films examined 
using Field emission scanning electron microscopy (FE-SEM, JSM- 
7001F, JEOL). Specific surface area of samples were measured by 
Brunauer-Emmett-Teller (BET) analysis (Belsorp II mini). ZIVE MP1 
multichannel electrochemical workstation was used to study electro-
chemical capacitive properties of prepared thin film electrodes. 

2.4. Electrochemical measurements 

Three electrode system used to analyze electrochemical properties 
of prepared material at room temperature for supercapacitor applica-
tion. In this system, platinum plate and saturated calomel electrode 
(SCE, with saturated KCl solution) used as a counter and reference 
electrode, respectively. Prepared thin films of nickel phosphate used as 
a working electrode. Cyclic voltammetry (CV), galvanostatic charge- 
discharge (GCD) and electrochemical impedance spectrometry (EIS) 
was carried out in three electrode system to study supercapacitive 
performance of prepared thin films. Asymmetric device was fabricated 
using prepared best performing nickel phosphate thin film as positive 
electrode and reduced graphene oxide as negative electrode, and per-
formance studied in two electrode system using 1 M KOH electrolyte. 

3. Results and discussion 

3.1. Growth mechanism of prepared nickel phosphate thin film 

Nickel phosphate material synthesized on SS substrate using che-
mical bath deposition (CBD) method without using any surfactant and 
template. CBD method is based on conversion of aqueous solution into 
solid phase. Important factor in CBD method is direct deposition of 
material based on heterogeneous nucleation (on the surface of foreign 
body) and subsequent crystal growth of material on substrate surface. 
In this work, precursor of phosphate varied to analyze effect of pre-
cursor on crystal structure and morphology of product with same 
composition, reaction time and temperature. Here, precursor exhibit 
key factor in thin film growth and urea control hydrolysis by slow de-
composition in the form of CO2 and NH3. Released ammonia react with 
Ni2+ ions released from NiCl2·6H2O and form a complex [Ni(NH3)]2+ 

as follows,  

NiCl2·6H2O + NH3 → [Ni(NH3)]2+ + 6H2O + 2Cl−                   (1)  

Complex of nickel with ammonia act as a Ni2+ source and control 
the rate of reaction. On the other hand decomposition of phosphate 
carried out as follows,  

KH2PO4 → K+ + H2PO4
−                                                       (2)  

H3PO4 → H+ + H2PO4
−                                                        (3)  

Complex of [Ni(NH3)]2+ get reacted with H2PO4
− ions and get form 

a thin film of hydrous nickel pyrophosphate material as follows,  

2[Ni(NH3)]2+ + 2H2PO4
− +8H2O → Ni2P2O7·8H2O + 2NH3 

+ H2O + H2 ↑                                                                      (4)  

Decomposition of H3PO4 resulted the addition of H+ ions in bath 
solution which ultimately decreases pH of solution up to ~1.7 (P2 
sample bath) and provide high acidic medium during film formation. 
On the other hand, in the process of KH2PO4 decomposition bath so-
lution has ~4.1 pH (P1 sample bath), which is higher as compare to pH 
of P2 bath. So, high acidic medium influence the growth rate of ma-
terial and hence deposited weight of material of sample P2 
(0.416 mg cm−2) is very low as compare to sample P1 (3.18 mg cm−2). 
This difference in weight observed possibly due to variation in pH, 
which may restrict the growth of material. Adherent apple green color 

S.J. Marje, et al.   Materials Science & Engineering B 261 (2020) 114641

2



film obtained from both phosphate precursor bath using similar reac-
tion time, reaction temperature and composition. Schematic re-
presentation of synthesis process of nickel phosphate thin films is 
shown in Fig. 1. 

3.2. Structural and morphological analysis 

The Fig. 2 (a) represents XRD patterns of sample P1 and P2 on SS 
substrate. The P1 sample shows highly intense peak that confirm 
sample P1 have a crystalline nature. Highly intense peak of sample P1 
matches with JCPDS card no. 49–0672 and it confirm prepared material 
(sample P1) is hydrous nickel pyrophosphate. Interestingly, sample P2 
does not shows any peaks in XRD pattern rather than SS substrate peak, 
which conclude sample P2 has an amorphous nature. Peaks marked 
with ‘*’ in XRD patterns are corresponding to SS substrate. Only change 
in phosphate precursor responsible to get crystalline and amorphous 
phases of nickel phosphate material at the same deposition conditions. 
Amorphous nature of nickel phosphate may improve electrochemical 
properties of material by providing high surface area. Moreover, crys-
talline nature may offers excellent stability due to stable microstructure 
and good conductivity. 

FT-IR spectra of prepared sample in the range of 400–4000 cm−1 

displayed in Fig. 2 (b). FT-IR analysis used to identify present bonding 
and chemical composition in the prepared sample. In figure, peak at 
590 cm−1 revels a vibrational mode of metal oxygen bonding (Ni-O)  
[24]. Peaks at the position 753, 881, 942, 994, 1016 and 1073 cm−1 

assigned P-O stretching vibrational mode of PO4
3− or P2O7

4− anions  
[18,25,26]. Bending mode of water molecule observed at the peak 
position of 1352, 1384 and 1595 cm−1 [25,27]. Also, adsorbed water is 
identified by the peak position of 3025 and 3431 cm−1 [25,27]. Above 
results revels that, structural water content is present in the prepared 
material. Both material shows exactly similar peaks that confirm, both 
prepared sample have similar composition. Similar composition and 
hydrous content confirm prepared both materials are hydrous nickel 
phosphate. 

Surface chemical composition and valence states in the prepared 
material investigated by XPS analysis. XPS study of prepared sample P1 
and P2 are shown in Fig. 3. XPS survey spectra of sample P1 and P2 are 
displayed in Fig. 3 (a). Full spectrum of XPS confirms phosphorous, 
oxygen and nickel species are present in the prepared thin films. Fig. 3 
(b) shows the high resolution XPS spectra of Ni2p region. Two intense 
peak observed in Ni2p region at binding energy of 856.7 and 874.6 eV 
corresponds to Ni2p3/2 and Ni2p1/2, respectively. Also, two satellite 
peaks at binding energy 861.8 and 881.9 eV represents (Ni2+) state of 
Ni on the surface [28,29]. The XPS spectra of P2p region is shown in  
Fig. 3 (c), revels P-O bonding and pentavalent phosphorous availability 
by one intense peak at the binding energy 132.85 eV [28,30,31]. 
Moreover, high resolution spectra of O1s region displayed in Fig. 3 (d), 
peak at 529 eV confirms metal oxygen bonding (Ni-O), peak at 531 and 
532.9 eV reveals O in core level of phosphate and adsorbed water, re-
spectively [32–34]. Sample P1 and P2 shows peaks at similar binding 
energies that confirms prepared material over thin film is hydrous 

Fig. 1. Schematic representation of synthesis process of nickel phosphate.  

Fig. 2. XRD patterns and FT-IR spectra of P1 and P2 electrode.  
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nickel phosphate from both baths. 
Fig. 4 displays FE-SEM images of prepared sample P1 and P2. Mi-

croflower like structure is observed for sample P1, as shown in  
Fig. 4(a–c). Large number of microplates get closely packed connected 
and grown on each other resulted to a flower like morphology. At 

higher magnification in Fig. 4(b) dense and interconnected structure of 
microplates are observed. These microflowers consist microplates has 
an average thickness of 2.07 µm with sharp edges. Also, smooth surface 
of microplates for sample P1 is observed in Fig. 4 (c). However, when 
H3PO4 used as a phosphate source in synthesis, prepared material has a 

Fig. 3. (a) XPS survey spectra, (b) Ni2p spectrum, (c) P2p spectrum and (d) O1s spectrum of P1 and P2 electrode.  

Fig. 4. SEM images of P1 (a-c) and P2 (d-f) electrode at different magnification (X2000, X5000 and X10000, respectively).  
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particle like morphology as shown in Fig. 4 (d–f). It seems like micro-
spheres in Fig. 4 (d, e). At higher magnification in Fig. 4 (f) seen surface 
of microsphere fully filled with nanoparticles so may be it amorphous in 
nature. The microspheres prepared from nanoparticles have a diameter 
ranging from 1.2 to 2.2 µm, which makes rough surface. Rough surface 
may offer high surface area and it is important to improve performance 
of material. Sample P1 prepared using KH2PO4 as a precursor of 
phosphate in synthesis, bath solution shows less acidic medium (~4.1 
pH) than sample P2 bath solution. Sample P2 prepared using H3PO4 as 
a phosphate source, it makes chemical solution bath highly acidic (~1.7 
pH). At similar reaction condition two prepared material shows dif-
ferent morphologies it may be resulted due to variation in pH of bath 
solution. Similar change in morphology due to precursor variation ob-
served by Li et. al., they prepared 3D tetrapod like morphology of 
Ag3PO4 material and this morphology altered to polyhedron due to 
precursor variation [20]. Also, Bi et al. demonstrated morphology and 
precursor relation, they prepared rhombic dodecahedral morphology of 
Ag3PO4 and it transformed via precursor variation into smooth surface 
with sharp edged cubic structure [21]. It resulted that, morphology of 
material varied by precursor variation which changes the pH of che-
mical bath. 

In CBD method “bottom up” approach was used to deposit material 
on SS substrate. In this approach nucleation start on SS substrate by 
self-assembly process then material growth carried out by oriented at-
tachment process. Precursor variation offers pH variation that ulti-
mately influences morphology, schematic of material growth is shown 
in Fig. 5. Due to high pH of bath solution (P1 sample), after oriented 
attachment process further growth of material observed and that offers 
number of microplates which grown on each other and it seems like a 
microflower like structure. On the other hand, at low pH of bath so-
lution (P2 sample), growth of material is based on disintegration and 
reconstruction, this may be happens due to less stability of particles at 
low pH. Further with extending reaction time rearrangement process of 
material carried out due to coalescence process and Ostwald ripening 
process tends to form spherical microstructure of the material. In this 
Ostwald ripening mechanism, a smaller or less stable nucleus get dis-
solve which is near to large crystal due to ion formation. Eventually 
smaller nucleus disappears and it results into expense of smaller nucleus 
or particles. 

Fig. S1 (see ESI) display energy dispersive spectroscopy (EDS) of 
sample P1 and P2, which used to determine elemental composition of 
prepared material. It helps to identify the prepared material is made up 
from combining phosphorous with nickel and oxygen. The EDS spectra 
of sample P1 and P2 resulted that nickel, phosphorous and oxygen 
elements are existing in prepared samples. The atomic ratio of nickel 
and phosphorous in sample P1 and P2 are 1:0.56 and 1:0.76, respec-
tively. From EDS result it confirm that prepared material is nickel 
phosphate in thin film form with different morphologies. Brunauer- 
Emmett-Teller (BET) analysis used to measure specific surface area of 
both samples. Both sample shows a type II isotherm according to 
classification of International Union of Pure and Applied Chemistry 
(IUPAC) and displayed in fig. S2 (see ESI). Sample P2 shows high 
specific surface area (46.51 m2 g−1) as compare to sample P1 (36.09 m2 

g−1). BET confirms that microsphere like microstructure due to amor-
phous nature shows high surface area. The electrochemical perfor-
mance of material may be improved due to high specific surface area. 

3.3. Electrochemical study of nickel phosphate thin films 

Precursor variation impact on supercapacitive performance tested 
by three electrode system in 1 M KOH electrolyte. CV curves of sample 
P1 and P2 electrode plotted in Fig. 6 (a), scanned at 5 mV s−1 scan rate 
in window 0–0.5 V (vs SCE). In comparative analysis of CV graph, P2 
electrode shows much higher current area at very low scan rate of 
5 mV s−1 as compare to P1 electrode. Amorphous nature of material 
offers high surface area which improve electrochemical performance of 
material in terms of current response in CV curve and it resulted in to 
high areal capacitance. All CV curves from 1 to 20 mV s−1 scan rate of 
P2 electrode are displayed in Fig. 6 (b). Area of CV curve increases with 
increasing scan rate and pseudocapacitive nature revealed from redox 
peak observed in CV graph [19]. Similarly, P1 electrode scanned from 1 
to 20 mV s−1 scan rate, their CV graph at different scan rate are plotted 
and given in fig. S3 (a) (see ESI). 

GCD analysis of prepared thin film electrodes carried out in po-
tential window of 0–0.4 V (vs SCE) at various current densities. 
Comparative GCD graphs (at 0.5 mA cm−2 current density) of prepared 
P1 and P2 electrode are given in Fig. 6 (c). In this graph P1 electrode 
shows higher discharging time as compare to P2 electrode. Specific 

Fig. 5. Schematic representation of growth process of both crystalline and amorphous nickel phosphate material.  
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capacitance of prepared electrode by GCD graph calculated by fol-
lowing equation, 

= ×
×

Cs
w V
I t (F g )1

(5) 

where, Cs, I, t, w and V are specific capacitance (F g−1), current 
density (A), discharging time (s), weight of active material (g) and 
potential window (V), respectively. Areal capacitance of prepared 
electrodes by GCD graph calculated using following equation, 

= ×
×

C
V

I t
A

(mF cm )A
2

(6) 

where CA, I, t, A and V are specific capacitance (mF cm−2), current 
density (mA cm−2), discharging time (s), area of active material (cm−2) 
and potential window (V), respectively. Furthermore, specific capacity 
calculated by the following equation [10], 

= ×
×

I t
w

Q
3.6

(mAhg )s
1

(7) 

where, Qs, I, t andw are specific capacity (mAh g−1), current density 
(A), discharging time (s), weight of active material (g) and potential 
window (V), respectively. 

The GCD curves of P2 electrode at various gravimetric current 
densities (at areal current densities of 0.5–1 mA cm−2) are shown in  
Fig. 6 (d) and GCD graphs of P1 electrode are given in fig. S3 (b) (see 
ESI). The P2 electrode delivered highest specific capacitance of 1031.6 
F g−1 (specific capacity 114.6 mAh g−1) at 0.5 mA cm−2 areal current 
density and P1 electrode shows 249.3 F g−1 (specific capacity 27.7 
mAh g−1) at same current density. Specific capacitance with respect to 
current density graph for P1 and P2 electrode plotted and shown in  
Fig. 7 (a), as increase in current density specific capacitance of elec-
trode decreases as decreasing discharging time and at low current 

density offers higher specific capacitance. Specific capacitance is low at 
high current density because of all microstructures are not able to react 
with the electrolyte at high current density due to less interaction time  
[35]. Also, areal capacitance with respect to areal current density cal-
culated using Eq. (6) and plotted in Fig. 7 (b). Obtained results are 
compared with available literature in Table S1 (see ESI) in terms of 
morphology, capacitance and stability [9,10,12,13,16–18]. Prepared 
amorphous nickel phosphate electrode exhibits little low capacitance as 
compare to reported data. This results observed may be due to SS 
substrate used as a current collector which does not added their capa-
citance but in all previous work nickel foam used as a current collector 
which takes part in electrochemical reaction and helps to improve the 
performance of active material by adding self capacitance [36]. 

EIS spectrum of nickel phosphate electrodes tested in the range of 
frequency 1 MHz-10 mHz at open circuit potential and plotted in Fig. 7 
(c) with best fitted data for P2 electrode. Nyquist plot of P1 and P2 
electrode revels both material shows nearly similar solution resistance 
(Rs) (1.65 and 1.55 Ω, respectively) but different charge transfer re-
sistance may be due to different morphology. Low value of charge 
transfer resistance (Rct) responsible for quick reaction kinetics and re-
sulted into improved electrochemical performance [37]. The P2 elec-
trode (180.2 Ω) shows low Rct value in comparison with P1 electrode 
(394.6 Ω). Equivalent circuit for fitted data drawn and shown in inset of  
Fig. 7 (c). In fitted circuit Rs is solution resistance, R is a combined 
resistance of nickel phosphate film deposited on substrate, charge 
transfer and adsorption resistance, W is Warburg resistance and Q is 
general imperfect capacitor [38]. 

3.4. Asymmetric supercapacitor (ASC) device 

Low crystalline or amorphous nature leads to improve 

Fig. 6. (a) Comparative CV curves of P1 and P2 electrode at 5 mV s−1 scan rate, (b) CV curves of P2 electrode at different scan rate from 1 to 20 mV s−1, (c) 
Comparative GCD graph of P1 and P2 electrode at gravimetric current density (at constant 0.5 mA cm−2 areal current density) and (d) GCD graph of P2 electrode at 
various gravimetric current density. 
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electrochemical performance of electrode than well crystalline nature. 
So, practical usefulness of amorphous nickel phosphate electrode stu-
died via preparing an asymmetric device. An asymmetric device fabri-
cated using amorphous nickel phosphate (P2) thin film electrode as 
positive electrode and reduced graphene oxide (rGO) as negative 
electrode. Electrochemical study of rGO electrode carried out in 1 M 
KOH electrolyte in three electrode system. CV and GCD study of rGO 
electrode tested in negative window of 0 to −1 V (vs SCE) and graphs 
are given in fig. S4 (a) and (b) (see ESI), respectively. Specific capaci-
tance of the rGO electrode calculated from GCD curve using Eq. (5). 
Specific capacitance with respect to current density graph plotted and 
shown in fig. S4 (c) (see ESI). The rGO electrode exhibits maximum 
specific capacitance of 163 F g−1 at 1.25 mA cm−2 current density. 
Nyquist plot of rGO electrode, fitted data and fitted circuit are shown in  
fig. S4 (d) (see ESI). 

CV graph of amorphous nickel phosphate and rGO thin film elec-
trodes at 20 mV s−1 scan rate in different potential window is shown in  
Fig. 8 (a), that is useful to select potential window for asymmetric de-
vice. In asymmetric device to obtain better results, theory of mass 
balance is most important, it was achieved by balancing mass of posi-
tive and negative electrode material using following equation, 

= ×
×

+

+ +

m
m

C V
C V (8)  

where, +m or( ), +V( or ), and +C or( )are the mass of active material 
(g), potential window (V), and specific capacitance (F g−1) of positive 
and negative electrode, respectively [39]. Optimal potential window for 
asymmetric supercapacitor (ASC) device decided from CV curves of 
device taking in different potential windows, shown in fig. S5 (a) (see 
ESI). Fig. S5 (a) suggest that 1.8 V is the best operating potential 
window for ASC device because above that potential, CV curve shows 
little straight line which demonstrate water splitting. Similar result 

obtained from GCD curves of ASC device in different potential window, 
displayed in fig. S5 (b) (see ESI). CV curves of ASC device within op-
timal potential window at different scan rate from 5 to 100 mV s−1 

tested and shown in Fig. 8 (b). Good reversibility of device reveled from 
high scan rate CV curve. Fig. 8 (c) demonstrated GCD curves of ASC 
device at various current densities from 6 to 10 mA cm−2. Specific 
capacitance of ASC device from GCD graph calculated using Eq. (5) and 
plotted in Fig. 8 (d). ASC device exhibits highest specific capacitance of 
100.7 F g−1 at 6 mA cm−2 current density and at higher current density 
it decreases up to 62.4 F g−1. At higher current density less time is 
available for material and electrolyte interaction, but at lower current 
density ions can easily interact with material and stores higher charges. 

The crucial factors in supercapacitors are energy density (E) and 
power density (P) calculated using equation as follows, 

= × ×E Cs V0.5 ( )
3.6

(Whkg )
2

1
(9)  

And 

= ×P E
t
3.6 (kWkg )1

(10)  

where, Cs, V , and t represents specific capacitance (F g−1), po-
tential window (V) and discharging time (s), respectively. Ragone plot 
of ASC device with the comparative literature data is plotted in Fig. 9 
(a) [9,10,13,16–19]. ASC device delivers highest energy density of 
45.33 Wh kg−1 at power density of 1.5 kW kg−1. Composites of nickel 
phosphate on nickel foam shows little higher energy density values but 
only nickel phosphate shows lower values than present study. Nickel 
foam added their capacitance during charging discharging due to 
conversion of surface atom of Ni to NiO, it helps to improve total ca-
pacitance of electrode and device, and dominates actual active material 
performance [36]. But in this study, SS substrate used as a backbone to 

Fig. 7. (a) Graph of gravimetric specific capacitance vs gravimetric current density for P1 and P2 electrodes, (b) Graph of areal capacitance vs areal current density 
for P1 and P2 electrodes and (c) Nyquist plot of P1 and P2 electrodes (inset: equivalent circuit for P2 electrode). 
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deposit material, which does not electrochemically active material to 
enhance electrochemical performance, it only plays a role of conducting 
collector. Herein, results reported are only of nickel phosphate and rGO 
as active materials. 

Nyquist plot of ASC device and its fitted data are shown in Fig. 9 (b), 
EIS study carried out in the frequency range of 1 MHz-100 mHz at open 
circuit potential. Semicircle in high frequency region represent charge 
transfer resistance (Rct) between electrode and electrolyte, starting 
point of semicircle represents solution resistance (Rs) and straight line 
in low frequency region stands for Warburg resistance (W). Low Rct 

value means fast kinetics of electrochemical reaction, which improve 
electrochemical performance. ASC device shows Rs and Rct values of 
1.78 and 237.69 Ω, respectively. A low Rs value demonstrated high 
electrical conductivity of electrode material and electrolyte, it is im-
portant for good electrochemical performance [37]. Equivalent circuit 
of best fitted data shown in inset of Fig. 9 (b), in fitted circuit Rs is 
solution resistance, combination of R1 and R2 is charge transfer re-
sistance, W is Warburg resistance and Q is general imperfect capacitor  
[40]. The electrochemical stability of ASC device tested in 1 M KOH 
over 3000 GCD cycles at 10 mA cm−2 current density and shown in  
Fig. 9 (c). Initial and final 10 cycles of GCD are plotted in the inset of  
Fig. 9 (c). After 3000 GCD cycles ASC device exhibits 80% capacitive 
retention, during initial steps material shows little improvement in the 
value of specific capacitance due to increment in active material vo-
lume during ions insertion and extraction [41]. Then decrement in mass 
of active material resulted into further little decrement in capacitance. 

Overall in this study, selective morphologies are utilized to achieve 
high electrochemical performance of material. Crystalline to amor-
phous structure of nickel phosphate material is achieved by anion 
precursor variation. Amorphous phase phosphate material shows 4 fold 

performance than crystalline. This results obtained due to amorphous 
material have number of defects in structure that may offers unique 
physical and chemical properties to it and which offers good electro-
chemical performance [42]. Electrolytic ions easily diffused in amor-
phous material due to its defect rich structure, which offers high surface 
area and useful to access more active material [43]. Also, amorphous 
material offers long term stability compared to its crystalline structure 
because amorphous structure does not offers changes in strain during 
charging/discharging [44]. It is underlined that, amorphous nickel 
phosphate material is better than the crystalline nickel phosphate. 

4. Conclusions 

We achieve crystalline and amorphous nature of nickel phosphate 
thin films using simple chemical bath deposition method by varying 
anion precursor. Morphological evaluation from microflower to mi-
crosphere observed due to precursor variation which is dependence on 
pH of reaction bath. Amorphous nickel phosphate shows better elec-
trochemical results as compare to crystalline nickel phosphate. 
Amorphous nickel phosphate electrode delivers highest specific capa-
citance of 1031.6 F g−1 (specific capacity 114.6 mAh g−1) at 
0.5 mA cm−2 current density. ASC device fabricated using amorphous 
nickel phosphate as positive and rGO as negative electrode, it offers 
highest specific capacitance of 100.7 F g−1 at 6 mA cm−2 current 
density with energy density of 45.33 Wh kg−1 at 1.5 kW kg−1 power 
density, and delivered 80% specific capacitance retention over 3000 
GCD cycles. These results revels that, amorphous nickel phosphate 
material has a bright future in the field of energy storage devices. 

Fig. 8. (a) CV graphs of nickel pyrophosphate and rGO thin film electrodes at 20 mV s−1 scan rate, (b) CV graphs of ASC device at various scan rate from 5 to 
100 mV s−1, (c) GCD graph of ASC device at different current densities and (d) graph of specific capacitance with respect to current density of ASC device. 
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a b s t r a c t

Hydrogen production is an immediate need to replace the fossil fuels to keep environmental balance, and
water splitting is an effective solution in presence of catalyst through oxygen evolution reaction (OER)
and hydrogen evolution reaction (HER). Herein, for the first time, we have synthesized Iron Phosphate
Hydroxide (Fe2.95(PO4)2(OH)2) thin film electrode as a superior electrocatalyst by facile hydrothermal
method using binder free approach. The crystallographic properties are studied from X-ray diffraction
pattern, and Reitveld refinement analysis shows best fit with the tetragonal Lipscombite structure of Iron
Phosphate Hydroxide (Fe2.95(PO4)2(OH)2). Flower like structure consist of agglomerated nanorods on
micro and sub-micrometric spheres of Fe2.95(PO4)2(OH)2 exhibits lower overpotential of 281mV at
10mA/cm2 current density towards OER in alkaline (1M KOH) medium and maintains its activity after
12 h catalytic stability test. Moreover, prepared electrode shows HER with overpotential 165.7mV at
current density 10mA/cm2 in acidic (1MH3PO4) medium and demonstrates enhanced performance
(126.4mV overpotential) after 12 h catalytic stability. The Fe2.95(PO4)2(OH)2 thin film electrodes show
superior performance in OER and HER, compared with its oxide counterpart (Fe2O3).

© 2019 Elsevier Ltd. All rights reserved.

1. Introduction

Now days, a very intense work focused on the renewable energy
generation by different sources such as wind [1], solar [2], hydro-
dynamical [3], tidal [4] and geothermal [5], and utilization in
terms of electrical energy to control the global energy crisis and
reduce environmental issues. Hydrogen is one of the most clean
and potential renewable energy sources and the electrolysis of
water to generate Oxygen and Hydrogen molecules is the cost-
effective and efficient approach to get renewable energy [6e9].
The hydrogen evolution reaction (HER) and oxygen evolution re-
action (OER) are the fundamentals of typical water splitting reac-
tion and HER is comparatively easy which takes place at low
overpotential. On the other hand, water splitting efficiency is
largely constrained by the rate determining sluggish oxygen evo-
lution reaction (OER), which involves four proton-coupled electron
transfer causes high overpotential for O2 assembly. In

electrochemical energy sources, appropriate electrocatalysts are
crucial components of an energy efficient hydrogen generation. To
minimize the overpotential for OER and energy losses, a good
electrocatalyst must have high catalytic activity, superior conduc-
tivity and adequate electrocatalytic stability. The state-of-the-art
electrocatalysts considered to the noble metal-based valuable
materials such as Platinum (Pt), Ruthenium (Ru) and Iridium Ox-
ides (IrO2) have an identity as best OER catalysts due to low over-
potential [10e12]. However, these metals are very rare in the
Earth's crust, thus it is difficult to commercialize them. To create the
significant development in the field of electrocatalysis and there is
need to replace the conventional electrocatalysts. Amongst various
non-noble metal catalysts, transition metals are the promising
alternative for these rare metal electrocatalysts due to their smaller
d orbitals, lower crystal-field activation energies and competent
bifunctional catalytic properties for water splitting. Thematerials of
transition metals as Hydroxides, Sulphides, Selenides, Phosphates,
Phosphides, Nitrides, have great interest due to their Earth abun-
dance, high-efficiency and stability for large-scale energy produc-
tion [13e20].* Corresponding author.
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Very recently, Fe-basedmaterials are used as electrocatalysts for
OER, HER and ORR activity. The intentional and incidental incor-
poration of Fe in the Ni0.75Fe0.25(OH)2 as OER electrocatalyst was
studied by Trotochaud et al. and shows that, Fe exerts a partial-
charge transfer activation effect on Ni [21]. Off late, there is
increasing attention towards the transition metal based Phosphate
materials due to its attractive properties such as, unique atomic
geometry with open channels and high catalytic performance. The
Phosphate groups gives favourable condition for water molecule
adsorption and oxidation by distorting local atomic geometry and
facilitating the oxidation of metal atoms during proton coupled
electron transfer process. The compounds of transition metal
Phosphates have been used as potential electrocatalysts, especially
Cobalt, Manganese and Nickel based Phosphates [22e25]. Three
dimensional Nickel Phosphate was synthesized on Nickel foam
(which act as conducting support and Nickel source itself) by
autologous hydrothermal and Fewas doped by electrodeposition to
study the synergistic effect of doped Iron and Nickel Phosphate on
OER action [25]. Wang et al. synthesized FeCo Phosphate composite
particles by co-precipitation method and drop casted at room
temperature using Nafion solution to bind the particles on the
Carbon paper, which exhibits 273mV overpotential at 10mA/cm2

current density [26]. Fe-substituted Nickel Phosphate was synthe-
sized by chemical precipitation using Potassium Phosphate buffer
solution (containing K2HPO4 and KH2PO4) and NiCl2.4H2O as pre-
cursors of Phosphorus and Nickel, respectively. The ink of prepared
Fe-substituted Nickel Phosphate catalyst with Carbon black
dispersed in Nafion solution, and drop-casted on glassy carbon
electrode (GCE), which shows 330mV overpotential at 10mA/cm2

current density [24]. FeP nanoarray derived Iron Phosphate Borate
nanoarrays show 434mV to drive 10mA/cm2 current density for
OER [27]. Hollow Iron Phosphide�Phosphate composite nanotubes
synthesized by template-free hydrothermal coprecipitation
method and drop casted on GCE shows 280mV overpotential [28].
The alkali Iron Phosphates (NaFePO4 and KFePO4) synthesized by
solution combustion with Carbon coating, exhibits good oxygen
reduction reaction (ORR) activity [29]. Only few groups studied the
bifunctional water splitting catalytic property of Phosphate based
materials. Yoon et al. have synthesized porous and granular Cobalt
Iron-Phosphorous (CoxFe1-x-P) by electrodeposition method and
reported 290mV overpotential at 10mA/cm2 for OER and 169mV
overpotential at 10mA/cm2 for HER [30]. The microrod like
Ni11(HPO3)8(OH)6 exhibits 232mV and 121mV overpotential for
OER and HER, respectively [31]. Still there is no single report on OER
and HER by using directly grown (binder free) Iron Phosphate thin
film electrocatalyst.

For the first time, we report the synthesis of Iron Phosphate thin
film electrocatalyst using facile hydrothermal method. Herein, we
are demonstrating the electrocatalytic oxygen evolution reaction
(OER) and hydrogen evolution reaction (HER) performances of
binder free Iron Phosphate and Iron Oxide thin films synthesized by
hydrothermal method on the stainless steel (SS) substrates. The
structural, morphological, compositional and electrochemical
properties of as synthesized Iron Phosphate thin films are explored
in detail.

2. Experimental section

2.1. Materials and substrate cleaning

The analytical reagent grade precursors and salts of Ferric
Chloride (FeCl3) (99% pure), Sodium Nitrate (NaNO3) (99% pure),
Potassium Dihydrogen OrthoPhosphate (KH2PO4) (98% pure) from
Sigma-Aldrich were purchased and used as it was without any
further purification process. The doubly distilled water (DDW) was

used as a solvent for all chemicals. The flexible SS-substrates were
cut into the pieces (1 cm� 6 cm) and very fine polished by zero
grade polish paper to clean. The polished substrates then thor-
oughly rubbed in laboratory soap solution and washed several
times by DDW. The washed substrates then transferred in the
mixture of Ethanol (99.9% pure) and DDW with the ratio 3:7 and
ultrasonicated for 10min.

2.2. Synthesis of Iron Phosphate and Iron Oxide thin films

A single step reaction procedure was followed for the direct
growth of Iron Phosphate thin films on SS-substrates by hydro-
thermal method. A hydrothermal bomb was prepared for the re-
action of Iron Phosphate thin films by 50ml solution of NaNO3
(1M) and KH2PO4 (0.15M) keeping for continuous stirring with
vigorous addition of 30ml FeCl3 (0.15M) solution. The resulting
solution containing cleaned SS-substrates were transferred to the
teflon lined hydrothermal bomb. The closed hydrothermal bomb
was kept in oven at 130 �C constant temperature for 14 h. To study
the effect of the thickness of film on the electrochemical perfor-
mance, Iron Phosphate thin films were deposited for different re-
action time (8 h, 10 h, 12 h, 14 h and 16 h). Furthermore, for the
comparison, another reaction solution was prepared for Iron Oxide
thin films by adding 50ml solution of NaNO3 (1M) and 30ml FeCl3
(0.15M) solution in the teflon lined hydrothermal bomb at same
reaction parameters as above for 14 h. The deposited Iron Phos-
phate and Iron Oxide thin films were removed from the reaction
bomb, washed twice in DDWand dried at ambient temperature. As
prepared thin films used for the further characterizations and
electrochemical water splitting.

2.3. Physical characterizations

The structural and crystallographic characteristics of Iron
Phosphate and Iron Oxide thin films were analyzed by X-ray
diffractometer D2-Phaser with the radiation source copper Ka

(l¼ 1.5406 Å) in the range (2q) 10e90�. The Fourier transform
infrared (FTIR) spectra were recorded in the range
(400e4000 cm�1) with Alpha (II) Bruker spectroscope. The
morphological properties and chemical composition were studied
by the FE-SEM and EDX spectroscopy (JSM-7001F, JEOL FE-SEM
Spectrometer).

2.4. Electrochemical characterizations

All electrochemical performances were studied on ZIVE MP1
electrochemical workstation in standard three electrode configu-
ration cell. Platinum metal plate as a counter electrode and a
Saturated Calomel Electrode (SCE) (saturated KCl) was used as a
reference electrode. The SS metal plates with directly deposited
Iron Phosphate and Iron Oxide catalysts thin films were used as a
working electrodes (Area¼ 1 cm2). To measure OER activity, 1M
KOH solution (pH¼ 14) was used as electrolyte and for HER mea-
surement, 1MH3PO4 (pH ¼ 1.5) electrolyte was preferred. The
electrochemical catalytic response in terms of OER and HER were
measured using linear sweep voltammetry (LSV) at scan rate 5 mV/
s in the potential window 0 to þ0.6 V vs SCE (for OER) and
0 to�1.2 V vs SCE (for HER). The cyclic voltammetry (CV) tests were
carried out in the potential window 0 to þ0.5 V vs SCE at 50 mV/s
scan rate. The electrochemical impedance spectroscopic (EIS)
studies were carried out in frequency range of 0.1 MHze100 mHz.
The chronoamperometric measurements were followed for the
long term stability tests. All the SCE potentials are then converted in
terms of Reversible Hydrogen Electrode (RHE) potentials and the
overpotential calculated by equations (1) and (2), respectively:
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VRHE ¼VSCE þ 0:059� pHþ 0:241 (1)

h¼VRHE � 1:23 (2)

where, VRHE (V) is the potential in terms of Reversible Hydrogen
Electrode (RHE), VSCE (V) is the potential in terms of Saturated
Calomel Electrode (SCE), and h (V) is the overpotential.

3. Results and discussion

3.1. Reaction mechanism and film formation

Synthesis of Iron Phosphate and Iron Oxide thin films was
achieved by the facile hydrothermal method on SS-substrates.
Basically, hydrothermal method is “bottom-up” approach, which
is based on the formation of solid phase followed by the nucleation,
coalescence and particle growth steps from the reaction solution.
The particle development process from precursor solution is clas-
sified with subsequent crystal growth, as the homogeneous and
heterogeneous nucleation. When particle seeds produced on the
heterogeneous substrate, the subsequent growth of a uniform thin
film is feasible. Sodium Nitrate (NaNO3) is used as an oxidizing
agent in the reaction along with Ferric Chloride (FeCl3), and Po-
tassium Dihydrogen OrthoPhosphate (KH2PO4) as precursors of
Iron and Phosphorus, respectively. By the addition of KH2PO4 and
NaNO3 solutions, reaction takes place and forms Trisodium Phos-
phate with HNO3 and KOH by-products, as given in reaction Eq. (3).

KH2PO4 þ3NaNO3 þ H2O/Na3PO4 þ 3HNO3 þ KOH (3)

Furthermore, after addition of FeCl3 in the solution, it reacts
with Trisodium Phosphate (Na3PO4) and forms a product of Iron
Phosphate in the solid form. The reaction equation for the Iron
Phosphate solid formation is proposed as given in Eq. (4).

3FeCl3 þ2Na3PO4 þ 2H2O/Fe3ðPO4Þ2ðOHÞ2 þ 6NaClþ 2HCl

þ Cl�

(4)

The formation of Iron Phosphate at themolecular level occurs by
the heterogeneous nucleation on the SS-substrate. These nuclides
grow by coalescing to form a crystalline uniform thin layer of Iron
Phosphate. The above reaction mechanism takes place at 130 �C
and 17 psi hydrothermal pressure. Thickness of the film was
measured by weight difference method and it exhibits around
551 nm for 14 h reaction time.

3.2. Structural analysis

The crystallographic properties were studied by X-ray diffrac-
tion patterns and shown in Fig. 1. Fig. 1(a) shows the diffraction
pattern of Iron Phosphate thin film deposited on SS-substrate. The
diffraction pattern matched with standard JCPDS data (Card No.-
98-004-5827) and confirms that, the deposited material is tetrag-
onal Lipscombite structured Iron Phosphate Hydroxide
(Fe2.95(PO4)2(OH)2) having space group “p 41212”. The Fig.1(a) also
shows the Reitveld refinement patterns of Fe2.95(PO4)2(OH)2;
where, red doted pattern represents the observed diffraction data,
black line pattern represents calculated data, vertical green ticks
represents the possible Bragg diffraction positions and blue line
pattern represents the difference between observed and calculated
data. The structural parameters of Fe2.95(PO4)2(OH)2 after refine-
ment were found to be: a¼ b¼ 7.30608 Å, c¼ 13.07000 Å and cell
volume¼ 697.660939Å3. Other specified crystallographic and cell

refinement parameters are given in Table S1 and Table S2 provides
its atomic co-ordinates. The 3D structural illustrations of the
Fe2.95(PO4)2(OH)2 crystal are designed in Vesta software from the
output files of Reitveld refinement and shown in Fig. 1(b and c). The
Fe2.95(PO4)2(OH)2 framework is built by sharing the edges of three
polyhedra of FeO6 bridging with the four PO4 tetrahedra, whereas
Phosphate ligands are arranged at 8b Wyckoff sites and distort the
cell geometry by providing large tunnels throughout the crystal
structure. Large tunnels are one of the reason for large cell volume,
and favourable to increase the swelling-shrinking capacity during
catalysis, which may increase the durability of the catalyst. On the
other side, X-ray diffraction pattern with Reitveld refinement pat-
terns of Fe2O3 is shown in Fig. 1(d). Diffraction pattern in Fig. 1(d) is
in good matching with the standard JCPDS data (Card No.- 98-002-
3369) and proves hexagonal Hematite structure of Iron(III) Oxide-
Alpha (Fe2O3) having space group “R-3 c”. The structural parame-
ters of Fe2O3 after refinement were found to be: a¼ b¼ 5.06992 Å,
c¼ 13.89790 Å and cell volume¼ 309.372728Å3. The cell refine-
ment and specified crystallographic parameters are given in
Table S3 and Table S4 provides its atomic co-ordinates. The 3D
structural illustrations of the Fe2O3 crystals are shown in Fig. 1(e
and f). Fe2O3 framework is built by sharing corners of the FeO3
trihedra interlinked with another FeO3 trihedra, distinguishing
open tunnels along a and b axes. The Fe3þ ion species are occupied
12c Wyckoff positions. As compared to Fe2O3, Fe2.95(PO4)2(OH)2
crystal have wide open channel structure along a, b, and c axes as
shown in Fig. S1.

3.3. FTIR vibrational analysis

Fourier Transform Infra-Red (FTIR) spectroscopy was used to
analyze the molecular bond formation in the hydrothermally syn-
thesized Fe2.95(PO4)2(OH)2 and Fe2O3 thin films. The FTIR spectra
from wavenumber 400 to 2000 cm�1 having intermolecular vi-
brations of metal-oxygen (M-O) bonding and Phosphate anion
(PO4

�) as shown in Fig. 1(g). The absorption bands at 463.29 cm�1

can be ascribed for the Fe-O vibrational modes from
Fe2.95(PO4)2(OH)2. The bending vibrational region (from wave-
number 500 to 650 cm�1) shows the absorption peaks of sym-
metric and asymmetric bending vibrations of PO4 bonding at
565.36 cm�1 and 595.30 cm�1, respectively. The absorption bands
of PO4 symmetric and asymmetric stretching are observed at 945.3
and 1065 cm�1, respectively [29]. The vibrational stretching ab-
sorption of water molecule is observed at 1629.14 cm�1 wave-
number. For Fe2O3 sample, the peaks observed at 436.88, 461.58
and 619.18 cm�1 are the stretching vibrational absorption bands of
Fe-O molecule and the peak at 1085.48 cm�1 gives the stretching
vibrational band of FeOOH molecule [32]. The H-O-H i.e. water
molecule vibrational stretching absorption is observed at the
wavenumber 1626.82 cm�1 [33]. The high wavenumber
(2000e4000 cm�1) are given in Fig. S2 in ESI. Fig. S2 shows the
broad vibrational band of O-H molecules. Broadening of the ab-
sorption band for Fe2.95(PO4)2(OH)2 exhibits that, formation of
hydroxide, and is supportive to the XRD results.

3.4. Surface morphological and elemental analysis

Surface morphological properties of Fe2.95(PO4)2(OH)2 and
Fe2O3 thin films deposited for 14 h reaction time on SS-substrates
were studied and shown in Fig. 2. The Fig. 2(aed) shows the FE-
SEM images of Fe2.95(PO4)2(OH)2 thin films at different magnifica-
tions, and confirms the presence of sub-micrometric grains of the
size around 0.261 mm and distributed on and around the large
particles (average size around 1.291 mm). The microparticles are
formed due to the agglomeration of small particles during growth
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Fig. 1. (a) XRD patterns with Reitveld refinement patterns of Fe2.95(PO4)2(OH)2, (b, c) 3D-crystal structures of Fe2.95(PO4)2(OH)2 defined from fitting data and plotted in Vesta
software, (d) XRD patterns with Reitveld refinement patterns of Fe2O3 thin films deposited at 14 h reaction time, and (e, f) 3D-crystal structures of Fe2O3 defined from fitting data
and plotted in Vesta software, and (g) FTIR spectroscopic analysis of Fe2.95(PO4)2(OH)2 and Fe2O3 thin films.
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of the film.With the closer eye of the FE-SEM, it is observed that the
surface of Fe2.95(PO4)2(OH)2 microspheres is rougher compared
with the Fe2O3. The nanorods (~210 nm length) are grown and
agglomerated individually on themicrospheres and some nanorods
looks like nanoflakes over microspheres (shown in circles of
Fig. 2(d)). From Fig. 2(e), it is observed that the Fe2O3 particles are
uniformly distributed over the substrate. With the high magnifi-
cation of FE-SEM, it is observed that the spherical and spheroidal
sub-micrometric individual particles of size around 0.733 mm. The
spherical and spheroidal shapes of the particles are highlighted by
the circles and ellipses in Fig. 2(h). Overall particle size around

1e1.3 mm is observed for all Fe2.95(PO4)2(OH)2 thin films deposited
for 8 h, 10 h and 16 h reaction time (see Fig. S3 in ESI). Interestingly,
the surface modification of the spheres is observable for the reac-
tion time 8 h to 16 h, shown in higher magnification FE-SEM images
(see ESI Figs. S4(aee)). For 8 and 10 h reaction time, deposited
material show smooth surface of microparticles, moreover the
nanorods and nanoflakes are observed over the microspheres for
12e16 h reaction time. Nanosized flake like structures
(200e225 nm) is observed over microspheres of Fe2.95(PO4)2(OH)2
deposited for 12 h reaction time. For 16 h reaction time, there are
completely agglomerated flakes can be seen over the microsphere.

Fig. 2. Surface morphology of Fe2.95(PO4)2(OH)2 thin film at different magnifications (a) 4 K, (b) 8 K, (c) 15 K and (d) 20 K; surface morphology of Fe2O3 thin film at different
magnifications (e) 4 K, (f) 8 K, (g) 15 K and (h) 20 K.
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Such nanorod like and nanoflake like structure can provide large
surface area, which is beneficial for the catalytic activity. To confirm
elemental presence and their percentage, EDS analysis is per-
formed. Figs. S5(a and b) shows the graphical representation of
elements and inset tables show weight and atomic percentages of
the Fe2.95(PO4)2(OH)2 and Fe2O3 samples. It is observed that, the
Fe2.95(PO4)2(OH)2 sample contains Fe/O ratio is 0.98:1 and Fe/P
ratio is 4.5:1 and Fe2O3 sample contains atomic ratio of Fe/O is
1.31:1. It confirms that, the Iron rich Fe2.95(PO4)2(OH)2 and Fe2O3 is
formed.

3.5. Electrochemical catalytic performance analysis

The electrochemical properties of the as prepared thin films of
Fe2.95(PO4)2(OH)2 were tested for the electrochemical water split-
ting in terms of OER and HER. To evaluate the catalytic activity, the
linear sweep voltammetry (LSV) analysis was carried out in 1M
KOH electrolyte for OER and in 1MH3PO4 electrolyte for HER test at
5mV/s scan rate. The polarization curves for OER activity were
plotted in potential range 1.05e1.65 V vs RHE for Fe2.95(PO4)2(OH)2
thin films deposited at different reaction time and shown in
Fig. 3(a). All the LSV curves show similar nature and continuous
increase in current density with increasing thickness of the film up
to the 14 h deposition time and again decreases for further. It
confirms that, the most active thickness was achieved by the
deposition for 14 h and it is obtained around 551 nm. The
Fe2.95(PO4)2(OH)2 thin film deposited for 14 h reaction time shows
low overpotential 281mV at 10mA/cm2 current density and very
high current density about 125mA/cm2 at 420mV overpotential. To
evaluate electrocatalytic activity, the materials were further

examined by the cyclic voltammetry (CV) tests, performed in the
potential window of 0 to þ0.55 V vs SCE (1.05e1.55 V vs RHE) at
constant scan rate 50 mV/s. All the redox (oxidation/reduction)
peaks observed in cyclic voltammogram are due to the conversion
of Fe2þ to Fe3þ and vice versa, during the anodic and cathodic
sweeps of voltage [34]. The Fe2.95(PO4)2(OH)2 thin films deposited
at 14 h shows best cyclic performance than the other catalyst, as
shown in Fig. 3(b). It is observed that, the optimum thickness of
electrode shows excellent performance. Such result observed due
to the presence of the abundant active sites at sufficient thickness
of material for intercalation/deintercalation of ions and efficient
charge transfer. At lower thickness, the deposited material may not
offers sufficient active sites to show better electrochemical current-
voltage response. On the other hand, when the film thickness
exceed from its optimum thickness, the charge transfer from one
site to the other up to the charge collecting plate (SS) becomes
sluggish and more resistive.

The variation of overpotential as a function of reaction time is
plotted as bar diagram in Fig. 3(c). The values of overpotential and
onset potential for all samples are tabulated in Table S5. The close
proximity into OER mechanism and reaction rate kinetics of the
catalytic activity are obtained by Tafel plot and slope which signify
different rate determining steps enclosed by a given pathway. If the
OER catalyst have higher OH� ion affinity to adsorb on the surface
and form an OH� intermediate then the electrocatalytic O2 gener-
ation is efficient. If the formation of that intermediate state attain
faster, then those steps are the rate determining. Fig. 3(d) shows the
Tafel plot of the 8 h, 10 h, 12 h, 14 h and 16 h samples of
Fe2.95(PO4)2(OH)2 and shows the smallest Tafel slope 46.48 mV/dec
for sample prepared at 14 h and values for all samples are given in

Fig. 3. (a) LSV plots at 5mV/s scan rate, (b) Cyclic voltammetry at 50mV/s scan rate, (c) comparative bar diagram of overpotential variation, and (d) Tafel plots of Fe2.95(PO4)2(OH)2
thin films deposited for different reaction times (8h, 10h, 12h, 14h and 16h).
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Table S5. This indicates that, the Fe2.95(PO4)2(OH)2 thin film
deposited for 14 h reaction time shows better electrocatalytic OER
performance with high catalytic reaction rate [35].

For comparison, the electrocatalytic performance of bare SS-
substrate, best performed Fe2.95(PO4)2(OH)2 and Fe2O3 prepared
at same conditions were tested. The LSV plots from Fig. 4(a) show
that, the bare SS-substrate cannot show catalytic activity up to
1.56 V overpotential. The sample Fe2.95(PO4)2(OH)2 thin film
deposited for 14 h shows best ever OER catalytic activity than the
Fe2O3 thin film. To investigate results from LSV, electrochemical
active area was studied by CV curves for Fe2.95(PO4)2(OH)2, Fe2O3
and SS. As shown in Fig. 4(b), the cyclic voltammetry curve at a scan
rate of 50mV/s of bare SS cannot show electrochemical perfor-
mance as compared with Fe2.95(PO4)2(OH)2 (14h) and Fe2O3 (14h)
thin films. A very good electrochemical performance with high
current density was shown by Fe2.95(PO4)2(OH)2 and Fe2O3 thin
films. The CV plot of Fe2O3 shows lower current under curve than
the Fe2.95(PO4)2(OH)2 electrode. The comparative Tafel plots of SS-
substrate, Fe2.95(PO4)2(OH)2 and Fe2O3 are given in Fig. 4(c) and
corresponding values are tabulated in Table S5. This result con-
cludes that, the development of Phosphate can tune the electronic
structure around Iron, which is complimentary to accelerate the
charge transfer process [21,25,36] and this may predict the smaller
charge transfer resistance (as compared to Fe2O3) in the catalysis
process. Also, comparison of Fe2.95(PO4)2(OH)2 thin film sample
with some previously reported transition metal based and also
noble metal based materials synthesized by various methods is
shown in Fig. 4(d). From the bar diagram, one can see that the
hydrothermally prepared Fe2.95(PO4)2(OH)2 thin films for 14 h re-
action time shows lower overpotential [24,27,37e47].

For handy application, the essential requirement is high stability
of catalyst at the time of oxygen evolution. So, the long term oxygen
evolution catalytic activity was tested by chronoamperometry in
1M KOH for Fe2.95(PO4)2(OH)2 and Fe2O3, and shown in Fig. 5(a). At
fixed overpotential 290mV, the catalyst Fe2.95(PO4)2(OH)2 thin film
was tested for 12 h and compared with the Fe2O3 thin film catalyst.
It is found that, the hydrothermally synthesized Fe2.95(PO4)2(OH)2
thin film catalyst demonstrates stable oxygen evolution activity at
least for 12 h. After the long term stability test, the electrochemical
polarization curves were studied to understand the catalytic
retention of the synthesized catalyst and shown in Fig. 5(b). The
increase in overpotential observed in LSV curves of the
Fe2.95(PO4)2(OH)2 and Fe2O3 thin film catalysts after stability may
be due to the material utilization in catalytic activity for long
duration, where, some amount of material degrades in the elec-
trolyte [48]. There is slight increase in the overpotential by 12mV
for Fe2.95(PO4)2(OH)2 and 33mV for Fe2O3 thin film catalysts, since
the thickness of the material plays vital role in catalytic perfor-
mance (overpotential). Corresponding Tafel slopes of
Fe2.95(PO4)2(OH)2 and Fe2O3 thin film catalysts after stability were
evaluated from LSV curves. From Fig. 5(c) it is observed that, there is
increase in the slope for both catalysts (56.37 mV/dec for
Fe2.95(PO4)2(OH)2 and 82.94 mV/dec for Fe2O3) than the before
stability test. To investigate the kinetics of electrochemical activity,
the electrochemical impedance spectroscopy (EIS) was carried out
before and after the catalytic stability. The typical Nyquist plots of
the catalysts Fe2.95(PO4)2(OH)2 and Fe2O3, with equivalent circuit
fitting are shown in Fig. 5(d), and quite smaller impedance profile
than the previous reports [49,50]. As expected, the charge transfer
resistance (Rct) of the Fe2.95(PO4)2(OH)2 thin film catalyst is small

Fig. 4. Comparison of (a) LSV plots at 5mV/s scan rate, (b) Cyclic voltammetry at 50mV/s scan rate, (c) Tafel plot of bare SS and thin films of Fe2.95(PO4)2(OH)2 and Fe2O3 deposited
for 14h reaction time (d) Comparative diagram of reported literature overpotentials for different transition metal based and noble metal based catalysts, and the present work.
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(635.51U) as compared to Fe2O3 catalyst (763.44U) before catalytic
stability test. After long term (12 h) OER catalytic performance, the
Rct of Fe2.95(PO4)2(OH)2 thin film is increased to 724.66U. Increase
in impedance can cause the increase in overpotential after stability
test. For Fe2O3, value of Rct dramatically increased from 763.44U to
5882.10U afters stability test. General imperfect capacitor (Q) is
introduced into the circuit due to the semi-infinite diffusion of
charges, and Q is nothing but the constant phase element that takes
into account the interfacial irregularities such as porosity, rough-
ness, and geometry [51]. The value of Q is slightly decreased after
12 h stability test for both Fe2.95(PO4)2(OH)2 and Fe2O3 catalyst
materials. The values of fitted circuit parameters are tabulated in
Table S6 (see ESI).

The hydrogen evolution reaction (HER) was studied for the
Fe2.95(PO4)2(OH)2 and Fe2O3 thin film catalyst electrodes by
applying potential at the range 0.33 to�0.86 V vs RHE in 1MH3PO4
electrolyte. The polarization curves (LSV) of Fe2.95(PO4)2(OH)2 and
Fe2O3 electrodes were carried out as shown in Fig. 6(a), depicts
rapid cathodic current rise and steeper curves of both
Fe2.95(PO4)2(OH)2 and Fe2O3 catalyst electrodes. At
potential �0.86 V vs RHE, the maximum current densities for
Fe2.95(PO4)2(OH)2 and Fe2O3 electrodes are 208.7mA/cm2 and
176.7mA/cm2, respectively. The overpotential of Fe2.95(PO4)2(OH)2
electrode is recorded as 165.7mV and for Fe2O3 electrode as
216.1mV at 10mA/cm2 current density. The Fe2.95(PO4)2(OH)2 thin
film electrode catalyst shows best performance than the Fe2O3

catalyst. The HER rate determining kinetics (process to convert
proton into adsorbed hydrogen) was studied by plotting Tafel slope
and it is clear that, smaller the Tafel slope delivers faster hydrogen
evolution reaction. The Fig. 6(b) shows high reaction rate and lower

85.54 mV/dec Tafel slope for Fe2.95(PO4)2(OH)2 catalyst electrode
and 97.66 mV/dec for Fe2O3 catalyst. The long term HER catalytic
stability was studied for 12 h in the chronoamperometric mode. A
fixed overpotential 170mV was applied to Fe2.95(PO4)2(OH)2 cata-
lyst electrode and 220mV for Fe2O3 catalyst electrode through
chronoamperometric stability and shown in Fig. 6(c). Initially,
catalytic sites of Fe2O3 catalyst become more active and show good
performance, but after 6 h Fe2O3 catalyst degrade more in the
electrolyte and finally peeled off from substrate, and shows poor
performance. On the other hand, Fe2.95(PO4)2(OH)2 catalyst elec-
trode show best ever performance as tested for 12 h. The after
stability OER catalytic performance was tested by LSV and
compared with the LSV curve before stability, and shown in
Fig. 6(d). After stability of 12 h, the overpotential decreases to
126.4mV at 10mA/cm2 current density and the maximum current
density riches to 215.4mA/cm2 at overpotential �0.86mV vs RHE,
and all the hydrogen evolution catalytic performance tabulated in
Table S7 (see ESI). The whole region of Nyquist plot (from lower
frequency region 100mHz to higher frequency region 0.1MHz)
with the inset of best fitted equivalent circuit is shown in Fig. 6(e).
The Fig. 6(f) shows the magnified view of the Nyquist plot in the
higher frequency region. By fitting an equivalent circuit, we have
determined that, there is decrement in charge transfer resistance
(Rct) by 93.36U from 197.98U to 104.62U for the Fe2.95(PO4)2(OH)2
catalyst material after 12 h catalytic stability test. On the other
hand, for Fe2O3 catalyst material, charge transfer resistance (Rct)
gets drastically increased from 980.54U to 11320U. The value of Q
is slightly increased after 12 h stability test for the Fe2.95(PO4)2(OH)2
catalyst material. The best fitted circuit parameters are tabulated in
Table S8 (see ESI). As expected, Fe2.95(PO4)2(OH)2 thin film catalyst

Fig. 5. (a) Long term catalytic stability in chronoamperometric mode, (b) comparison of LSV plots before and after the stability test, (c) Tafel plot after stability, and (d) Nyquist plot
with equivalent fitted circuit of Fe2.95(PO4)2(OH)2 and Fe2O3thin film electrodes before and after stability.
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show small charge transfer resistance and fast reaction rate than
Fe2O3 thin film catalyst.

On the basis of electrochemical catalytic investigation, hydro-
thermally synthesized Fe2.95(PO4)2(OH)2 thin film catalyst elec-
trode show best ever performance for OER and HER in terms of low
overpotential, large electrochemical active area and small Tafel
slope. The achievement of low overpotential for HER and OER using
Fe2.95(PO4)2(OH)2 thin film catalyst is possible due to the novel
structure of sub-micrometric grains and nanoflowers made by
nanorods on and around the microspheres which act as an elec-
trocatalytic active centres. The superior water splitting in terms of
OER and HER makes Fe2.95(PO4)2(OH)2 as a competitor bifunctional
electrocatalyst to replace conventional noble metal catalysts. The
development of Phosphate could introduce (i) distorted local Fe
geometry and large open channels (tunnels) to increase swelling-
shrinking capacity, (ii) tune the electronic structure around Fe.

These features further facilitates (iii) increase in oxygen adsorbates
and (iv) reasonablywater splitting with improved stability, which is
complimentary to accelerate the charge transfer process.

4. Conclusions

In brief, Fe2.95(PO4)2(OH)2 thin film electrodes are successfully
synthesized using hydrothermal method as a binder free electro-
catalyst and compared with its oxide counterpart (Fe2O3). The
microspherical structure uncovered more active sites, resulting in
the superior water splitting performance. The optimized binder
free Fe2.95(PO4)2(OH)2 thin film (14 h sample) catalyst exhibited
highest OER activity with an overpotential of 281mV vs RHE at
10mA/cm2 current density in alkaline electrolyte, and HER activity
with an overpotential after stability 126.5mV vs RHE at 10mA/cm2

current density, in acidic medium. It is mainly due to the large

Fig. 6. HER catalytic activity test by (a) LSV plots, (b) Tafel slopes, (c) chronoamperometric mode catalytic stability, (d) comparison of LSV plots before and after stability, (e) Nyquist
plots before and after stability of Fe2.95(PO4)2(OH)2 and Fe2O3 thin film electrodes (inset figure shows an equivalent circuit fitted for the Nyquist plots), and (f)magnified view of the
Nyquist plot in the higher frequency region.
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number of catalytic active sites on the surface of Fe2.95(PO4)2(OH)2
material offered by flower like structured and agglomerated nano
rods on Micro and sub-micrometric spherical novel surface
morphology. Due to the structural and compositional merits, the
stabilization of Fe2þ active centres by the Phosphate framework,
the excellent long term catalytic stability proves the
Fe2.95(PO4)2(OH)2 thin film electrode have high structural stability,
robustness and best candidature as a electrocatalyst. The present
method demonstrates the development of novel architectures of
the binder free nano-micro structured Iron Phosphate thin film
electrodes for the water splitting, fuel cells, and metal-air batteries
applications.

5. Electronic supporting information (ESI)

Electronic supporting information (ESI) contains: Crystallo-
graphic and cell refinement fitness parameters of Fe2.95(PO4)2(OH)2
crystal, Atomic co-ordinates of Fe2.95(PO4)2(OH)2 crystal, Crystal-
lographic and cell refinement fitness parameters of Fe2O3 crystal,
Atomic co-ordinates of Fe2O3 crystal, Crystal structures of
Fe2.95(PO4)2(OH)2 and Fe2O3 extended in a, b, and c directions for
the representation of channel structures along the respective di-
rections, FTIR spectra at high wavenumber region of Fe2O3 and
Fe2.95(PO4)2(OH)2 thin films, FESEM images of Fe2.95(PO4)2(OH)2
thin films deposited for 8h, 10 h, 12 h and 16 h reaction time at
different magnifications, Higher magnification FE-SEM images of
Fe2.95(PO4)2(OH)2 thin film deposited for 8 h, 10 h, 12 h, 14 h and
16 h, EDS analysis of Fe2.95(PO4)2(OH)2 thin film, EDS analysis of
Fe2O3 thin film, Data of Electrochemical Oxygen Evolution Reaction,
Electrochemical impedance spectroscopic circuit parameters, Data
of Electrochemical Hydrogen Evolution Reaction, Electrochemical
impedance spectroscopic circuit parameters.
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ABSTRACT: In the present investigation, microflowers-like hydrous
cobalt phosphate is prepared via a facile single-step hydrothermal method
on stainless steel substrate. The microflowers-like morphology of hydrous
cobalt phosphate thin film consists of microplates and further microplates
converted to flakes by means of a change in length, width, and thickness
with urea variation. Hydrous cobalt phosphate thin film electrode
demonstrates a high specific capacitance of 800 F g−1 at 2 mA cm−2 with
33.62 Wh kg−1 energy density and 3.12 kW kg−1 power density. By taking
advantage of hydrous cobalt phosphate thin film (as a cathode electrode)
and copper sulfide thin film (as an anode electrode), the asymmetric
devices (aqueous/all-solid-state) are fabricated. Aqueous asymmetric
device shows a high specific capacitance of 163 F g−1 at 2 mA cm−2 with
an energy density of 58.12 Wh kg−1 and power density of 3.52 kW kg−1.
Moreover, the all-solid-state asymmetric supercapacitor device delivers a high specific capacitance of 70 F g−1 at 2 mA cm−2

with 24.91 Wh kg−1 energy density and 2.63 kW kg−1 power density in PVA−KOH gel electrolyte. The long-term cyclic stability
(94% after 3000 cycles) and actual practical demonstration (lightning 65 red LEDs) suggest an industrial application of the all-
solid-state asymmetric device.

KEYWORDS: Cobalt phosphate, Hydrothermal method, Microflowers, Solid-state asymmetric supercapacitor, Thin film

■ INTRODUCTION

Increasing demand for portable electronics (like mobile
phones, e-papers, laptops, etc.) has significantly encouraged
the research community to fabricate high-performing electric
energy storage devices.1−3 Among the various types of energy
storage devices, a supercapacitor (SC) is the supreme choice
for clean and green energy, which offers excellent character-
istics such as good cycle stability, high power density, and
environmental benignity and is presently employed in hybrid
vehicles, consumer electronics, and renewable energy storage
devices,2−5 though the major challenges of a supercapacitor are
less stability at high-rate conditions and low energy density (as
compared to batteries), which significantly constrains its
application.5 As per the energy density equation (0.5 CV2),
to increase the energy density development of new electrode
materials with a high capacitance (C) is one way and another is
to build a supercapacitor device with a wide operating potential
window (V). Thus, new superior electrode materials having
high specific capacitances, long cycling lives, and rational
assemblies of anode and cathode materials in a supercapacitor
device are required to be investigated. Therefore, extensive

research has been devoted to fabricating asymmetric super-
capacitor devices using different cost-effective electrode
materials with high specific capacitance.6,7

Generally, carbon-based materials, e.g., carbon nanotubes
(CNTs), graphene and activated carbon (AC), conducting
polymers (e.g., polythiophene, polypyrrole, and polyanilines),
transition metal oxides/hydroxides/sulfides, and their compo-
sites, are employed as active materials for supercapacitors. The
transition-metal oxides, metal hydroxides, and metal sulfides
such as Co3O4,

8 MnCoO,9 RuOx,
10 β-Co(OH)2,

11 CoS,12

CoS2,
13 etc., have attracted significant attention as pseudoca-

pacitive electrode material, but they suffer from low specific
capacitance and energy density due to poor conductivity.14,15

Thus, there is a need to develop low-cost alternative electrode
materials to improve the performance of supercapacitors.
Recently, for supercapacitor as well as catalysis application,
various transition-metal phosphates have been studied and
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shown to exhibit exceptional performance.3,16−18 In particular,
cobalt phosphate is considered to be the best candidate as a
positive electrode material in energy storage devices, because
of outstanding redox activity, relatively low cost, earth
abundance, sustainability, and its eco-friendly nature.19 Various
morphologies of cobalt phosphate have been synthesized by
different methods and reported for supercapacitor applications.
Li et al.20 prepared a flower-like morphology of Co3(PO4)·
8H2O using a green precipitate process and reported a high
specific capacitance of 350 F g−1 at 1 A g−1 current density
with 102% stability retention over 1000 cycles. Pang et al.21

synthesized layered CoHPO4·3H2O by a hydrothermal
method, which exhibits a specific capacitance of 413 F g−1 at
a current density of 1.5 A g−1 with an energy density and
power density of 8.7 Wh kg−1 and 3225 W kg−1, respectively.
The flakes of Co3P2O8·8H2O were synthesized by Liu et al.22

using a chemical precipitation method and reported a
maximum specific capacitance of 205 F g−1 at 1 A g−1 current
density with 106% stability for 1000 cycles. Sankar et al.23

successfully synthesized nanograsses like Co3(PO4)2 using a
hydrothermal method, and nanograsses exhibit a specific
capacitance of 12 285 mF cm−2 at a scan rate of 5 mV s−1 with
an energy density of 0.405 mWh cm−2 at a power density of
1.065 mW cm−2. In the available literature, only a few articles
have reported the synthesis of cobalt phosphate electrodes for
supercapacitor application but possessing a low specific
capacitance and energy as well as power density. Still, there
is scope to enhance the capacitive performance of cobalt
phosphate through morphology tuning and preparing an
electrode using binder-free approaches.
Besides an increase in specific capacitance, widening the

operating voltage is an effective approach to improve the
energy density of devices. To enhance the electrochemical
capacitive performance of SCs, numerous positive and negative
electrode materials have been investigated. In several previous
works, various carbon-based negative electrodes have been
used in asymmetric devices (ASC) like carbon aerogel,
graphene, AC, graphite, CNT’s, etc. However, limitations to
choosing carbonaceous negative electrode materials are their
lower specific capacitance and high resistivity, which restrict
achieving high energy density.24 To enhance the specific
capacitance and energy density of asymmetric devices, an
emergent need is to find new alternative anode (negative)
electrode materials which combine the properties of a high
capacitance without sacrificing the operational potential
window. Recently, few pseudocapacitive materials such as
CuS,25 Fe2O3,

26 SnS,27 etc., have been investigated as a
negative electrode in an asymmetric device having a wide
negative potential window. Among them, copper sulfide (CuS)
is a fascinating negative electrode material for electrochemical
capacitors because of its high specific capacitance and wide
operating potential window, lower resistance, and abundant
availability in nature.25 The combination of cobalt phosphate
as a positive and copper sulfide as a negative thin film electrode
in aqueous or solid-state asymmetric supercapacitors has not
been investigated.
Encouraged by the above discussion, we fabricated an

asymmetric devices (all-solid-state and aqueous) with high
electrochemical performance by adopting Co3(PO4)2·8H2O
and CuS thin films as a cathode and anode, respectively.
Taking advantage of the binder-free approach, hydrous cobalt
phosphate thin film electrodes [Co3(PO4)2·nH2O] are
successfully synthesized with different morphologies by a

single-step hydrothermal method. The effect of urea
concentration on the morphological, structural, and con-
sequently electrochemical capacitive behavior of Co3(PO4)2·
nH2O electrodes is studied. Furthermore, the aqueous
asymmetric supercapacitor (AAS) and all-solid-state asym-
metric supercapacitor (ASSC) device are assembled in 1 M
KOH and PVA−KOH gel electrolytes, respectively. The
capacitive performance of Co3(PO4)2·8H2O//CuS-based
devices has been studied by means of specific capacitance,
energy, as well as power density and cyclic stability.

■ EXPERIMENTAL SECTION
Synthesis of Cobalt Phosphate Thin Films (as a Cathode

Electrode). Cobalt phosphate thin films are synthesized by a single-
step hydrothermal method, and all chemicals were purchased from
Sigma-Aldrich (purity ≈ 99.0%). In a typical synthesis, aqueous
solutions of 0.05 M cobalt chloride (CoCl2·6H2O) and 0.05 M
potassium dihydrogen orthophosphate (KH2PO4) were prepared in
double-distilled water (DDW). A stock solution of 36 mL (0.05 M) of
cobalt chloride and 24 mL (0.05 M) of potassium dihydrogen
orthophosphate was mixed, and four similar separate baths were
prepared. Then the different concentrations of urea [CO(NH2)2]
0.01, 0.025, 0.050, and 0.10 M were dissolved in the above-mentioned
four baths and named as CoPOU-1, CoPOU-2, CoPOU-3, and
CoPOU-4, respectively. The above solutions were stirred for 5 min
until the salts were completely dissolved. Then well-washed stainless
steel (SS) substrate was immersed vertically in the chemical baths,
and these baths were put in a hydrothermal autoclave for 90 min, at
393 K, under 18 psi pressure. The violet-colored cobalt phosphate
films were deposited over SS substrates after 90 min, which were
further rinsed 2−3 times in DDW and dried at ambient conditions.
As-prepared cobalt phosphate thin films were directly used as a
cathode electrode in asymmetric supercapacitor devices.

Synthesis of Copper Sulfide Thin Film (as an Anode
Electrode). To prepare copper sulfide (CuS) thin film over SS
substrate a facile chemical bath deposition (CBD) method was used.
In bath synthesis, copper sulfate (CuSO4·5H2O) and sodium
thiosulfate (Na2S2O3·5H2O) were taken as copper and sulfur
precursor, respectively, and tartaric acid (C4H6O6) was used as
complexing agent. Initially, 25 mL of a solution of 0.1 M CuSO4·
5H2O was added dropwise in 0.1 M C4H6O6 solution (25 mL) with
constant stirring. Furthermore, the pH (∼10) of the bath solution was
maintained by dropwise addition of liquid ammonia (NH3). Further,
separately prepared 0.1 M Na2S2O3·5H2O solution in 50 mL of DDW
was added to the above solution. Then 100 mL of the bath of the
above-prepared solution containing vertically immersed SS substrates
was kept at a constant temperature of 368 K for 240 min. After 240
min, well-adherent black-colored CuS in thin film form was covered
over SS substrate, and it was dried at room temperature. As-prepared
CuS thin films were exploited as anode electrode in the ASC devices.

Preparation of PVA−KOH Gel Electrolyte. Selection of the
proper gel electrolyte is essential for ASSC device construction
because it offers lower leakage, less water content, and most
importantly flexibility. The prepared PVA−KOH gel has various
advantages like good flexibility and high ionic conductivity, and it can
make good contact with the electrodes.25 The PVA−KOH gel was
prepared in the subsequent manner: first, 3 g of poly(vinyl alcohol)
(PVA) was dissolved in DDW (20 mL) by heating at 353 K with
constant stirring. Then 10 mL of a solution of 1 M KOH in DDW was
separately prepared and added in PVA solution. Later, the solution
was constantly stirred at room temperature to form a clear viscous
appearance. This viscous and transparent gel solution was applied as
an electrolyte and a separator in ASSC device fabrication.

Fabrication of Asymmetric Device (AAS and ASSC). In the
fabrication of an asymmetric supercapacitor device, as-prepared
Co3(PO4)2·8H2O and CuS thin films over a large area (5 × 5 cm2)
SS substrate were directly used as cathode and anode electrodes,
respectively. In AAS device fabrication, 1 M KOH is used as an
electrolyte. On the other hand, anode and cathode electrodes were
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soaked in PVA−KOH gel electrolyte and stacked on each other to
fabricate the ASSC device. The stack of electrode//gel//electrode
was pressed under a hydraulic pressure of 0.5 ton and assembled into
the sandwich-like ASSC device.
Materials Characterization. The crystal structures of the

obtained cobalt phosphate and copper sulfide electrodes were
analyzed using an X-ray diffractometer (Rigaku miniflex-600 with
Cu Kα (λ = 0.15406 nm)), functioned at 40 kV and 15 mA, at a scan
rate of 2°/min in the scanning range of 5° < θ < 80°. To observe
chemical bonding, the FT-IR spectra of samples were measured by an
Alpha (II) Bruker instrument. The field emission-scanning electron
microscopy (FE-SEM, JSM-7001F, JEOL) equipped with energy-
dispersive X-ray spectroscopy (EDS) (Oxford, X-max) technique was
used to observe the surface morphologies of cobalt phosphate and
copper sulfide thin films. The transmission electron microscopy
(TEM) image was recorded using a JEM-2100 instrument. A
Thermoscientific ESCALAB 250 (Thermo Fisher Scientific, UK)
instrument was used for X-ray photoelectron spectroscopy (XPS)
measurement. The ZIVE MP1 multichannel electrochemical work-
station equipment was used to measure the electrochemical properties
of thin film electrodes.
Electrochemical Capacitive Measurements. Study of the

electrochemical behavior of the electrodes was carried out using a
conventional three-electrode cell system in 1.0 M KOH electrolyte at
ambient conditions. The cobalt phosphate and copper sulfide thin
films (an exposed area ≈ 1 cm2) as working electrodes, a platinum
mesh (∼2 cm2) as a counter electrode, and mercury/mercury oxide
(Hg/HgO) as a reference electrode were used in the three-electrode
system. The electrochemical capacitive performance of the electro-
active materials was evaluated by cyclic voltammetry (CV),
galvanostatic charge−discharge (GCD), and electrochemical impe-
dance spectroscopy (EIS). The specific capacitance was derived from
the GCD curve using eq 1

C
I t
m Vs = × Δ

× Δ (1)

where I, ΔV, m, and Δt are the current density (mA cm−2), potential
window (V), mass of active materials (g), and discharge time (s),
respectively. The energy density (E, Wh kg−1) as well as power
density (P, W kg−1) of the supercapacitor were calculated from the
GCD curve using eqs 2 and 3, respectively

E
C V0.5 ( )
3.6
s

2

=
× × Δ

(2)

P
E

t
3.6= ×

Δ (3)

where ΔV, Δt, and Cs are voltage (V), discharge time (s), and specific
capacitance (F g−1), respectively. Electrochemical impedance spec-
troscopy (EIS) was conducted for all samples and measured at open-
circuit potential (OCP) with an amplitude of 10 mV in the frequency
range from 100 kHz to 100 mHz. The electrochemical properties of
the asymmetric device were evaluated by fabricating a two-electrode
system composed of cobalt phosphate thin film as positive electrode
(cathode) and copper sulfide thin film as negative electrode (anode).
To obtain the best electrochemical capacitive performance of the
asymmetric device, the mass ratio between the negative and the
positive electrode was evaluated by the theory of charge balance (Q+

= Q−), and accordingly the mass balance is obtained using eq 428

m
m

C V
C V

= × Δ
× Δ

+

−

− −

+ + (4)

where m(+ or−), ΔV(+ or−), and C(+ or−) are the mass (g), potential
window (V), and specific capacitances (F g−1) of the positive and
negative electrode, respectively.

■ RESULTS AND DISCUSSIONS
Formation and Growth Mechanism of Cobalt

Phosphate Thin Film. The formation and growth process
of cobalt phosphate thin films on SS substrate using different
urea concentrations by a facile hydrothermal method at 393 K
is illustrated in Scheme 1. Formation of the solid thin film from

a supersaturated solution bath involves two steps, nucleation
and particle growth. Nucleation is necessary for particle
growth, thin solid film occurs when heterogeneous nucleation
is promoted on the SS substrate, and homogeneous nucleation
is suppressed in the bulk solution.29 Further, growth of cobalt
phosphate thin films can take place by adsorption of colloidal
particles from the solution at the nucleation centers on the SS
substrate. Typically, at high temperature (at 365 K),
decomposition of urea gradually forms CO2 and NH4

+ ions
in solution, and released NH4

+ acts as a complexing agent in
the reaction bath.30,31 After decomposition of urea, NH4

+ and
Co2+ ions get complexed as [Co(NH3)]

2+. The amine complex
avoids rapid nucleation and controls the reaction rate by
gradually releasing Co2+ ions. At the same time, potassium
dihydrogen orthophosphate releases PO4− ions; finally, cobalt
(Co2+) and phosphate (PO4−) ions react to get a final product
of Co3(PO4)2·nH2O (where, n = 4, 8,...) material on SS
substrate in thin film form. The possible reaction mechanism is
given in eq 5.

n

n

3 Co(NH ) 2H PO H O

Co (PO ) H O 2H 3NH

3
2

2 4 2

3 4 2 2 2 3

[ ] + +

→ · + + ↑

+ −

Δ +
(5)

The deposited mass of cobalt phosphate in thin film form
was determined gravimetrically using the weight difference
method. Interestingly, from sample CoPOU-1 to CoPOU-3
the deposited weight of material is increased (0.57, 0.71, and
0.87 mg cm−2), which may be due to an increase in growth rate
with increasing urea concentration. However, a deposited mass
in CoPOU-4 sample (0.62 mg cm−2) is decreased with further
increase in urea concentration, which may be due to pilling off

Scheme 1. Schematic Diagram for the Preparation of
Hydrous Cobalt Phosphate Thin Films Using Different
Urea Concentrations
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the outer layer because of overgrowth of material. In the
present case, the concentration of hydrolyzing agent plays an
important role which affects the reaction rate and consequently
growth of thin films, which show variation in the weight of thin

films.32 According to the above growth mechanism, the violet-

colored cobalt phosphate grew on the SS substrate.
X-ray Diffraction, FTIR, and XPS Study. Figure 1a shows

the XRD patterns of hydrothermally prepared CoPOU series

Figure 1. (a) XRD patterns. (b) Crystal structure of hydrous cobalt phosphate [Co3(PO4)2·8H2O]. (c) FTIR spectra of hydrous cobalt phosphate
[Co3(PO4)2·nH2O; n = 4, 8] thin films.

Figure 2. XPS spectra of CoPOU-3 sample: (a) survey spectrum of hydrous cobalt phosphate, (b) Co 2p spectrum, (c) P 2p spectrum, and (d) O
1s spectrum.
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of cobalt phosphate thin film electrodes. The peak marked as
“SS” corresponds to the stainless steel substrate. The
diffraction peaks (2θ°) at 10.31°, 13.26°, 21.97°, 26.83°,
35.91°, 55.16°, and 71.19° can be indexed to (0 0 1), (0 2 0),
(1 3 0), (1 2 1), (2 3 1), (5 0 1), and (2 9 1) planes,
respectively. It is observed that when increasing the
concentration of urea, the diffraction peak (2θ) at 10.31° (0
0 1) in CoPOU-1 and CoPOU-2 sample suddenly disappeared
from the XRD patterns of CoPOU-3 and CoPOU-4 sample,
whereas the intensity of peaks (2θ) at 13.26° (0 2 0) and
55.16° (5 0 1) diffraction plane get gradually stronger and
confirms the phase conversion of cobalt phosphate from
Co3(PO4)2·4H2O (JCPDS card no. 34-0844) to Co3(PO4)2·
8H2O (JCPDS No. 33-0432). The peak intensity ratio (with
respect to major peak (0 2 0)) decreases from sample CoPOU-
1 to CoPOU-4, which is attributed to oriented growth of the
material toward the (0 2 0) plane with an increase in the urea

concentration. Figure 1b shows the crystal structure of
Co3(PO4)2·8H2O material, simulated by Rietveld refinement
analysis. The structural water (nH2O) exists in the cobalt
phosphate structure since in I2/m space symmetry Rp values
and the positioning vector do not trail the standard Wycoff
positions. The diffraction peaks of all samples are attributed to
the monoclinic phase of the crystal structure, changes with
increases in urea concentration from Co3(PO4)2·4H2O to
Co3(PO4)2·8H2O, and confirms formation of hydrous cobalt
phosphate thin film.
The FTIR spectra of cobalt phosphate thin films (CoPOU-

1−CoPOU-4) were recorded in range from 600 to 4000 cm−1

and are displayed in Figure 1c. It is observed that the stretching
vibration mode at 637 cm−1 can be specified to a Co−O
bond.33 The lattice vibration modes of Co−O are assigned at
782 and 833 cm−1 wavenumbers. The absorption band near
957 cm−1 arises due to the symmetric stretching vibration of

Figure 3. FE-SEM images (1000×, 5000×, and 9000×) of hydrous cobalt phosphate (a1−a3) for CoPOU-1, (b1−b3) CoPOU-2, (c1−c3)
CoPOU-3 (inset c1: TEM image for CoPOU-3 thin film), and (d1−d3) CoPOU-4.
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P−O.34 The sharp absorption bands at 1006 and 1094 cm−1

are ascribed to the asymmetric and symmetric stretching
vibrations of the PO4

̅ group and P−O, respectively. The
characteristic band around 1636 cm−1 presents the water
molecules (H−O−H) bending vibration mode,34,35 and the
intensity of the band progressively increases from CoPOU-1 to
CoPOU-4 sample, indicating increasing structural water in
cobalt phosphate thin films. Furthermore, the absorption small
band at 1993 cm−1 and wide band at 3105 cm−1 are attributed
to the stretching vibration mode of O−H from the water
molecule.34 These results revealed that deposited thin films
contain structural water and indicate formation of hydrous
cobalt phosphate thin films.
The XPS survey scan of CoPOU-3 thin film (Figure 2a)

shows the existence of cobalt, phosphorus, and oxygen
elements in thin film. The XPS peaks at 781.3 and 797.6 eV
binding energies can be ascribed to Co 2p3/2 and Co 2p1/2 of
cobalt ions, including two pairs of spin−orbit doublets,
indicating the coexistence of Co2+ and Co3+ and their four
shakeup satellites denoted as “sat” (Figure 2b).36 The P 2p
region of the CoPOU-3 sample exhibits a peak at 133.01 eV
binding energy (Figure 2c), which corresponds to the 2p3/2
core level characteristic peak of the phosphate PO4

̅ group.37,38

The O 1s signal is deconvoluted into three peaks at binding
energies of 529.1, 530.9, and 532.5 eV as O1, O2, and O3
(Figure 2d) and can be designated to the core levels in typical
metal−oxygen bonds, phosphate species, and hydrated oxide
species, respectively.39 XPS, FT-IR, and XRD analysis indicate
that hydrous cobalt phosphate thin films are successfully
synthesized using a single-step hydrothermal method.
FE-SEM, TEM, and EDS Study. The surface morphological

evolution of hydrous cobalt phosphate thin films was
investigated through field emission scanning electron micros-
copy (FE-SEM). The FE-SEM images of hydrous cobalt
phosphate samples at three different magnifications (1000×,
5000×, 9000×) are shown in Figure 3. A change in the amount
of urea can alter the basic growth and directly affected the
morphology of the material.40 The FE-SEM images of
CoPOU-1 are shown in Figure 3a1−a3, indicating that the
sample consists of a microflowers-like structure with uniform
microplates that are 14.6 μm, 2.31 μm, and 230 nm in length,
width, and thickness, respectively. The SEM images for
CoPOU-2 sample are shown in Figure 3b1−b3 and reveal a
similar microflowers-like structure as CoPOU-1 sample.
However, SEM images show the change in microplates
dimensions with a length of 17.2 μm, a width of 2.88 μm,
and a thickness of 210 nm. The sample CoPOU-3 (Figure
3c1−c3) shows microflowers-like structure, and interestingly

microplates are converted into microflakes with an increase in
length and width and decreases in thickness as 34.4 μm, 3.15
μm, and 59 nm, respectively. Such flakes-like morphology may
offer an improved electrochemically active surface area
(ECSA), so the electrolyte ions can make better contact with
the active sites and effortless diffusion of electrolyte ions.41 The
transmission electron microscopy (TEM) image of hydrous
cobalt phosphate (CoPOU-3) (inset Figure 3c1) displays
overlaid microflakes with a width of ∼205 nm nearby tip.
Similarly, the sample CoPOU-4 (Figure 3d1−d3) shows
microflowers with a microflakes-like structure having 35.2
μm length, 3.88 μm width, and thickness of 38 nm.
Fascinatingly, it is observed that the length and width of
microplates increase from sample CoPOU-1 to CoPOU-4 with
an increase in urea concentration. However, the thickness of
the microplates decreases from sample CoPOU-1 to CoPOU-4
sample, as shown in Scheme 2. Such increase in length, width,
and decrease in thickness are attributed to conversion of
microplates into microflakes, and this morphological evolution
is associated with the XRD result, since oriented growth [along
(0 2 0) plane] of material suggests an increase in flake size with
urea variation. The reaction rate of material is controlled by the
hydrolyzing agent concentration and consequently affected the
morphology. The growth rate of a particle increases with an
increase in urea concentration, since the urea concentration
stimulates the hydrolysis rate, and therefore, microplates are
converted into microflakes with a continuous reduction in
thickness. Likewise, Ibupoto et al.40 prepared Co3O4 using a
hydrothermal method and witnessed morphology conversion
from nanoflowers- to nanowires-like structure by varying the
hydrolyzing agent (urea). It is expected that this 3D
microflower with microflakes-like morphology having large
and open interconnected stable structure may facilitate easy
electrolyte diffusion and sustain the strain induced during the
electrochemical reaction.42

Elemental analysis of hydrous cobalt phosphate was
determined by energy-dispersive spectroscopy (EDS), and
the results are presented in Supporting Information Figure
S1a−d. The EDS spectra evidenced that the hydrous cobalt
phosphate consisted of cobalt, phosphorus, and oxygen
elements without any other impurity. Cobalt and phosphorus
atomic ratios in CoPOU-1, CoPOU-2, CoPOU-3, and
CoPOU-4 samples are 3:1.58, 3:1.75, 3:1.80, and 3:1.88,
respectively, and excess oxygen confirms that the existing
materials are hydrous cobalt phosphate [Co3(PO4)2·nH2O].

Scheme 2. Schematic Representation for Morphological Evolution of Cobalt Phosphate Microstructure
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■ ELECTROCHEMICAL CAPACITIVE STUDIES
Hydrous Cobalt Phosphate Electrode Performance.

To tune the impact of morphology and examine the best
electrode, the electrochemical capacitive performance of all
four hydrous cobalt phosphate (CoPOU-1 to CoPOU-4) thin
film electrodes was evaluated using a three-electrode
configuration in aqueous electrolyte (1.0 M KOH). The cyclic
voltammetry curves of CoPOU-1−CoPOU-4 thin film electro-
des were tested in a potential range of 0.23−0.65 V (vs Hg/
HgO) at a scan rate of 20 mV s−1 and are presented in Figure
4a. It clearly shows that the pseudocapacitive properties of all
microarchitecture thin film samples are attributed to the
reversible surface redox reaction of Co2+ to Co3+. All CV
curves exhibit a redox couple, and sample CoPOU-3 thin film
shows the highest current area under the curve as compared to
other samples. The obtained large current area under the curve
for CoPOU-3 thin film electrode validates that it can
accumulate a maximum amount of energy. Figure 4b shows
the Co3(PO4)2·8H2O (CoPOU-3) thin film electrode delivers
good electrochemical capacitance (current area) with increas-
ing scan rate (from 5 to 100 mV s−1) [CV curves of other
samples are given in Figure S2a−c (see ESI)].
The correlative contributions from the battery type and/or

electrochemical pseudocapacitive type for cobalt phosphate
thin film electrodes are investigated using the power law (i =
aνb). In the power law, b value of 1 indicates surface-controlled
current (pseudocapacitive type) and semi-infinite linear
diffusion current (battery type) when the b value is 0.5.43

Graphs of a log of current density vs log of scan rate for all four
Co3(PO4)2·nH2O thin film electrodes are shown in Figure S3
(see ESI), and b values of 0.62, 0.64, 0.68, and 0.60 are
obtained for samples CoPOU-1, CoPOU-2, CoPOU-3, and
CoPOU-4, respectively. In the present case, for scan rates from
5 to 100 mV s−1, the b value of all cobalt phosphate-based

electrodes is more than 0.5 and less than 1, which indicates
charge storage is contributed by both battery- and
pseudocapacitive-type mechanisms.
Furthermore, the modified Power’s law (given below in eq

6) was used to quantify the amount of charge stored by the
surface pseudocapacitive- and battery-type mechanism

I C Cp s b
1/2ν ν= + (6)

where ν is the scan rate, Ip is the peak current density, and
Cbν

1/2 and Csν are consistent with the current originated from
the surface pseudocapacitive (Isurface) and bulk process (Ibulk)
mechanism, respectively.44,45 The distribution of obtained
current density from the battery-like (bulk) and pseudocapa-
citive (surface) process for all four Co3(PO4)2·nH2O thin film
electrodes, at different scan rates, are shown in Figure S4 (see
ESI). It is observed that the obtained capacitance is
contributed by the battery-like bulk and partially by the
surface pseudocapacitive process.
In addition, the galvanostatic charge−discharge (GCD)

curves (Figure 4c) show almost linear potential−time profiles
of all thin film samples (CoPOU-1−CoPOU-4) at constant
current density (2 mA cm−2). The obvious potential platform
in the GCD curves mainly results from the typical
pseudocapacitive behavior introduced by the electrochemical
adsorption/desorption and redox procedure of the transition-
metal compound.46 The sample Co3(PO4)2·8H2O (CoPOU-
3) shows a long charging−discharging time, which indicates
excellent electrochemical capability. The GCD curves of the
CoPOU-3 sample in a potential range of 0−0.55 V (vs Hg/
HgO), at different current densities (2−5 mA cm−2), are
shown in Figure 4d, and GCD curves of the remaining samples
are provided in Figure S5a−c (see ESI).

Figure 4. (a) CV curves of CoPOU-1−CoPOU-4 samples at 20 mV s−1 scan rate. (b) CV curves of CoPOU-3 sample at a various scan rates (5−
100 mV s−1). (c) GCD curves of CoPOU-1−CoPOU-4 samples of hydrous cobalt phosphate at 2 mA cm−2 current density. (d) GCD curves of
CoPOU-3 sample at various current densities (2−5 mA cm−2).
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The specific capacitances of all four hydrous cobalt
phosphate (CoPOU-1−CoPOU-4) thin films are calculated
from GCD curves and plotted with respect to current density
(shown in Figure 5a). Hydrous cobalt phosphate micro-
architectured thin film electrodes (CoPOU-1−CoPOU-4)
show good specific capacitance and reach maximum
capacitances of 64, 320, 800, and 230 F g−1 at 2 mA cm−2

current density (Figure 5a). The CoPOU-3 thin film electrode
exhibits an excellent specific capacitance of 800 F g−1 at low
current density (2 mA cm−2) and typically less capacitance at
high current density, while the specific capacitances of all
samples at a high current density (5 mA cm−2) are 28, 226,
586, and 145 F g−1 for CoPOU-1, CoPOU-2, CoPOU-3, and
CoPOU-4 samples, respectively, and attributed to less
utilization proficiency of the active electrode material by
electrolytic ions at a high charge−discharge rate.47 Direct
growth of active material on conducting substrate is an
excellent way for good contact of an electrode and the active
material and greater electron diffusion with fast charge
transfer.48 The unique microflowers-like morphology consist-
ing of radially aligned and close-packed microflakes provides a
large surface area and exposed active sites as well as fast ion
diffusion. Thus, the cobalt phosphate thin film electrode
exhibits excellent performance due to in situ preparation of the
electrode and unique microflakes-like morphology. The
obtained value of specific capacitance in the present work is
comparable to the available literature except for a few reports
(Table S1, see ESI). Shao et al.39 prepared cobalt phosphate
hydrate (Co3(PO4)2·8H2O) nanoflakes by the hydrothermal
method and obtained specific capacitance of 1578.7 F g−1, in 1
M NaOH electrolyte, with an energy density of 1.17 mWh

cm−2 and 18.75 mW cm−2 power density. Also, Xi et al.49

achieved a high specific capacitance of 1174 F g−1 at a constant
current density of 2 A g−1 in 3 M KOH electrolyte for
Co3(PO4)2 (nanowires) prepared by the hydrothermal
method. Jiang et al.50 prepared Ni−Fe LDH@rGO ultrafine
nanosheets by the reflux method and obtained a specific
capacitance of 2715 F g−1 at a 3 A g−1 current density in 1 M
KOH electrolyte. Also, CoSeO3·H2O/HWCNTs nanoribbons
hybrid paper prepared by Jiang et al.51 using the refluxing
process and achieved a specific capacitance of 2461 F g−1 at
current density of 5 A g−1 in 1 M KOH electrolyte. Pan et al.52

achieved a high specific capacitance of 3946.5 F g−1 at a 3 A
g−1 current density in 1 M KOH electrolyte for
ZnCo1.5(OH)4.5Cl0.5·0.45H2O nanosheets, prepared by the
homogeneous precipitation method. Similarly, Yang et al.45

synthesized (NixCo1−x)9Se8 nanodendrite arrays by a solvo-
thermal method, and it exhibits a high specific capacitance of
3762 F g−1 at a 5 A g−1 current density in 1 M KOH
electrolyte. Only in these few reported works, specific
capacitance is higher than the present work possibly due to
the use of nickel foam as a substrate, which plays a vital role in
improving the electrochemical capacity of the electrode
material by adding self-capacitance due to its surface atom
conversion during electrochemical testing to NiO and
Ni(OH)2. Thus, when nickel foam is used as a current
collector to test the electrochemical properties of a small
amount active material then nickel foam underestimates the
specific capacitance value of the active material. However, in
the present study stainless steel substrate is used as a substrate
to synthesize hydrous cobalt phosphate material thin film
electrode, which offers only a 2D thin film electrode structure

Figure 5. (a) Specific capacitance of hydrous cobalt phosphate electrodes at different current densities from GCD curve. (b) Ragone plot of
hydrous cobalt phosphate thin films. (c) Nyquist plot of hydrous cobalt phosphate thin film electrodes (Inset: fitted circuit). (d) Magnified image
of EIS graph.
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and does not take part in an electrochemical reaction. Thus, in
this work, obtained capacitance is totally provided only by
hydrous cobalt phosphate material. As compared with the
excellent supercapacitor performance in the available literature
of cobalt phosphate-based materials, the CoPOU-3 thin film
electrode exhibits competitive performance. For the super-
capacitor application of any electrode material, its specific
energy and power density plays a very vital role and is expected
to provide a high energy density at low GCD current density.53

Figure 5b shows the Ragone plot of hydrous cobalt phosphate
(CoPOU-1−CoPOU-4) thin film electrodes, where energy
and power density are calculated by eqs 2 and 3, respectively.
The CoPOU-3 electrode exhibits good energy density along
with power density than other electrodes. The specific power
density of CoPOU-3 increases from 1.25 to 3.12 kW kg−1,
while the specific energy density decreases from 33.62 to 24.66
Wh kg−1 as the GCD current increases from 2 to 5 mA cm−2.
For evaluation of electrolyte diffusion and charge transfer

resistance at the electrode−electrolyte interface, electro-
chemical impedance spectroscopy (EIS) measurements were
tested (shown in Figure 5c), and Figure 5d shows its magnified
image in the higher frequency region. A very obvious straight
line at the low-frequency region accompanied by semicircles at
the high-frequency region in Nyquist plot is observed for all
CoPOU-1−CoPOU-4 thin film electrodes. The obtained EIS
data for hydrous cobalt phosphate electrode (CoPOU-3) can
be fitted by an equivalent circuit consisting of Rs (solution
resistance), Rct (charge-transfer resistance) from the redox
process, and CPE (constant phase element) to account for the
capacitance and W (Warburg impedance) as diffusion
resistance.47 The lowest solution resistance (Rs) 0.95 Ω and
charge-transfer resistance (Rct) 1.47 Ω is obtained for the

CoPOU-3 electrode. At the low-frequency region, the
CoPOU-3 electrode displays lower diffusive resistance (W)
in conformity with the high slope of the straight line as
compared to other thin film electrodes. The less Warburg
impedance facilitates high diffusion of electrolyte ions into
electrode material and authorizes maximum utilization of the
microflakes-like structure of hydrous cobalt phosphate.54,55

Therefore, a good electrochemical property with low electro-
chemical impedance is credited to the microflakes-like
structure of the CoPOU-3 electrode. The plot of cyclic
stability (CV cycles) is shown in Figure S6 (see ESI), and the
inset of the figure shows CV curves of the CoPOU-3 electrode
of the 1000th, 2000th, and 3000th cycles. The cyclic stability
of the Co3(PO4)2·8H2O (CoPOU-3) electrode has 83% of the
capacity retention after 3000 CV cycles, at 20 mV s−1 scan rate,
in 1.0 M KOH electrolyte. After stability, a negligible change in
the surface of the microflakes without damaging microflowers-
like structure indicates stable morphology and better
interaction between electrolyte ions (shown in Figure S7a−f
(see ESI)). Less damage in a microstructure of microflakes in
microflowers confirms the excellent electrochemical stability of
the Co3(PO4)2·8H2O (CoPOU-3) microflakes thin film
electrode. Ultimately, this result suggests that the micro-
flakes-like morphology leads to easy access for the electrolytic
ions and much longer lifetime.

Aqueous Asymmetric Device (AAS). Additionally, to
explore the device application of the hydrous cobalt phosphate
electrode, the aqueous asymmetric supercapacitor (AAS)
device was fabricated based on CoPOU-3 (Co3(PO4)2·
8H2O) thin film as a positive electrode (cathode) and CuS
thin film as negative electrode (anode) using 1.0 M KOH
aqueous electrolyte. The CuS thin film, used as anode material,

Figure 6. (a) CV curves of Co3(PO4)2·8H2O and CuS electrode at 20 mV s−1 scan rate. (b) CV curve of AAS device at different scan rates (10−
100 mV s−1). (c) GCD curve of AAS device at various current densities (2.0−4.0 mA cm−2). (d) Specific capacitance of AAS device at different
current densities.
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has a hexagonal crystal structure and consists of microparticles
with flake-like morphology (XRD pattern and SEM images are
provided in ESI Figure S8). The electrochemical capacitive
performance of CuS thin film as a negative electrode has been
carried out in a three-electrode cell system by CV, GCD, and
EIS tests (see ESI Figure S9a−d), and the anode electrode
exhibits a maximum specific capacitance of 673 F g−1 at a
current density of 2 mA cm−2 (see ESI Figure S9c). The cyclic
stability of the CuS electrode is tested for 2000 cycles at a scan
rate of 20 mV s−1, and it exhibits excellent (95%) capacity
retention after 2000 cycles as shown in Figure S10 (see ESI).
For equilibrium of the positive and negative charges in an

aqueous asymmetric device, the weight ratio of Co3(PO4)2·
8H2O (CoPOU-3) and CuS electrode is calculated by eq 4. By
using eq 4, the calculated mass ratio of the cathode and anode
is obtained as 1:1.37. Figure 6a shows CV curves of
Co3(PO4)2·8H2O and CuS electrode within different potential
windows (at 20 mV s−1 scan rate) in 1.0 M KOH. Figure 6a
denotes that the two distinctive pseudocapacitive electrodes
with rational combination can achieve a wide potential window
(voltage) in an aqueous asymmetric device. Figure 6b shows
CV curves of the Co3(PO4)2·8H2O (CoPOU-3)//KOH//CuS
AAS device at different scan rates from 10 to 100 mV s−1. The
CV curves show an obvious four redox peaks from Co3(PO4)2·
8H2O and CuS thin films. Meanwhile, the GCD curves of the
AAS device at different current densities from 2.0 to 4.0 mA
cm−2 are measured and shown in Figure 6c. The GCD curves
show the nonlinear behavior of the discharge curve and
confirm pseudocapacitive behavior, which is analogous with
CV results. It demonstrates redox reaction kinetics for the AAS
device, since both used electrode materials are pseudocapaci-
tive type. The calculated specific capacitances for the aqueous

device (shown in Figure 6d) are found to be 163, 145, 138,
132, and 123 F g−1 at 2.0, 2.5, 3.0, 3.5, and 4.0 mA cm−2

current densities, respectively. As obvious, the specific
capacitance of the AAS device at 2.0 mA cm−2 is higher than
the 4.0 mA cm−2 current density. Furthermore, to study the
performance of fabricated aqueous asymmetric SC’s device,
energy as well as power density are calculated, and the relative
Ragone plot of the AAS device is shown in Figure 7a. The AAS
device achieved an energy density of 58.12 Wh kg−1 at 1.759
kW kg−1 power density, and the energy density still remains
43.96 Wh kg−1 at 3.517 kW kg−1 power density, which
demonstrates excellent performance of the AAS device.
The performance of the AAS device is compared with some

previously reported works from the literature (see ESI Table
S2). Several AAS devices based on cobalt phosphate (as
cathode) were fabricated and reported, such as Co3P2O8·
8H2O//AC (33.4 Wh kg−1, 399 W kg−1),22 Co3(PO4)2//AC
(26.66 Wh kg−1, 750 W kg−1),23 Co3(PO4)2·8H2O//AC (5.33
Wh kg−1, 4687 W kg−1),39 Co3P2O8·8H2O//AC (11.9 Wh
kg−1, 3.59 kW kg−1),56 Co3(PO4)2·4H2O/GF//C-FP (24 Wh
kg−1, 468 W kg−1),57 and Co3(PO4)2//Co3(PO4)2 symmetric
supercapacitor (52.8 Wh kg−1, 756 W kg−1).58 However, in all
reported works, cobalt phosphate as cathode and mostly
activated carbon as a negative electrode were used for
fabrication of an asymmetric device, and they exhibit low
energy density as compared to the Co3(PO4)2·8H2O//CuS
electrodes-based asymmetric (AAS) supercapacitor device.
The EIS plot (Figure 7b) of the AAS device consists of a
semicircle loop at initial (high-frequency region) and later
sloped line (at a low-frequency region). The initial point of the
semicircle loop is ascribed to the solution resistance (Rs) and
end point to charge-transfer resistance (Rct = 37.2 Ω), and the

Figure 7. (a) Ragone plot. (b) Nyquist plot (Inset: fitted circuit). (c) Capacity retention vs cycle number plot of AAS device (Inset: GCD cycles at
the 1000th, 2000th, and 3000th cycle).

ACS Sustainable Chemistry & Engineering Research Article

DOI: 10.1021/acssuschemeng.9b00504
ACS Sustainable Chem. Eng. 2019, 7, 11205−11218

11214

http://pubs.acs.org/doi/suppl/10.1021/acssuschemeng.9b00504/suppl_file/sc9b00504_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acssuschemeng.9b00504/suppl_file/sc9b00504_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acssuschemeng.9b00504/suppl_file/sc9b00504_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acssuschemeng.9b00504/suppl_file/sc9b00504_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acssuschemeng.9b00504/suppl_file/sc9b00504_si_001.pdf
http://dx.doi.org/10.1021/acssuschemeng.9b00504


slope of the line at low frequency is attributed to the Warburg
diffusion resistance (W).59 The cyclic stability of the
Co3(PO4)2·8H2O//KOH//CuS AAS device at 5 mA cm−2

for 3000 cycles is displayed in Figure 7c. It shows that the
capacity retention of the Co3(PO4)2·8H2O//KOH//CuS AAS
device after 3000 cycles is about 94%. The 1000th, 2000th, and
3000th GCD cycle shows little decrease in storing capacity
with the GCD cycles (inset of Figure 7c). Ten cycles after the
100th cycle and the last 10 cycles of the GCD test are provided
in ESI Figure S11a and S11b, indicating an almost steady redox
process at the electrode surface. Thus, it confirms the long-
term stability of the AAS device with negligible degradation of
electroactive material. Finally, the device consisting of both
pseudocapacitive electrodes is beneficial for increasing the
specific capacitance without sacrificing operating potential
window (unlike symmetric devices) to enhance the electro-
chemical energy storage performance.
All-Solid-State Asymmetric Device (ASSC). To avoid

the leakage problem in the AAS device, we fabricated an all-
solid-state asymmetric supercapacitor (ASSC) device and
denoted it as Co3(PO4)2·8H2O//PVA−KOH//CuS. The
ASSC device was assembled with Co3(PO4)2·8H2O
(CoPOU-3) as a cathode (positive electrode) and CuS as an
anode (negative electrode) using highly viscous PVA−KOH
(gel) as solid electrolyte and separator. Figure 8a exhibits the
CV curve of the ASSC device tested at different scan rates
(10−100 mV s−1) in a potential window from 0.0 to 1.6 V. The
CV curves of the ASSC device show redox peaks similar to the
AAS device and confirm capacitance is originated from
pseudocapacitance. Figure 8b displays GCD curves of the
Co3(PO4)2·8H2O//PVA−KOH//CuS ASSC device at differ-
ent current densities from 2 to 6 mA cm−2. All GCD curves

display an asymmetrical shape which is attributed to the
pseudocapacitive behavior. The specific capacitance of the
Co3(PO4)2·8H2O//PVA−KOH//CuS device calculated from
the GCD curves at 2, 3, 4, 5, and 6 mA cm−2 was found to be
70, 45, 32, 26, and 21 F g−1, respectively (Figure 8c). The
actual photograph of the Co3(PO4)2·8H2O//PVA−KOH//
CuS device is shown in the inset of Figure 8c. Like in other
typical EIS analyses, the Co3(PO4)2·8H2O//PVA−KOH//
CuS ASSC device shows a semicircle at the high-frequency
range and a straight line at the lower frequency range (Figure
8d). The charge transfer (Rct = 42.12 Ω) resistance is slightly
higher than that of the AAS device, which is attributed to
restriction of the ion mobility through the PVA matrix. The
energy density as well as the power density of the Co3(PO4)2·
8H2O//PVA−KOH//CuS ASSC device was calculated at
current densities from 2 to 6 mA cm−2 and is provided in
Figure S12 (see ESI). The energy densities of ASSC are found
to be 24.90, 16.11, 11.23, 9.15, and 7.32 Wh kg−1 with power
densities of 0.879, 1.318, 1.758, 2.197, and 2.637 kW kg−1,
respectively.
The comparative Ragone plot for AAS and ASSC devices

with previous literature is shown in Figure 9a.22,23,39,56−58,60

The maximum energy and power density delivered by AAS and
ASSC devices are 58.12 Wh kg−1, 3.517 kW kg−1 and 24.90
Wh kg−1, 2.637 kW kg−1, respectively. Table S2 (see ESI) gives
a comprehensive comparison of cobalt phosphate material-
based ASC device with their deposition methods, capacitance
values, energy and power densities, and number of cycles
performed for stability and the percentage retention from the
previously reported literature. As compared with previous
works, it is found that the AAS device surpasses the reported
energy and power density for other cobalt phosphates

Figure 8. Electrochemical capacitive studies of the Co3(PO4)2·8H2O//PVA−KOH//CuS ASSC device. (a) CV curves at different scan rates (10−
100 mV s−1). (b) GCD curves at different current densities (2−6 mA cm−2). (c) Specific capacitance calculated from the GCD curve (Inset:
photograph of the ASSC device). (d) Nyquist plot (Inset: fitted circuit).
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(cathode)-based AAS devices. However, ASSC shows moder-
ate energy and power densities as compared with AAS devices
and exhibits much higher performance compared with the
ASSC device based on K2Co3(P2O7)2·2H2O//Graphene (0.96
mWh cm−3, 54.5 mW cm−3) fabricated by Pang et al.61 and
MnO2//CuS (18.9 Wh kg−1, 32 kW kg−1) and CuO//CuS
(22.8 wh kg−1, 2.5 W kg−1) constructed by Patil et al.60,62 The
high energy density of the Co3(PO4)2·8H2O//CuS is due to
the wide operating potential window and maximum specific
capacitance offered by both pseudocapacitive electrodes.
Figure 9b shows a photograph of the ASSC device, as
demonstrated for a series of two ASSC devices to glow a 65 red
light-emitting diodes panel (1.8 V, LEDs), called “DYPU”, and
it was powered for 4 min after 30 s charging. The image of
glowing LEDs for time periods of 40 s, 1:30 min, and 4 min are
captured, and it shows the intensity of LEDs decreases with
time (shown in Figure 9b). Therefore, the significant initial
glowing intensity of LEDs attributed to the high power density
of the Co3(PO4)2·8H2O//PVA−KOH//CuS ASSC device as
well as the higher energy density of the energy storage device is
confirmed by prolonged glowing time. The obtained result
suggests potential applicability of AAS and ASSC devices in
apparatuses which require a high energy density and leakproof
energy storage devices, respectively.

■ CONCLUSIONS
In this work, a binder-free hydrous cobalt phosphate
[Co3(PO4)2·nH2O; n = 4, 8] microflower has been successfully
synthesized by a facile single-step hydrothermal method with
different urea concentrations. The microflower with micro-
flakes-like morphology of hydrous cobalt phosphate is
effectively tuned by changing the width, length, and thickness
of microplates by variation of the urea concentration. The
Co3(PO4)2·8H2O electrode (CoPOU-3 sample) exhibits the
highest specific capacitance of 800 F g−1 at 2 mA cm−2. The
AAS and ASSC devices are successfully assembled with the

morphologically tuned Co3(PO4)2·8H2O (CoPOU-3) cathode
and CuS anode electrodes. The maximum specific capacitances
of the AAS and ASSC devices are found to be 163 and 70 F g−1

(at 2 mA cm−2), respectively. The cyclic stability with 94%
after 3000 GCD cycles denotes the excellent durability of the
AAS device for long cycles. The leakproof Co3(PO4)2·8H2O//
PVA−KOH//CuS ASSC device drives high energy density of
24.90 Wh kg−1 at 0.879 kW kg−1 power density. Moreover, a
series combination of two ASSC devices glows a 65 red LED
panel up to 4 min. These superior results suggest that the high
performance of the asymmetric devices (AAS and ASSC)
based on Co3(PO4)2·8H2O//CuS are a promising energy
storage devices for potential application at the industry level
and opens a new class of materials as compared to the
traditional asymmetric device based on pseudocapacitor and
EDLC materials.
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A B S T R A C T

Here, we report a binder-free synthesis of microrods-like manganese phosphate thin film over stainless steel
substrate by a facile, single-pot hydrothermal method. The XRD analysis reveals that, the formation of man-
ganese phosphate [Mn3(PO4)2] material of a monoclinic crystal structure. From SEM images observed microrods
like morphology of manganese phosphate with an average width of ∼25 μm. The manganese phosphate elec-
trode shows a better electrochemical performance with a specific capacitance of 145 F g−1 at 0.2 mA cm-2

current density in 1.0 M Na2SO4 electrolyte. Moreover, the flexible solid-state symmetric electrochemical energy
storage device was assembled with PVA-Na2SO4 solid gel-electrolyte consists of manganese phosphate as anode
and cathode electrode. The corresponding symmetric supercapacitor achieves a high energy density of 11.7 Wh
kg−1 at a high power density of 1.41 kW kg−1 with an excellent specific capacitance of 37 F g−1 at 0.1 mA cm-2

current density. Manganese phosphate shows long-term electrochemical cyclic stability at a current density of
0.8 mA cm-2 for 9000 galvanostatic charge-discharge cycles with excellent capacitance retention (99 %). This
excellent capacitive performance confirms that the manganese phosphate is promising material and fabricated
flexible solid-state symmetric supercapacitor has high potential in the field of portable and bendable energy
storage devices.

1. Introduction

Global extensions have stimulated the rate of energy consumption
to very high levels, and the utilization of highly efficient, clean and
sustainable energy conversion technologies and renewable energy re-
sources are getting much attention. Among the existing energy gen-
eration and storage devices, supercapacitors (SCs) are considerably well
attractive to salve the increasing concern about the energy crisis. [1].
Supercapacitor provides high power density, moderate energy density,
longer durability and fast charging capability than batteries or fuel
cells. Remarkably, flexible device with long cycle life has attracted
significant attention in the field of power-source applications such as
portable electronics, rollup/wearable displays, energy back-up device,
sensor networks, electric vehicles, and mobile phones [2–4]. On the
basis of energy storage mechanism, electrochemical capacitors are ca-
tegorized into mainly two types, pseudocapacitors and electric double-
layer capacitors (EDLCs). The EDLCs based materials with large specific

surface area, like carbonaceous materials, are storing the energies
through electrical double layers. However, pseudocapacitor materials
display quite a lot of oxidation states and store energy in electric double
layers, as well as redox reaction at the electrode surfaces as like the
transition metal oxides/hydroxides, sulfides, and conductive polymers
[5–7]. Therefore, comparing pseudocapacitors with the EDLCs, pseu-
docapacitor shows good capacitive behavior with excellent specific
capacitance [8].

Significantly more effort for fabricating high-performance super-
capacitors has been done using various materials, such as Co(OH)2 [9],
MnCo2O4 [10], rGO-MnO2 [11], α-MnO2 [12], and Mn(OH)2 [13]. Mn-
based oxide/hydroxides are hard to reach the theoretical capacitance,
power and energy density values because of poor electrical conductivity
and the less specific capacitance due to the lower ion transfer rate
[10,14]. The cobalt-based materials are more concentrated because of
their attractive capacitance values, but they shows less cyclic stability
compared to manganese based materials [15].
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Metal phosphates are widely investigated with high performance in
lithium-ion batteries [16], solar cells [17] and rarely studied in SCs. In
general, non-metal PO4

3− anions are more advantageous than oxides/
hydroxides, sulfides, and phosphides, because of their high electro-
chemical activities, non-toxicity, and chemical stability. The strong
PeO covalent bonds to rise up redox potential and which makes the
structure of manganese phosphate chemically more stable [18]. The
chemically stable structure and a short diffusion path length of charge
carriers electrode are the very important aspects for supercapacitor
application. However, Mn-based phosphate is considered to be the most

potential pseudocapacitive electrode material due to its natural abun-
dance, low cost, eco-friendly nature and its broad potential (voltage)
window in neutral aqueous electrolytes. At ones, neutral electrolytes for
supercapacitor have numerous benefits including high ionic con-
ductivity, non-flammability, and good safety. In addition, the energy
storage efficiency and supercapacitor application of manganese phos-
phate thin film electrode material have not been extensively studied.
So, there is an opportunity to improve the performance of manganese
phosphate thin-film electrodes, and an emerging concept is to direct
growth of micro-structures on conducting substrates using the binder-

Scheme 1. The schematic diagram for preparation of manganese phosphate thin film using one-pot hydrothermal method.

Fig. 1. (a) XRD pattern, (b) Monoclinic crystal structure and (c) FT-IR spectra of manganese phosphate (MP-2) thin film electrode.
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free synthesis method (hydrothermal) for supercapacitor or energy
storage applications [3,15].

Recently, the flexible solid-state supercapacitors device gained ex-
cessive demand because of their lucrative combination with various
modern flexible electronics [19,20]. Manufacturing of symmetric solid-
state devices is an advantageous strategy to enhance the energy and
power density of supercapacitors. Flexible symmetric solid-state su-
percapacitors have two identical electrodes material designed as
cathode and anode [15]. To fabricate the flexible solid-state devices,
appropriate electrode material with improved electrical conductivity,
high mechanical strength, and excellent electrochemical stability is
essential. Moreover, the good cyclic stability of electrode confirms po-
tential of device in practical application. Therefore, we choose a man-
ganese phosphate thin film electrode for the fabrication of a flexible
symmetric device [21].

In this article, Mn3(PO4)2 microrods were productively synthesized
by facile, single-step hydrothermal route. Furthermore, supercapacitive
performance of Mn3(PO4)2 microrods were tested in 1 M Na2SO4 neu-
tral electrolyte. It is found that, electrocapacitive performance of
Mn3(PO4)2 microrods has displayed a high specific capacitance with
excellent cycling stability. The symmetric device is fabricated using the
same material as a cathode and anode, and exhibited a high specific
capacitance, superior energy density, and longer cyclic life. For a de-
monstration of the device, serially connected two devices are charged
and it has glowed three red LEDs.

2. Experimental section

2.1. Materials

In this investigation, analytical grade reagents were used as pre-
cursors including, manganese chloride (MnCl2.4H2O) and potassium
dihydrogen orthophosphate (KH2PO4) and purchased from Sigma
Aldrich. Polyvinyl alcohol (C2H4O)x, urea [CO(NH2)2] and sodium
sulphate (Na2SO4) were purchased from Alfa Aesar. Stainless steel (SS)
(304 grade) of∼ 0.25 mm thickness was purchased from a local market
of Kolhapur, India. All chemicals directly used without further pur-
ification.

2.2. Synthesis of manganese phosphate thin film

Typically, to prepare manganese phosphate, 0.05 M MnCl2.4H2O
and 0.05 M KH2PO4, were dissolved in 36 mL and 24 mL double dis-
tilled water (DDW), respectively. Then, both solutions were mixed with
each other and 0.1 M concentration of Co(NH2)2 was dissolved in that
bath named MP-1 and stirred for 5 min at 300 rpm. Similarly, the other
two baths prepared using the same concentration of MnCl2.4H2O and
KH2PO4 but the concentration of urea is increased in baths (0.15 and
0.20 M) and named as MP-2 and MP-3. The stainless steel (SS) substrate
which was well cleaned in DDW using sonication and dipped vertically
in above 60 mL baths and those baths were placed in a hydrothermal
autoclave and heated at 120 °C for 1 h. Then, autoclave was cooled
down to room temperature in the ambient environment. Finally, the
manganese phosphate loaded milky-white colored films were obtained
over SS substrate, which was rinsed several times in DDW and air-dried

Fig. 2. XPS spectra of MP-2 thin film electrode (a) the whole pattern of MP-2 [Mn3(PO4)2], (b) Mn 2p, (c) P 2p and (d) O 1s spectrum.
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at ambient environment and used as it is for further characterization
and electrochemical capacitive performance testing.

2.3. Fabrication of all-solid-State symmetric supercapacitor

For fabrication of a flexible solid-state symmetric supercapacitor
device (FSS-SC), two identical manganese phosphate (MP-2) electrodes
were assembled in a planar configuration with a PVA-Na2SO4 gel
electrolyte. While choosing the gel electrolyte for a flexible device, the
most important criterion was that the electrolyte must be ionically
conducting and should not damage during bending and aqueous gel
electrolyte of PVA-Na2SO4 perfectly fits the need. The gel electrolyte
was obtained as follows: In 60 mL of DDW, 6 g of PVA was dissolved by
heating at 80 °C. When, solution appeared clear and transparent, then
separately prepared (in 40 mL double distilled water) 1 M Na2SO4 so-
lution was mixed slowly in the above solution. Later, the entire solution
was vigorously mixed so it became clear and transparent. Then, the
prepared gel electrolyte (PVA-Na2SO4) was coated over the active
material as an electrolyte and another two layers of gel electrolyte were
applied after 15−30 min. Eventually, the pieces of two manganese
phosphate (MP-2) thin-film electrodes pressed with each other in-
cluding gel electrolyte and lastly, solid-state flexible symmetric super-
capacitor device was developed.

2.4. Materials characterization

The structural characterization of the manganese phosphate was
performed using X-ray diffraction, (XRD, Rigaku miniflex-600)
equipped with monochromatized Cu Kα (1.5406 Å) radiation. Fourier
transform infrared (FTIR) spectra were collected on an Alpha (II)

Bruker unit ranged from 400 to 4000 cm−1. Elemental analysis in-
vestigated using X-ray photoelectron spectroscopy (XPS) ES-CALAB 250
spectrometer (Thermo Fisher Scientific, UK). The morphology and
elemental composition were observed using scanning electron micro-
scopy (SEM) conducted by JSM-7001 F, JEOL microscope provided
with energy-dispersive X-ray spectroscopy (EDS) Oxford, X-max ana-
lyzer. The electrochemical characterizations of the materials were
performed with a ZIVE MP1 multichannel electrochemical workstation
equipment.

2.5. Electrochemical measurements

The electrochemical capacitive performance was characterized by
cyclic voltammetry (CV), galvanostatic charge-discharge (GCD), and
electrochemical impedance spectroscopy (EIS) techniques at ambient
conditions. All electrochemical measurements were conducted in a
conventional three-electrode cell system with 1.0 M Na2SO4 neutral
electrolyte. A saturated calomel electrode (SCE) and platinum (Pt) plate
were used as a reference and counter electrode, respectively along with
manganese phosphate thin film as a working electrode. The CV and
GCD tests were performed within 0.0 and 0.9 V at different scanning
rates and current densities, respectively in the three-electrode system.
The EIS was measured within frequency range of 100 mHz to 100 kHz
with a 10 mV amplitude. Also, the two-electrode system was fabricated
using a manganese phosphate thin film as positive and negative elec-
trode with PVA-Na2SO4 as a solid gel electrolyte. The specific capaci-
tance, energy density, and power density were calculated using the
following equations,

=
×

×
−C I t

m V
Δ
Δ

( F g 1)s (1)

Fig. 3. (a-c) FE-SEM images at various magnifications (4000X, 8000X, 20000X) and (d) EDS spectrum of manganese phosphate (MP-2) thin film sample.
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2
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=
×

−P E
Δt
3.6 ( Wkg 1) (3)

Where, Cs (F g−1) is the specific capacitance, I (mA cm-2) represents
current density, ΔV (V/SCE) is a potential window, m (g) is mass of
active materials, Δt (s) is discharging time, E (Wh kg−1) is energy
density and P (W kg−1) represents power density.

3. Result and discussion

3.1. Film formation and reaction mechanism

The formation of manganese phosphate microrods like structure

was achieved by a facile hydrothermal method. The crystal formation of
the manganese phosphate material on SS substrate surface in thin film
form can be categorized as heterogeneous nucleation and subsequent
particle growth. If crystals are directly grown on the conducting SS
substrate in thin film form, it will be feasible for supercapacitor ap-
plications since it is a binder-free electrode synthesis approach. In the
formation of manganese phosphate, when the solution bath tempera-
ture increases to 120 °C, then decomposition of the urea starts at 90 °C
and forms NH4

+ and CO2, according to the following reaction equation:
[22,23]

+ → + + ↑ + −NH2CONH2 3H2 O 2NH4 CO2 2OH
Δ

(4)

Homogeneous precipitation by using hydrolyzing agent (urea) offers
the opportunity to produce uniform particles. The NH4

+ released from

Fig. 4. (a) CV curve recorded at various scan rates from 5-100 mV s−1, (b) GCD curves at various current densities (0.2-1.0 mA cm−2) of MP-2 electrode. (c) Specific
capacitance and (d) Nyquist plot of MP-2 thin film electrode (inset: fitted circuit).

Table 1
Comparative literature survey for capacitive performance of manganese phosphate based pseudocapacitive electrodes.

Sr. No. Material and structure Method of deposition Electrolyte Capacitance at a current density stability cycles Ref.

1. Mn3(PO4)2/GF (Hexagonal Micro-rods) Hydrothermal 6 M KOH 270 Fg−1 at 0.5 Ag−1 99 % 1000 [14]
2. Mn3(PO4)2/PANI (Nanoparticle) Sonochemical 1 M KOH 347 Cg−1 at 1 Ag−1 60% 3000 [28]
3. KMnPO4.H2O (Submicron sized particles) Sol-Gel 1 M KOH 516 Fg−1 at 2 mV s−1 82% 1000 [29]
4. NH4MnPO4.H2O (Micro-Nano Structure) Heat Treatment 1 mol/L Na2SO4 35 Fg−1 at 10 mV s−1 – – [41]
5. MnPO4.H2O/GO (Nanowires) Hydrothermal 3 M KOH 287.9 Fg−1 at 0.625 Ag−1 – – [42]
6. Mn3(PO4)2 (Nanosheets) Hydrothermal 1 mol/L Na2SO4 203 Fg−1 at 0.5 Ag−1 91.1% 10,000 [43]
7. Mn3(PO4)2.3H2O/Graphene (Nanosheets) Exfoliation Precipitation 6 M KOH 152 Fg−1 at 0.5 Ag−1 – – [44]
8. PMn (Nanosheets array) Electro-deposition 0.1 M Na2SO4 6.7 m F cm−2 at 5 mV s-1 87.6% 5000 [51]
9. Mn3(PO4)2 (Microrods) Hydrothermal 1 M Na2SO4 145 F g−1 at 0.2 mA cm-2 99.5 % 7000 This work
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urea in the bath complexed with Mn2+ ions present in the solution and
form complex as [Mn(NH3)]2+ which controls the releasing rate of
Mn2+ ions during the deposition of the manganese phosphate thin
films. The expected reaction mechanism can be presented as in eq. (5):

+ → + + + −2MnCl2 2NH4 OH 2[Mn(NH3)] 2 2H2 O 4Cl
Δ

(5)

On the other side, potassium phosphate dissociates [24] as per Eq.
(6),

→ − + +KH2PO4 H2PO4 K
Δ (6)

Lastly, complexed manganese ions (Mn2+) and phosphate (PO4
ˉ)

precursor ions react and produces Mn3(PO4)2 material thin films on SS
substrate, according to reaction presented below [eq. (7)],

+ + → + + + ↑3[Mn(NH3)] 2 2H2PO4¯ Mn3(PO4)2 2H2 3NH3
Δ

(7)

In conformity with the above reaction mechanism, the milky white-
colored manganese phosphate grew over the SS substrate (see the
photograph of a thin film shown in Scheme 1). The manganese phos-
phate material on SS substrates was weighed by gravitational weight
difference method. It is observed that, with an increasing concentration
of urea in the reaction bath, the accumulated mass of the manganese
phosphate material decreases from MP-1 to MP-3 (deposited mass 4.62,
3.98, 3.71 mg, respectively). This is may be due to an increase in urea
concentration, which increases the rate of hydrolysis. Thus, various
concentrations of hydrolyzing agent promote reaction rates and control
the film thickness.

3.2. XRD, FTIR and XPS results

The crystal phase of a prepared samples are characterized by X-ray
diffraction (XRD) technique and the pattern is shown in Fig. 1 (a) and
S1 (a) (see ESI). It is observed that, the diffraction peaks (2θ deg.) at
11.02, 18.96, 20.64, 21.98, 24.51, 28.49, 29.83, 31.23, 34.30, 35.32,
37.60 and 41.59° are indexed to (1 0 0), (0 1 4), (1 1 5), (0 2 3), (2 1 0),
(1 2 3), (3 0 4), (0 2 6), (1 3 3), (3 2 3), (1 4 0) and (2 4 3) plane of the
monoclinic phase of manganese phosphate [Mn3(PO4)2] (JCPDS Card
no. 01-073-1088) indicated as “cirf;” and the diffraction peaks 56.04
and 58.43° are indexed to (2 4 1) and (1 3 3) plane of the orthorhombic
phase of manganese phosphate [MnPO4] (JCPDS Card no. 01-077-
0180) indicated as “*” with a deviation of± 0.001 Å. Moreover, the
peak intensity (with respect to major peak (1 2 3)) increases from
sample MP-1 to MP-3, which attributed to oriented growth of material

Fig. 5. (a) cyclic stability at 7000 cycles of MP-2 electrode and (b-c) the charge-discharge profile of MP-2 sample for first and last ten cycles of GCD test at 0.8 mA
cm−2.

Scheme 2. A Schematic diagram of the flexible symmetric solid-state super-
capacitor based on manganese phosphate electroactive material.
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towards (1 2 3) and (0 2 6) plane, with an increase in length and a little
decrease in the width of microrods, respectively. The monoclinic crystal
structure of manganese phosphate is shown in Fig. 1(b). Narrow shaped
peak suggests that the MP sample occupies more excellent crystallinity.
In general, materials with good crystallinity can improve electro-
chemical efficiency, as a stable crystal structure cannot be simply da-
maged between the charge/discharge processes [25].

FTIR analysis was employed to identify the phase and the presence
of functional groups in the sample MP-2. The Fig. 1(c) and S1 (b) shows,
distinct absorption bands at 576, 743, 792, 954, 1023, 1644, 3107 and
3429 cm−1. The characteristic peak at 576 cm−1 of stretching vibra-
tions of the Mn-O bond and the absorption peak at 743 cm−1 is ob-
served due to the PeOeP bending modes [26]. The peak intensity of
wavenumber 576 cm−1 is progressively increased from MP-1 to MP-3
thin film samples. 792 cm−1 band is assigned to asymmetric stretching
mode of the PeOPe [27]. The symmetric stretching modes of the PO4

3-

ion observed at 954 cm−1 [28]. The peak at 1023 cm−1 attributed to
asymmetric PeO stretching [29]. Further, bending vibrations of
HeOHe is observed around 1644 cm−1 and it indicates moisture ad-
sorbed on the surface of thin film sample [30]. The peak intensity of
wavenumber 1644 cm−1 is decreased from MP-1 to MP-3 thin film
samples, indicates decreasing adsorbed moisture on the surface of
manganese phosphate material. The absorption band around 3107
cm−1 is attributed to hydrogen phosphate due to PeOH stretching,
respectively [31]. The -O-H stretching vibrations of water molecules is
observed at 3429 cm−1 [29]. The results of the FTIR analysis are syn-
chronized with the XRD results and confirm that the deposited thin film
contains structural water. The XRD and FTIR result suggests successful
formation of the hydrous manganese phosphate thin film.

The investigation chemical composition of Mn3(PO4)2 by XPS
spectra is shown in Fig. 2. The survey spectrum [Fig. 2 (a)] identifies
the characteristic peaks for Mn LMM, O KLL, Mn 2p, Mn 3p, Mn 2s, P
2p, P 2s, C 1s, and O 1s, confirming the presence of respective elements
in the thin films but a signal of C element may arise from surface oxi-
dation of the product [32]. Also, O KLL and Mn LMM peaks are some of
the most commonly identified transitions during the surface analysis
[33]. The Mn 2p XPS spectrum [Fig. 2 (b)] shows two main and their
satellite peaks at higher binding energies. The Mn 2p3/2 main peak is at
641.6 eV with its satellite peak at 645.1 eV and Mn 2p1/2 main peak is
at 653.5 eV with its satellite peak at 657.8 eV. The values are in ac-
cordance with that of Mn2+ and Mn3+ oxidation states, respectively
[34]. The XPS spectra of P 2p [Fig. 2(c)] shows peak at 132.7 eV as-
signed to P 2p spectra from the PO4

3− group ion [35]. The XPS peak of
O 1s [Fig. 2 (d)] deconvoluted into four peaks, the 529.5 eV peaks
correspond to oxide species (O-Mn-O) between manganese and oxygen
[36]. The peaks at binding energy of 530.8, 532.2, 533.6 eV are ori-
ginally obtained from the phosphate (PeO), oxygen and moisture or
absorbed water bonding, respectively in Mn3(PO4)2, which are very
well matched with the summarized outcomes [37]. The XRD, FTIR and
XPS results show that the hydrous manganese phosphate thin film is
successfully synthesized by a one-pot hydrothermal method.

3.3. Morphology of manganese phosphate

The surface morphology of as-synthesized manganese phosphate
(MP-1 to MP-3) microrods examined by the SEM and shown in Fig. 3
and S2 (See ESI). Fig. 3 presents low and high resolution (4000X,
8000X, 20000X) SEM images of MP-2 sample. The morphology of MP

Fig. 6. (a) The CV plots at constant scan rate of 50 mV s−1 for different potential ranging from + 1.2 to + 1.7 V, (b) CV curves at different scan rates (5–100 mV
s−1), (c) The GCD curves at 0.4 mA cm-2 for potentials of +1.2 to +1.7 V and (d) GCD curves from 0.1 ̶ 0.5 mA cm-2 current densities of MP-2//MP-2 FSS-SC device.
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series thin film electrodes shows hexagonal microrods like structure
which are distributed all over the substrate. The Fig. 3 (a–c) shows
hexagonal microrods like structure having uniform shapes but different
sizes with an average length of∼47.6 μm and width of∼25 μm for MP-
2 sample. Similar, microstructure is observed for other MP-1 and MP-3
samples and shown in figure S2 (see ESI). SEM morphology is consistent
with the XRD pattern result, the hexagonal microrods are almost par-
allel to the substrate, indicating that manganese phosphate microrods
preferentially grew along with the (1 2 3) direction and it is much
stronger than the other peaks. It suggesting a preferential orientation of
the crystals along the c-axis of the manganese phosphate micro-struc-
ture. It is expected that the microrods like morphology may possess a
stable structure and may facilitate quite and easy electrolyte diffusion
[38]. This morphology is considered to perform an important part in
improving the stability of a thin film electrode in electrochemical ca-
pacitor applications.

The energy-dispersive X-ray (EDX) spectra [Fig. 3 (d) and S3 (See
ESI)] of manganese phosphate thin film samples reveal that the as-ob-
tained microrods contains Mn, P and O elements. The Mn:P atomic ratio
in MP-1 to MP-3 is 3:1.90, 3:1.60 and 3:1.73, respectively. Further-
more, the extensive EDX analysis confirms that the molar ratios of
manganese phosphate are very close to those of their precursors as 3:2.

3.4. Electrochemical capacitive studies

3.4.1. Manganese phosphate electrode performance
The electrochemical performance of manganese phosphate (MP

series) samples was assessed in a three-electrode system with conven-
tional electrochemical techniques of cyclic voltammetry (CV), galva-
nostatic charge-discharge (GCD), and electrochemical impedance
spectroscopy (EIS) using 1 M Na2SO4 electrolyte. Fig. 4(a) demonstrates
a typical CV curve of MP-2 electrode measured in a voltage window
ranging from 0.0 to 0.9 V at various scan rates of 5 to 100 mV s−1. Also,
the CV curves of another thin film samples (MP-1 and MP-3) at various
scan rates are shown in figure S4 (See ESI). It is found that, the CV curve
shows a rectangular shape that represents the quasi-ideal capacitive
response of the electrode. Increasing specific capacitance with the de-
creasing current under area of the curve was further confirmed by de-
termining the area occupied by Na+ (hydrated) ions over surface of the
electrodes with respect to the scan rate. It has been found that ions
coming from the electrolyte at a low scan rate allow plenty of time to
adsorb/desorb on inner and outer surfaces of the active material. On the
other hand, at higher scan rate, movement in the electrolytic ion causes
difficulty in accessing all possible sites on the surface of electrode
material. So, the specific capacitance is lower with a higher scan rate
and vice versa [4,5,39,40].

To further investigate the electrochemical performance of manga-
nese phosphate (MP-series), the GCD study of MP-2 sample is shown in

Fig. 7. (a) Specific capacitance at various current densities, (b) EIS plot (Inset: fitted circuit), (c) Ragone plot and (d) CV curve of bending angles at different bending
angles from 0-180° of MP-2//MP-2 FSS-SC device.
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Fig. 4(b) and MP-1 and MP-3 samples are shown in ESI figure S5 in
Supporting Information. It is carried out at different current densities of
0.2, 0.4, 0.6, 0.8, 1.0 mA cm−2 in a voltage range of 0.0 to 0.9 V. As
illustrated in Fig. 4 (b), there is good symmetry in the GCD curves,
which shows their excellent reversal Faradic reactions of Mn2+/Mn3+

and suggests superior electrochemical stability of manganese phosphate
material. The specific capacitance [shown in Fig. 4(c)] of the MP-2
electrode, calculated from GCD graph according to Eq. (1) are 145, 112,
90, 75, 65 F g-1 at 0.2–1.0 mA cm−2 current densities in neutral
(Na2SO4) electrolyte. This capacitive behavior is extremely competitive
compared to earlier published manganese phosphate-based electrode
materials (Table 1). Pang et al. [41] synthesized Micro-Nano like
structure of NH4MnPO4.H2O using heat treatment and obtained specific
capacitance of 35 F g-1 at 10 mV s-1 scan rate. Yan et al. [42] prepared
nanowires like MnPO4.H2O/GO using a hydrothermal method and ob-
tained specific capacitance of 287.9 F g-1 at 0.625 A g-1 current density.
Ma et al. [43] have prepared Nanosheets-like morphology of Mn3(PO4)2
using hydrothermal method and reported a high specific capacitance of
203 F g-1 at 0.5 A g-1 current density. Mirghni et al. [14] prepared
hexagonal micro-rods manganese phosphate/graphene foam
(Mn3(PO4)2/GF) via a facile hydrothermal method and obtained spe-
cific capacitance of 270 F g-1 at 0.5 A g-1 current density in 6 M KOH
electrolyte. Lee et al. [28] prepared Mn3(PO4)2/PANI nanoparticles by
a sonochemical method and obtained specific capacitance of 347 F g-1

at a current density of 1 A g-1 in 1 M KOH electrolyte. Also, Yang et al.
[44] prepared Mn3(PO4)2.3H2O/graphene nanosheets using the ex-
foliation precipitation process and achieved a specific capacitance of
152 Fg-1 at 0.5 Ag-1 current density in 6 M KOH electrolyte. The specific
capacitance is higher in most current published works, it may be due to
the use of graphene or polyaniline supplemental materials, to enhance
the conductivity and electrochemical efficiency of the active material.
Moreover, the Ni-foam was used as conducting substrate and during
electrochemical testing, it plays an important role to increase the
electrochemical efficiency of electroactive material by adding self-ca-
pacitance by transforming its surface atom into NiO and Ni(OH)2.
However, in the current study, stainless steel is used as the substrate to
synthesize manganese phosphate thin film electrode, which provides
only 2D structure and does not participate in the electrochemical re-
action. Therefore, in this study achieved specific capacitance is com-
pletely given by only manganese phosphate material.

The Fig. 4(d) and figure S7 (See ESI) shows the Nyquist plots of MP-
2, and MP-1 and MP-3 electrodes, respectively in the frequency range of
100 mHz to 100 kHz with 10 mV amplitude. The equivalent circuit for
the fitted data of the impedance curve is presented in the inset of Fig. 5
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Fig. 8. Specific capacitance at different bending angles of MP-2//MP-2 FSS-SC
device from 0-180°.
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(b). The fitted circuit shows solution resistance (Rs), a charge transfer
resistance (Rct) of the electrolyte ions in the MP-2 thin film samples. A
constant phase element (CPE) to account for the double-layer capaci-
tance and Warburg diffusion element (W) is an equivalent electrical
circuit component in fitted circuit. The curve is made up of a semi-arc in
the high-frequency region followed by a linear region in the low-fre-
quency region. The micro-structured sample of MP-2 electrode dis-
played a very less solution resistance (ESR) (Rs, 4.92 Ω and Rct, 138.9
Ω) in the electrochemical impedance study. The EIS study explicated
that low impedance results in higher electrochemical performance of
MP-2 electrodes. The EIS curve shows good electronic conductivity and
small values of resistance indicate better charge transfer rate of man-
ganese phosphate, which is beneficial for charging the storage process
[45].

Higher cyclic stability is one more important part of the electrode
materials in the supercapacitor application. The cyclic stability was

measured by performing charge-discharge tests of the MP-2 electrode at
a current density of 0.8 mA cm−2 and shown in Fig. 5 (b). The MP-2
sample displays excellent cycling efficiencies of 99.5 % after 7000 cy-
cles in neutral electrolyte. The hexagonal microrods like morphology
possess a stable structure and easy electrolyte diffusion for improving
cyclic stability of manganese phosphate electrode [38]. In Fig. 5 (c–d)
displays the charge-discharge curves of the initial ten and the last ten
cycles of 7000 cycles. It is clearly seen that, the curves of the last ten
cycles have a minimal difference compared with the initial ten cycles
with symmetric shape, highly little internal resistance (iR) drop, which
exhibits long-term cycling stability (99.5 %) of MP-2 electrode.

3.4.2. Manganese phosphate symmetric supercapacitor
A flexible symmetric solid-state supercapacitor (FSS-SC) was as-

sembled by employing highly stable manganese phosphate (MP-2) thin
film electrodes using PVA-Na2SO4 gel electrolyte. Two MP-2

Fig. 9. (a) Cyclic stability of MP-2 FSS-SC device at 9000 cycles (Inset: GCD cycles first and last ten cycles at 0.8 mA cm−2) and (b-d) Demonstration photographs of
MP-2//MP-2 FSS-SC device by glowing three red LEDs at initial 20 s, 3 min and after 5 min. (For interpretation of the references to colour in this figure legend, the
reader is referred to the web version of this article).
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symmetrical electrodes are covered and sandwiched with polymer gel
electrolyte which performs as separate as well as an electrolyte, and
demonstrated in Scheme 2. The practical applicability of this device is
evaluated using a CV, GCD, EIS and electrochemical stability analysis.
Fig. 6 (a) presents the potential window variation of FSS-SC MP-2//MP-
2 device at a constant scan rate of 50 mV s−1. This analysis decides the
suitable potential window for SCs device. The area under CV curve for
FSS-SC MP-2//MP-2 devices is symmetric up to 1.5 V. Fig. 6 (b) de-
scribes CV curves of symmetric FSS-SC MP-2//MP-2 device for various
scan rates ranging from 5 to 100 mV s−1. The area under the CV curve
and the high current in the PVA-Na2SO4 electrolyte show high capaci-
tance, which is probably due to the high charge transfer capability of
the organic polymer solid-state gel electrolyte [46]. It is clearly seen
that, better performance of symmetric FSS-SC MP-2//MP-2 super-
capacitor device at every scan rates. At a low scan rate, limited re-
striction on the movement of electrolyte ions, entire electroactive ma-
terial contribution and extra time possess maximum capacitance
[47,48]. Similarly, the potential window selection for FSS-SC MP-2//
MP-2 device by GCD is carried out at a constant current density of 0.4
mA cm-2 [shown in Fig. 6 (c)]. It is seen that the potential window
0–1.5 V is appropriate for FSS-SC MP-2//MP-2 device. In order to study
the performance of symmetric FSS-SC MP-2//MP-2 device, GCD curves
at various current densities of 0.1−0.5 mA cm-2 were tested and shown
in Fig. 6 (d). On the basis of total mass of both electrodes, the calculated
capacitance from GCD curve is 37.7, 27.6, 22.6, 20.1 and 18.8 F g−1 at
current densities of 0.1, 0.2, 0.3, 0.4 and 0.5 mA cm-2, respectively
[shown in Fig. 7 (a)]. It is found that, the as-fabricated symmetric su-
percapacitor reveals excellent rate capability.

EIS is a better way to learn the properties of charge transfer kinetics
and its electrode-electrolyte interface [49]. The Nyquist plot of the
flexible symmetric solid-state supercapacitor is presented in Fig. 7 (b).
The semi-arc at high frequencies correlate with the Faradic charge-
transfer resistance (Rct). Intercept (Z') on real impedance axis is the
solution resistance (Rs, 0.96 Ω). From the EIS, there is a low charge
transfer resistance (Rct) of 282.6 Ω manifesting the reaction of fast ion
diffusion, a CPE to account for the double-layer capacitance and the
Warburg (W) impedance specified as a linear part at low frequency
resembles the diffusion process of the charges. Moreover, to illustrate
the electrochemical efficiency of the device, the Ragone curve is plotted
in Fig. 7 (c). A high energy density of 11.7 Wh kg−1 is obtained at a
power density of 1.414 kW kg−1 and device still retains 5.8 Wh kg−1

energy density even at 7.071 kW kg−1 power density. The performance
of the FSS-SC device is compared to some of the earlier published re-
search works (see Table 2). Some symmetric and asymmetric devices
based on manganese phosphate were manufactured and reported, such
as Mn3(PO4)2/GF//AC (7.6 Wh kg−1, 3.528 kW kg−1) [14],
Mn3(PO4)2/PANI//AC (14.7 Wh kg-1, 2.988 kW kg-1) [28],
MnPO4.H2O/GO//MnPO4.H2O/GO (5.78 Wh kg-1, 1.5 × 105 W kg-1)
[42], Mn3(PO4)2//AC (16.64 Wh kg-1, 7.984 kW kg-1) [43],
Mn3(PO4)2//Mn3(PO4)2 (19.09 Wh kg−1, 8.033 kW kg−1) [43],
Mn3(PO4)2.3H2O/Graphene//Mn3(PO4)2.3H2O/Graphene (35.5 Wh
kg−1, 3.65 kW kg−1) [44], Mn3(PO4)2.3H2O//AC (32.32 Wh kg−1,
4.250 kW kg−1) [50], MoS2@Ni(OH)2//MoS2@Ni(OH)2 (5.2 mW h cm-

3, 11 W cm-3) [52], CeO2/MWCNTs//CeO2/MWCNTs (85.7 Wh kg-1,
2.6 kW kg-1) [53], CeO2/SS//CeO2/SS (61.4 Wh kg-1, 3.5 kW kg-1) [54],
VS2/SS//VS2/SS (25.9 Wh kg-1, 1.5 kW kg-1) [55]. Nevertheless, in
several published reports it states that the manganese phosphate was
used as a positive and frequently active carbon used as negative elec-
trode to fabricate asymmetric supercapacitors. The manganese phos-
phate based asymmetric devices present lower energy densities than
Mn3(PO4)2 electrode-based symmetric (FSS-SC) supercapacitors device
and only one report is available on manganese phosphate material
based symmetric solid-state device [44]. In these few reported works,
the obtained specific capacitance is higher than the present work,
which may be due to the use of Ni-foam as a substrate and addition of
graphene and MWCNTs, which play a vital role to improve the

capacitive performance by adding self-capacitance during electro-
chemical testing to the electrode material and providing good porosity,
electrical conductivity, and more active sites, respectively. Moreover,
graphene provides a possibility to maximize surface areas of the elec-
trochemically active material, which contributes to shortening ion
diffusion lengths. However, MWCNTs are difficult for maintaining high
quality and minimal impurities. Also, different electroactive materials
(like vanadium disulfide, cerium dioxide, molybdenum disulfide, and
nickel hydroxide) provided different charge storage mechanisms to
improving electrochemical performance. Moreover, different methods
of fabrication can usually lead to electrode materials with different
porous structures which can also affect the diffusion path of the elec-
trolyte ion. In these above mentioned reported works, mostly PVA-
LiClO4 was used as a gel electrolyte because of the relatively easy in-
tercalation/deintercalation of the Li+ ion due to its smaller ionic radius
compared to that of the Na+ ion. Also, strongly alkaline electrolytes
such as KOH have high ionic conductivity, but the operating potential
window is very low and it is less stable and shows lower efficiency. In
contrast, of the different neutral electrolytes, Na2SO4 is the most com-
monly used neutral electrolyte and has been shown to be a promising
electrolyte for manganese phosphate material. This is due to their
benefits such as greater working potential windows, less corrosion, and
higher safety than that of the alkaline electrolytes [56]. However, in
present work we opted Na2SO4 as an electrolyte because excellent
stability and further performance of manganese phosphate can be im-
proved by composing with carbon derivatives such as CNTs, Graphene/
Graphene oxide, etc. Therefore there is scope to further increase the
capacitance of manganese phosphate electrode by making composite
and using different electrolytes.

The CV curves of symmetric devices at different bending angles (0,
45, 90 and 180°) at constant scan rate 50 mV s−1 in the potential
window of 0.0–1.5 V are presented in Fig. 7 (d). Fig. 7 (d) reveals that
the conjunction of CV curves on each other reflects consistent electro-
chemical performance with changing bending positions of the device. It
recommends that, the FSS-SC device can be utilized as a flexible su-
percapacitor for moderate energy device purposes [57]. The corre-
sponding specific capacitance was calculated by CV curves (shown in
Fig. 8, the corresponding measurement images), with the increasing
bending angle from 0 to 180˚. The values of specific capacitance show
slight decrement (39, 39.4, 37, 34 F g−1 at a constant scan rate of 50
mV s−1) with the increasing bending angle.

In a supercapacitor device application, its cyclic stability is an im-
portant factor. To study the cyclic stability of the symmetric device, the
GCD cycling test was completed over 9000 cycles at 0.8 mA cm−2

current density within the voltage window 0.0–1.5 V [shown in Fig. 9
(a)]. Capacitance retention of the symmetric device is 99 % after 9000
cycles imply the stable nature of the device and it indicates outstanding
cycling durability. Inset of Fig. 9 (a) shows the GCD curve of the initial
and final ten cycles of 9000 cycles. It is evident that the last ten cycles
curves moderately changes as compared with the initial ten cycles and
still shows the symmetric shape, and exhibited no distinct change after
long-term cyclic stability. The stability test of the FSS-SC device is
compared to some previously published reports (see Table (2))
[14,28,43]. However, in all reported literature, Mn3(PO4)2 symmetric
(FSS-SC) device exhibits high cyclic stability as compared to manganese
phosphate electrode-based asymmetric supercapacitor device. The
commercial viability of an FSS-SC device can be tested by exhibiting the
device to a practical purpose. The series-connected two FSS-SC devices
was charged for 30 s and discharged through three red LEDs connected
in parallel sequence. The devices amazingly have lightened up the LEDs
for 5 min [Fig. 9 (b–d)]. Correspondingly, the images of lowering the
light intensity of three red LEDs while discharging up to 5 min, which
obviously demonstrates the glorious potentiality of the developed
flexible symmetric device.
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4. Conclusions

In summary, Mn3(PO4)2 microrods were successfully synthesized
through a single pot hydrothermal method at 120 °C temperature using
different urea concentrations over flexible stainless steel substrate. The
electrochemical studies of Mn3(PO4)2 thin film electrode revealed
maximum specific capacitance of 145 F g−1 at a current density of 0.2
mA cm-2 in 1 M Na2SO4 with 99.5 % capacity retention over 7000
cycles. Additionally, The MP-2//MP-2 FSS-SC device exhibits an oper-
ating voltage window of 1.5 V in PVA-Na2SO4 gel electrolyte and
achieving a high specific capacitance of 37 F g−1 at 0.1 mA cm-2 current
density. The FSS-SC device delivers a high energy density of 11.7 Wh
kg−1 at 1.41 kW kg−1 power density with better cycling stability (99
%) over 9000 cycles. Overall, Mn3(PO4)2 microrods based thin film
electrodes can be a promising candidate in an electrochemically stable
supercapacitor device for the purpose of flexible energy storage devices.
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Abstract
The binder-free synthesis of nickel-cobalt phosphate electrodes grabs tremendous 

attention in hybrid energy storage devices due to significant electrochemical activity based 
on a synergy between Ni and Co cations. So, the present work describes a facile scalable 
synthetic approach of potentiostatic electrodeposition (PED) for binder-free nickel-cobalt 
phosphate electrodes with Ni:Co variation. Alteration in Ni:Co composition leads into 
amorphous to crystalline structural conversion and microspheres to nanosheets like 
morphological evolution of nickel-cobalt phosphate electrodes. The optimal ~1:1 (Ni:Co) 
composition of nickel-cobalt phosphate electrode with clustered nanoparticle-like 
morphology exhibits intercalation pseudocapacitive behavior and demonstrates maximum 
specific capacitance (capacity) of 2228 F g-1 (891 C g-1) at 1.5 A g-1 current density. 
Moreover, a fabricated aqueous hybrid asymmetric supercapacitor (AHAS) device delivers 
a high specific capacitance of 185 F g-1, having an energy density of 65.7 Wh kg-1 at 2.2 kW 
kg-1 power density with 97 % retention. Furthermore, the solid-state hybrid asymmetric 
supercapacitor (SHAS) device displays a maximum specific capacitance of 90 F g-1 with 32 
Wh kg-1 energy density at 0.32 kW kg-1 power density and upholds 89 % capacitive 
retention. The present study establishes a scalable synthesis of binder-free nickel-cobalt 
phosphate electrodes as a cathode in hybrid energy storage devices for practical application.

1. Introduction
Recently, the research has primarily been 

devoted to developing sustainable, ecological, and 

renewable energy storage systems due to the 
deterioration of the environment and fossil fuel 
depletion.1-3 So, electrochemical energy storage systems 
such as fuel cells, batteries, and supercapacitors (SCs) 
stand vital for storing non-renewable energy in the 
present scenario.4 Nevertheless, SCs attract more 
attention due to their impressive properties like safe to 
operate, high charging-discharging rate, and significant 
power density with a larger life span than batteries and 
fuel cells.5,6 So, with these exceptional properties, SCs 
are gaining significant attention in various small to large-
scale electronic appliances, from portable electronic 
devices to hybrid electric vehicles. However, relatively 

aCentre for Interdisciplinary Research, D. Y. Patil Education Society (Deemed to be 
University), Kasaba Bawada, Kolhapur-416 006, M.S., India. Email: 
umakant.physics84@gmail.com
bDepartment of Materials Science and Engineering, Yonsei University, Seoul 03722, 
South Korea.
Electronic Supplementary Information (ESI) available: [Synthesis of large area nickel-
cobalt phosphate thin film, Synthesis of rGO electrode, PVA-KOH gel electrolyte, 
Fabrication process of SHAS device, Formulae for calculation, Film thickness graph, XRD 
patterns of E-NCP series powder samples, EDS spectra of E-NCP series samples, Nitrogen 
adsorption/desorption isotherm of E-NCP series samples, The CV graphs of E-NCP1, E-
NCP2, E-NCP3, E-NCP5, E-NCP6 and E-NCP7 electrodes, Log (current density, A g-1) 
versus log (scan rate, mV s-1) plot for E-NCP series electrode, Pseudocapacitive (surface 
current) and battery type (bulk current) current density contribution graph at various scan 
rates for E-NCP series electrodes, The GCD curves of E-NCP1, E-NCP4 and E-NCP7 
electrodes at 1.5 A g-1 current density, ex-situ XPS study, The GCD curves of E-NCP1, E-
NCP2, E-NCP3, E-NCP5, E-NCP6 and E-NCP7 electrodes, The specific capacitance 
(capacity) of E-NCP series electrodes at various current densities, Nyquist plot before and 
after stability of E-NCP4 electrode, The structural and electrochemical study of rGO 
electrode, The CV graphs of E-NCP4 and rGO electrodes, The CV and GCD curves of 
AHAS device in different potential windows, Charted atomic percentage of existing 
elements in E-NCP series samples, Comparison of electrochemical energy storage 
performance of nickel-cobalt phosphate based electrodes, EIS fitted circuit parameters of 
E-NCP series electrodes and E-NCP4 electrode before and after stability, Comparison of 
electrochemical energy storage performance of nickel-cobalt phosphate based devices]
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less energy density than batteries of SCs hinders their 
application in different electronic devices.7,8 Therefore, 
the improved energy density without negotiating its 
power density is a prerequisite of SCs for practical 
application. Moreover, it can be accomplished in two 
ways: by increasing capacitance (C) of energy storage 
materials or extending potential window (V), or by 
enhancing both, since the stored energy is proportional to 
capacitance and potential window of the SC device 
(0.5CV2).9

Fabrication of hybrid SC devices is a competent 
way to achieve improved energy and power density since 
it comprises pseudocapacitive type cathode (energy 
source) and capacitive type anode (power source),10,11 
and the expanded cell voltage of hybrid SCs due to well-
separated potential windows of electrodes.12 
Nevertheless, another highly desirable way to boost 
energy density is refining electrode material's 
capacitance via manipulating the structural and 
morphological properties of energy storage materials. In 
this perspective, numerous materials, including metal 
oxides, hydroxides, sulfides, and phosphates, have been 
tested as cathode materials in hybrid energy storage 
devices. Most of the ever-utilized cathode materials can 
be classified into three categories: extrinsic (battery-
type), intercalation, and intrinsic pseudocapacitive based 
on their charge storage mechanisms.13 Generally, 
intrinsic pseudocapacitive materials store charges via a 
redox mechanism and/or by forming a double layer on 
the material surface (e.g., RuO2, MnO2). However, in 
intercalation type, charges are stored in the tunnels or 
interplanar space of material through electrolytic ion 
intercalation (e.g., Layer double hydroxides (LDH)). 
While the reduction in size or crystallinity 
(nanomaterials) of battery-type materials can 
demonstrate pseudocapacitive behavior and refer to 
extrinsic pseudocapacitive materials.7 The extrinsic 
materials struggle with less power density and poor 
stability, except for excellent energy density.14 On the 
other hand, intrinsic materials have very low energy 
density. Therefore, to stick out higher energy values and 
economic demands, low-cost energy storage materials, 
having maximum specific capacitance and favorable life 
span, needed to be developed. 

Among existing pseudocapacitive materials, 
open and wide channel structured metal phosphate 
materials are catching attention as a new emerging 

energy storage material as a cathode in hybrid devices 
due to their excellent properties like large active sites, 
and excellent conductive nature, and higher stability 
owing to P-O covalent bond.15-17 Therefore, different 
morphologies and polymorphs of cobalt and nickel 
phosphates were synthesized via various synthesis 
processes such as Ni3(PO4)2,17 Ni2P2O7,18 
Ni11(HPO3)8(OH)6,19 Co3(PO4)2·8H2O,20 
CoHPO4·3H2O,21 Co3P2O8·8H2O,22 Co2P2O7,23 
Co2P4O12,24 etc. and investigated for supercapacitor 
application. Moreover, some researchers proved that the 
synergetic effect between two metal species in binary 
metal compounds exhibits higher capacitive performance 
than single metal compounds.25-29 However, in most 
reports, nickel-cobalt phosphate materials were prepared 
in powder form with highly crystalline structures, and 
microstructure and fabricated cathode using a binder 
supplemented casting method for energy storage 
devices.30-41 Also, a considerably higher ratio of surface 
to the volume of material is the most significant factor in 
fulfilling demands for energy-efficient application, since 
downscaling the microstructure of material can regulate 
different types of pseudocapacitive behaviors from 
intercalation to extrinsic pseudocapacitive type. So, to 
achieve a higher capacity of energy storage devices, it is 
crucial to binder-free fabrication of electrodes and fine-
tuning of characteristics of electrode material (surface 
area, electrical conductivity) in synthesis. Until now, 
only a few reports are available on binder-free 
synthesis,42-45 and only in two reports electrodeposition 
method was implemented for the synthesis of nickel-
cobalt phosphate electrodes.42,44

Therefore, in the present investigation, a binder-
free and single-step potentiostatic mode of 
electrodeposition (PED) method is employed to 
synthesize nickel-cobalt phosphate thin film electrodes 
with a variation of Ni:Co composition. The structural and 
morphological evolution of nickel-cobalt phosphate thin 
films with molar ratio variation of nickel and cobalt is 
investigated by XRD, FT-IR, XPS, FE-SEM, and EDS 
analyses. Also, the influence of structural and 
morphological evolution on the pseudocapacitive 
performance of nickel-cobalt phosphate electrodes is 
studied. Furthermore, the aqueous hybrid asymmetric 
(AHAS) and solid-state hybrid asymmetric 
supercapacitor (SHAS) devices are fabricated by 
combining the best performing nickel-cobalt phosphate 
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electrode (cathode) and rGO electrode (anode). The 
supercapacitive performances of hybrid energy storage 
devices are recorded and demonstrated herein.

2. Experimental section
2.1 Synthesis of nickel-cobalt phosphate thin films

Nickel chloride (NiCl2.6H2O), cobalt chloride 
(CoCl2.6H2O), and potassium dihydrogen 
orthophosphate (KH2PO4) were purchased (Sigma 
Aldrich) (AR grade) and used without any further 
purification. The synthesis of nickel-cobalt phosphate 
thin films was carried out in an aqueous solution of nickel 
chloride (NiCl2.6H2O), cobalt chloride (CoCl2.6H2O), 
and potassium dihydrogen orthophosphate (KH2PO4) 
precursors by the PED method. The schematic 
presentation and the actual photograph of the specially 
developed electrodeposition assembly consisting of 
graphite pot as a counter electrode, large area stainless 
steel (SS) as a working electrode, and saturated calomel 
electrode (SCE) (saturated KCl solution) as a reference 
electrode for the preparation of large area thin film 
electrodes is shown in Fig. S1 (a) and (b) (see in the 
electronic supplementary information, ESI). The nickel 
chloride and cobalt chloride precursor concentrations 
varied from 0.045-0 M and 0-0.025 M, respectively, 
while phosphate precursor (potassium dihydrogen 
orthophosphate) concentration was kept constant (0.125 
M) in the deposition solution. To avoid the formation of 
metal hydroxide or oxide phase, a decisively higher 
concentration of phosphate precursor was used in the 
deposition, and the concentration of Ni and Co precursor 
were varied depending on the growth rate of nickel and 
cobalt phosphate. The deposition potential of nickel-
cobalt phosphate was varied and optimized between -
0.85 to -1.1 V/SCE at room temperature. A well-adherent 
and uniform thin films of nickel-cobalt phosphate were 
obtained at -0.85 V/SCE potential, as a photograph of 
large area deposited thin film shown in Fig. S1 (c). The 
composition of precursors (NiCl2.6H2O:CoCl2.6H2O) 
was varied as 1:0, 0.85:0.15, 0.75:0.25, 0.5:0.5, 
0.25:0.75, 0.15:0.85 and 0:1 for nickel-cobalt phosphate 
thin film deposition on SS substrate and denoted by E-
NCP1, E-NCP2, E-NCP3, E-NCP4, E-NCP5, E-NCP6, 
and E-NCP7, respectively. 

2.2 Materials characterization

The Rigaku miniflex-600 X-ray diffractometer 
(with Cu Kα (λ=0.15425 nm) radiation) was used for 
structural analysis of synthesized nickel-cobalt 
phosphate thin films. The Fourier transform-infrared 
spectrometry (FT-IR) (Alpha (II) Bruker) was employed 
to study available functional groups in prepared thin 
films. The X-ray photoelectron spectroscopy (XPS) was 
measured via Thermoscientific ESCALAB 250 (Thermo 
Fisher Scientific, UK). The morphological analysis was 
probed via field emission scanning electron microscopy 
(FE-SEM, JSM-7001 F, JEOL) and elemental 
investigation via energy dispersive spectrometer (EDS) 
analysis. The ZIVE MP1 multichannel electrochemical 
workstation was used to record the electrochemical 
capacitive reactions. The cyclic voltammetry (CV), 
galvanostatic charge-discharge (GCD), and 
electrochemical impedance spectroscopy (EIS) 
techniques were employed to probe the supercapacitive 
performance of prepared thin film electrodes. The 
aqueous and solid-state asymmetric hybrid 
supercapacitor devices are fabricated using nickel-cobalt 
phosphate electrode (cathode) and rGO (anode) 
electrodes (Fig. S2 (a-e) (see ESI)). The formulae used 
for supercapacitive performance evaluation in half and 
full-cell (device) systems are provided in the 
supplementary information (see ESI).

3. Results and discussion
3.1 Nickel-cobalt phosphate thin film formation

A large scale (5x5 cm2), binder free nickel-cobalt 
phosphate thin film electrodes with a variation of Ni:Co 
composition are prepared by facile PED method 
(synthesis details provided in Experimental section), 
using the specifically designed electrochemical cell as 
shown in the schematic presentation (Fig. S1) (see in the 
electronic supplementary information, ESI). For PED of 
nickel-cobalt phosphate material, formal reduction 
potential was examined by linear sweep voltammetry 
(LSV) curves (as shown in Fig. 1 (a)) of NiCl2.6H2O, 
CoCl2.6H2O, and NiCl2.6H2O+CoCl2.6H2O with 
KH2PO4 aqueous precursor solutions at composition 
(NiCl2.6H2O:CoCl2.6H2O) as 1:0, 0:1 and 0.5:0.5, 
respectively. The LSV curves scanned from 0 to -1.2 
V/SCE at 20 mV s-1 scan rate depict tentative deposition 
potential (onset potential) to encourage potentiostatic 
deposition of nickel, cobalt, and nickel-cobalt phosphate 
thin films. The reduction potentials of cobalt and nickel 
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with potassium dihydrogen orthophosphate precursors 
are found to be -0.7 and -0.85 V/SCE, respectively. 
However, the reduction potential (-0.75 V/SCE) of 
nickel-cobalt precursor solution is in between the 
reduction potential of individual precursors. It suggests 
that the advanced deposition of cobalt phosphate is 
possible, so to achieve the expected composition of 
Ni:Co the concentration of cobalt precursor was kept a 
little low.

The nickel-cobalt phosphate thin films 
deposition was performed at room temperature using 
PED mode at a constant potential of -0.85 V/SCE for 
5400 s, as presented in Fig. 1 (b). The observed 
chronoamperometric deposition curves show two distinct 
regions. The first region (I) shows an initial surge in the 
current response, dependent on the available cation 
species at the interface of an electrode that discharges 
immediately after the electrode polarization and then 
decrease in current elucidates nuclei formation. In the 
second region (II), current increases slowly up to 
optimum and then establishes a steady nature 
corresponding to aggregation and accompanied material 
growth, respectively. A steady-state current density after 
the nucleation attributes to the consistent growth of 
material and a slow growth process in the second region 
may be responsible for the formation of clusters owed to 
processes like adsorption and coalescence. Maximum 
current response observed for E-NCP7 than other 
samples suggests well crystallization with excellent 
cobalt phosphate material growth kinetics, and lower 
current response for E-NCP1 advocates deprived 
crystallization of nickel phosphate material. An increase 
in deposited mass of the nickel-cobalt phosphate thin 
films is observed with different bath compositions of 
NiCl2.6H2O:CoCl2.6H2O, and it varies from 1.5 to 1.98 
mg cm-2 as shown in Fig. S3 (see ESI). A change in 
whitish-green to purple color of nickel-cobalt phosphate 
thin films over SS substrate is observed upon Ni:Co 
composition variation as a photograph shown in Fig. 1 
(b) inset.

3.2 Structural and morphological analysis
The XRD analysis employed to investigate the 

structural properties of prepared E-NCP series thin films 
is presented in Fig. 1 (c). The XRD result of the E-NCP1 
sample shows only stainless-steel peaks (marked as *) 
and confirms the amorphous structure of the 

electrodeposited nickel phosphate material. However, the 
XRD pattern of the E-NCP7 sample depicts diffraction 
peaks corresponding to (110), (020), (130), (101), (031), 
(211), ( 21), (231), (301), (051), and (132) crystal planes 3
which match with the JCPDS card no. 33-0432, and 
confirms Co3(PO4)2.8H2O thin film formation. Also, the 
other E-NCP series sample does not show any diffraction 
peaks than SS substrate in the XRD pattern and confirms 
the amorphous nature of nickel-cobalt phosphate thin 
film samples. For further confirmation of material phase 
and to avoid dominance of substrate peaks, XRD studies 
of E-NCP series powder samples (scratched from the SS 
substrate) are investigated and presented in Fig. S4 (see 
ESI). The powder XRD pattern of E-NCP7 sample shows 
a similar diffraction pattern like thin films; nonetheless, 
few extra peaks are observed, which were suppressed due 
to intense SS substrate peaks. With the addition of nickel 
content, peak intensities of E-NCP6 sample in powder 
XRD are decreased. Furthermore, it is confirmed that 
increase in nickel content, the structure of nickel-cobalt 
phosphate material changes from crystalline to 
amorphous and vice versa. The overall XRD study 
suggests a synthesis of crystalline hydrous cobalt 
phosphate (Co3(PO4)2.8H2O) and transformation into 
amorphous nickel-cobalt phosphate thin films with an 
increment of nickel.

The existence of functional material groups in E-
NCP series electrodes was analyzed via FT-IR analysis 
in the 400-4000 cm-1 region and displayed in Fig. 1 (d). 
The metal-oxygen bonding in samples is confirmed via 
peak (γ1) present in a range of 568-595 cm-1. The peak at 
595 cm-1 observed in E-NCP1 sample can be ascribed to 
Ni-O bonding,46 and the peak at 571 cm-1 is associated 
with Co-O bonding in E-NCP7 sample.47,48 The 
symmetric stretching of P-O-P linkage is detected at the 
absorption peak (γ2) in the region of 708-741 cm-1.49 The 
peaks (γ3-γ5) are noted in the region of 857-1076 cm-1 

confirm the symmetric and asymmetric P-O stretching 
vibrational mode of PO4

3− anions.50,51 The absorption 
peaks (γ6, γ7) in the region of 1400-1644 cm-1 correspond 
to the bending mode of a water molecule (H-O-H).51,52 
Moreover, the peaks (γ8, γ9) in the range of 3000-3464 cm-

1 are belonged to O-H stretching vibration mode of 
adsorbed water content in the material.51,52 Moreover, the 
slight shifting in peaks (γ1-γ6) from sample E-NCP1 to E-
NCP7 confirms the cordial interaction between cobalt 
and nickel elements in nickel-cobalt phosphate.53 Thus, 
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the FT-IR results demonstrate the successful preparation 
of hydrous nickel-cobalt phosphate material thin films 
via the PED method.

The nickel, cobalt, phosphorous, and oxygen 
elements are observed in the XPS survey spectrum of 
sample E-NCP4 (Fig. 2 (a)). The intense peaks at binding 
energies of 854.8 and 872.5 eV in the high-resolution 
Ni2p XPS spectrum confirm the Ni2p3/2 and Ni2p1/2 state, 
respectively, indicating Ni2+ oxidation state and satellite 
peaks at 860.8 and 878.5 eV binding energies (Fig. 2 
(b)).54-56 The high-resolution Co2p XPS spectrum shown 
in Fig. 2 (c) reveals a peak at 781.5 eV binding energy 
and a satellite peak (785.5 eV) corresponding to Co2p3/2 
orbits and demonstrates +2 valence state of cobalt near 
the surface. 

 
Fig. 1 (a) LSV curves for precursor solution of 
NiCl2.6H2O, CoCl2.6H2O and NiCl2.6H2O+CoCl2.6H2O 
(with KH2PO4) with composition 1:0, 0:1 and 0.5:0.5 
(NiCl2.6H2O:CoCl2.6H2O), respectively at the scan rate 
of 20 mV s-1, (b) chronoamperometric curves of nickel-
cobalt phosphate (E-NCP1 to E-NCP7) at the potential of 
-0.85 V/SCE on SS substrate (inset: photograph of 
prepared thin film electrodes), (c) XRD patterns and (d) 
FT-IR spectra of nickel-cobalt phosphate thin films (E-
NCP1 to E-NCP7).

Similarly, the intense peak at 797.8 eV binding energy 
signifies Co2p1/2 orbits, and the satellite peak at 802.9 eV 
further proves a similar assumption.57,58 Fig. 2 (d) shows 
the high-resolution P2p region XPS spectrum; a single 
intense peak noted at a binding energy of 132.7 eV 
demonstrates a pentavalent state of phosphorous in P-O 

bonding.59 Moreover, one broad peak is observed in the 
O1s region of the XPS spectrum, as shown in Fig. 2 (e). 
The broad peak of O1s is deconvoluted into two peaks at 
530.6 eV and 531.5 eV binding energies, which 
corresponds to the core level of oxygen in phosphate 
species and structural water in the material 
respectively.60-62 Thus, the XPS results endorse the 
presence of the divalent state of Ni and Co in nickel-
cobalt phosphate thin film. Overall, XPS analysis proves 
successful preparation of the hydrous nickel-cobalt 
phosphate material by PED method over SS substrate.

Fig. 2 (a) Survey spectrum, (b) Ni2p spectrum, (c) Co2p 
spectrum, (d) P2p spectrum and (e) O1s XPS spectrum of 
sample E-NCP4.

The surface morphological evolution of the 
electrodeposited E-NCP thin film series was probed via 
FE-SEM. Fig. 3 shows the morphologies of 
electrodeposited nickel-cobalt phosphate thin films at 
different magnifications (20,000X and 50,000X). 
Interestingly, morphological evolution from 
microspheres to nanosheets is observed with nickel and 
cobalt composition variation in E-NCP1 to E-NCP7 
samples. The E-NCP1 to E-NCP4 sample (Fig. 3 (a-d)) 
shows an amalgamated microspheres-like morphology 
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with an average diameter of ~2-4 µm, which attributed to 
the growth of material through coalescence and 
aggregation. The surface of the microsphere probed at 
higher magnification (Fig. 3 (a'-d')) reveals microspheres 
are composed of clusters of nanoparticles with uneven 
pores. Interestingly, a transformation of small pores to 
nano cracks on the surface of microspheres (inset Fig. 3 
(d')) is noticed with increased cobalt content from E-
NCP1 to E-NCP4 sample. Furthermore, with an increase 
of cobalt content in the E-NCP5 sample (Fig. 3 (e, e')), 
immature nanosheets can be observed with thicknesses 
of ~257-299 nm originating from the mud-like structure 
of merged microspheres. Microsphere-like architecture 
completely vanishes and converts into extremely close-
packed nanosheets-like architecture (Fig. 3 (f, f')) with a 
further increase in cobalt content in sample E-NCP6. 
Moreover, at the higher cobalt content (zero content of 
nickel), sample E-NCP7 shows well-grown nanosheets-

like structures with curved edges (Fig. 3 (g, g')). Higher 
cobalt content (more than ~1:1) is accountable for the 
development of nano cracks on the surface of 
microspheres and further evolution into a nanosheets-like 
structure from the sample E-NCP5 to E-NCP7. 
Moreover, TEM images of E-NCP4 sample are presented 
in Fig. 3 (h, h') and affirm the merged microspheres are 
composed of clusters of nanoparticles. The high-
resolution transmission electron microscope (HRTEM) 
image displays several sorted sets of lattice fringes with 
d-spacing of 0.78, 0.66, 0.4, and 0.38 nm corresponding 
to (110), (020), (130), and (101) planes of hydrous 
nickel-cobalt phosphate, respectively (Fig. 3 (h')), and 
confirms the clusters of nanocrystals.43 The HRTEM 
analysis indicates a growth of microspheres with clusters 
of quantized particles of hydrous nickel-cobalt 
phosphate.

The EDS elemental analysis (Fig. S5) (see ESI) 

Fig. 3 FE-SEM images of E-NCP1 (a, a'), E-NCP2 (b, b'), E-NCP3 (c, c'), E-NCP4 (d, d'), E-NCP5 (e, e'), E-NCP6 
(f, f') and E-NCP7 (g, g') sample at the magnification of 20,000X and 50,000X. (h, h') TEM images of E-NCP4 
sample.
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of electrodeposited E-NCP series thin films exhibits 
cobalt and nickel elements with phosphorous and oxygen 
in the sample E-NCP2 to E-NCP6. It confirms the 
successful deposition of nickel-cobalt phosphate on SS 
substrate. As summarized in Table S1 (see ESI), 
experimental and observed nickel and cobalt ratios for E-
NCP series samples are found to be nearly similar. Thus, 
the EDS and FE-SEM results confirm the composition 
varied in the sample from E-NCP1 to E-NCP7, ultimately 
influencing the morphology of thin film samples from 
microspheres consisting of nanoparticles to nanosheets. 

The nitrogen adsorption/desorption isotherms 
(Fig. S6 (a-f) (see ESI)) of nickel phosphate (E-NCP1), 
cobalt phosphate (E-NCP7), and nickel-cobalt phosphate 
(E-NCP4) samples are probed to determine the surface 
area and pore size distribution. Type III isotherm with H3 
type hysteresis loop of physisorption confirmed for all 
samples according to International Union of Pure and 
Applied Chemistry (IUPAC) classification. The type III 
isotherm is attributed to the important feature of 
mesoporous material, consuming low adsorption energy 
for particle or plate-like structures. The specific surface 
area is measured from the Brunauer–Emmett–Teller 
(BET) equation analysis and found to be 8.5, 17.2, and 
5.3 m2 g-1 for E-NCP1, E-NCP4, and E-NCP7 sample, 
respectively. The cracked microspheres-like morphology 
shows the highest surface area than porous microspheres 
and nanosheets structure. Further, the Barrett-Joyner–
Halenda (BJH) method was used to measure pore size 
distributions of E-NCP1, E-NCP4, E-NCP7 samples, and 
observed pore size distribution in the range of ~12-24 
nm, which affirms mesoporous nature of samples. The 
mesoporous architecture and high specific surface area of 
electrodeposited E-NCP series samples are feasible to 
perform high electrochemical capacitive performance.

3.3 Electrochemical pseudocapacitive performance of 
nickel-cobalt phosphate thin films

The electrochemical activity of E-NCP series 
electrodes (in 1 M KOH) was investigated by CV 
analysis. Typical CV graphs of E-NCP series electrodes 
measured at a scan rate of 20 mV s-1 within 0 to 0.5 
V/SCE potential window are shown in Fig. 4 (a). Fig. 4 
(a) displays that the current response in CV graphs 
increases with increasing cobalt content in the electrode 
up to the E-NCP4 sample; furthermore, the current 
response in the CV graph decreases with increasing 

cobalt content. Therefore, the higher charge storage 
capability is observed for E-NCP4 (~1:1, Ni:Co) 
electrode by means of a higher current response in the 
CV graph than other electrodes. The plotted CV graphs 
of the E-NCP4 electrode at 1-20 mV s-1 scan rates in Fig. 
4 (b) show that the current response in the CV graph 
increases with increasing scan rate. The CV graphs of 
other electrodes (E-NCP1 to E-NCP7) at scan rates of 1-
20 mV s-1 are provided in Fig. S7 (a-f) (see ESI). The 
distinctive CV natures can be observed for nickel (E-
NCP1) and cobalt (E-NCP7) phosphate electrodes. 
Perfect redox couple to quasi-rectangular CV shapes are 
obtained from E-NCP1 to E-NCP7 sample and it 
discloses battery type, intercalation type to intrinsic 
pseudocapacitive behavior of the nickel-cobalt phosphate 
electrodes with increasing cobalt content.63 Thus, the 
nickel and cobalt ratio variation influences the 
morphology, which ultimately affects the 
electrochemical pseudocapacitive behaviors and the 
performance of E-NCP series electrodes. Equal 
composition (~1:1) of nickel and cobalt in E-NCP4 
sample having microspheres composed with clusters of 
nanoparticles like morphology exhibits higher areal 
capacitance than the other electrodes (microspheres or 
nanosheets like architectures).
          Furthermore, the charge storage mechanisms 
(diffusion-controlled and pseudocapacitive type) of the 
electrodes are investigated by Power’s law using scan 
rate dependent CV curves. The b value of E-NCP series 
electrodes is calculated from the slope of graph log (i) vs. 
log ( )64 as depicted in Fig. S8 (see ESI). Graphs 𝑣
representing b values for E-NCP series electrodes are 
between 0.55 to 0.90, as plotted in Fig. 4 (c). The 
obtained values are higher than 0.5 and less than 1, which 
affirms that total current is contributed from a 
combination of diffusion-controlled and 
pseudocapacitive type charge storage mechanisms. The b 
values of electrodes are increased from E-NCP1 to E-
NCP7, which means that the electrodes show more 
pseudocapacitive contribution in nickel-cobalt phosphate 
thin films as an increase of cobalt content.

Moreover, modified Power’s law was used to 
evaluate the tentative contribution of battery and 
pseudocapacitive type in total specific current density65-

67 from CV graphs measured at a scan rate of 20 mV s-1 
and shown in Fig. 4 (d). Fig. 4 (d) reveals that the current 
contribution from the surface pseudocapacitive process 
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increases as increasing cobalt content in the sample. 
Also, the contribution of pseudocapacitance (surface) 
increases with an increase in scan rate, and battery type 
(bulk) is high at low scan rates (Fig. S9) (see ESI). The 
E-NCP4 electrode exhibits ~32 % pseudocapacitive 
current contribution at a 20 mV s-1 scan rate, and it is 
higher than nickel phosphate (E-NCP1) (~20%) and 
lower than cobalt phosphate (E-NCP7) (~87%) electrode. 
Thus, the transformation from battery type (bulk 
diffusion-controlled) to surface pseudocapacitive charge 
storage mechanism from E-NCP1 to E-NCP7 electrode 
is evident with increased cobalt content in E-NCP 
samples.

Fig. 4 (a) The comparative CV curves of E-NCP series 
electrodes at 20 mV s-1 scan rate and (b) the CV curves at 
various scan rates from 1-20 mV s-1 for E-NCP4 
electrode. (c) b-values of different compositions of 
NiCl2.6H2O:CoCl2.6H2O and (d) Graph of the calculated 
contribution of pseudocapacitive (surface current) and 
battery type (bulk current) current density at 20 mV s-1 
scan rate for E-NCP series electrodes.

Furthermore, the optimized potential window of 
0 to 0.4 V (vs SCE) is used to investigate GCD analysis 
of E-NCP series electrodes at 1.5 A g-1 fixed current 
density and is displayed in Fig. 5 (a). Likewise, the CV 
curves nature, the nickel phosphate (E-NCP1), nickel-
cobalt phosphate (E-NCP4), and cobalt phosphate (E-
NCP7) electrode shows different shapes of GCD curves 
and demonstrates plateau (battery type), bell-shaped 
(intercalation pseudocapacitive), and quasi-triangular 
(intrinsic pseudocapacitive) type shape, respectively 

(Fig. S10 (a-c)) (see ESI). Thus, the GCD curve of E-
NCP series electrodes exhibits transformation from 
battery-intercalation-intrinsic pseudocapacitive type 
charge storage mechanism of E-NCP1 to E-NCP7 
electrodes. A bell-shaped discharging curve of the E-
NCP4 electrode demonstrates intercalation type 
pseudocapacitive behavior of the material where the 
charge storage mechanism is based on deep electrolytic 
ion intercalation and surface redox reactions.68-70

Moreover, to investigate the intercalative charge 
storage mechanism of nickel-cobalt phosphate 
electrodes, an ex-situ XPS analysis of pristine, charged 
(0.4 V/SCE), and discharged (0 V/SCE) nickel-cobalt 
phosphate (E-NCP4) electrodes were carried out (Fig. 
S11). In the intercalative charge storage mechanism of E-
NCP4 electrode, it is observed that the Ni and Co sites 
are oxidized after charging and show a change in valence 
+2 and +3 states. In Ni2p spectra, the Ni2+ oxidation state 
is slightly suppressed after charging and shows an 
additional Ni3+ state (856.5 and 874.5 eV), which is 
evident in the transition from Ni2+ to Ni3+ after the 
electrode is fully charged. Also, after the electrode is 
fully discharged, a reduction in Ni3+ state is observed, and 
it is an evident transition of Ni states from Ni3+ to Ni2+ 
(Fig. S11 (a)).71 Similar oxidation and reduction in 
valence states of Co cation are observed in Co2p region, 
which is evident that oxidation from Co2+ to Co3+ (780.8 
and 796.9 eV) and reduction from Co3+ to Co2+ (781.4 
and 797.9 eV) as presented in Fig. S11 (b).58,72 Also, a 
slight change in Co2p and Ni2p binding energies for fully 
charged and discharged material confirms a similar 
transformation of valence states. The slight intensity 
decrement of P2p (phosphorous) spectra is observed for 
charged and discharged samples, which shows the 
pentavalent state of phosphorous (Fig. S11 (c)). 
However, an extra metal-oxygen bond (M-O) is observed 
in O1s spectra, as shown in Fig. S11 (d), after the 
electrode is charged and discharged. Moreover, the 
intensity of appearing metal-oxygen (M-O) peak is 
decreased, and O-H peak is increased after discharging. 
These transformations of valance states of cations and the 
appearance of M-O bonding confirms the insertion and 
extraction of OH- ions in the material during the charge-
discharge process.

Moreover, the concentrations of cations with 
different valance states are quantified from the XPS data; 
after fully charged, 32 % of Ni2+ ions and 68 % of Co2+ 
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ions are oxidized to Ni3+ and Co3+, respectively. In 
addition, 17 % of Ni3+ and Co3+ ions are reduced to Ni2+ 
and Co2+ after discharge, respectively. A 17 % decrease 
in P-O peak with raise of M-O (19 %) peak is observed 
after charging the sample, and after discharge, P-O peak 
regains 14 % intensity, and a 70 % decrement in M-O 
peak is observed. Also, only a 9 % decrement in O-H 
peak intensity is observed for a fully charged sample and 
regains its original value in the discharged sample. The 
overall observed changes in ex-situ XPS study states that, 
the vacancy sites of (PO4)3 are occupied by the 
intercalated hydroxyl ions during charge and 
deintercalated from their accommodated positions upon 
undergoing the discharge process. 

A comparative study observed that the E-NCP4 
electrode shows a longer charging and discharging time 
than other electrodes, suggesting a high electrode 
material storage capacity. The GCD analysis at various 
current densities for the E-NCP4 electrode is presented in 
Fig. 5 (b), and the GCD curves of other E-NCP series 
electrodes at different current densities from 1.5-3.5 A g-1 
are provided in Fig. S12 (a-f) (see ESI). 

The GCD study concludes that the E-NCP4 
electrode offers a higher charge-discharge response due 
to the high surface area of specific microstructure (nano 
cracked microspheres composed of clusters of 
nanoparticles) and intercalative charge storage 
mechanism. The specific capacitances (capacities) are 
calculated from the GCD plots of E-NCP series 
electrodes at 1.5 A g-1 current density and presented in 
Fig. 5 (c). Also, the specific capacitances (capacities) 
calculated at various current densities for E-NCP series 
electrodes are provided in Fig. S13 (see ESI). As a result, 
the E-NCP4 electrode displays a high specific 
capacitance (capacity) of 2228 F g-1 (891 C g-1) at a 
current density of 1.5 A g-1 than other E-NCP series 
electrodes, and it retains up to 1750 F g-1 (700 C g-1) even 
at higher 3.5 A g-1 current density. Also, as shown in Fig. 
5 (d), the microspheres like nickel-cobalt phosphate (E-
NCP4) electrode exhibit maximum specific capacitance 
compared with available literature (detailed comparison 
given in Table S2 (see ESI)).30-44,73-76 The prepared 
nickel-cobalt phosphate (E-NCP4) electrode in present 
work delivered the highest capacitance than other 
reported work, except Huang et al.,42 where Cu/p-CuO 
nanowires used as a conductive current collector, and it 
improve the conductivity of the electrode and also offers 

large specific surface area along with self 
pseudocapacitance, which ultimately improves the 
electrochemical performance of the cathode. On the other 
hand, the exclusive performance of active material is 
demonstrated herein since the bare SS substrate is 
utilized as a conducting backbone, which does not 
influence the capacitive performance of active material. 
In previous report43 of the binder-free microflowers 
consisting of microstrips of nickel-cobalt phosphate 
electrode exhibited maximum specific capacitance of 
1116 F g-1, and only by rationalizing the microstructure 
into spheres of clustered nanoparticles of nickel-cobalt 
phosphate thin films by PED method, almost 2-fold of 
electrochemical capacitive performance (2228 F g-1) is 
achieved in present work.

The electrochemical impedance spectroscopy (EIS) 
technique is used to probe electrochemical conductivity 
and ion transfer progression at the electrode/electrolyte 
interface.77 The fitted equivalent circuit of EIS data for 
E-NCP series electrodes is shown inset Fig. 5 (e) and Rs 
(solution resistance), Rct (charge transfer resistance), W 
(Warburg impedance), and Q (constant phase element) 
elements are fitted using Zview. The fitted circuit 
parameter values are charted in Table S3 (see ESI). The 
constant phase element is related to diffusion due to 
inhomogeneities available at the electrode/electrolyte 
interface owing to the disorder and porosity of the 
material and represents a pure capacitor, resistor, and 
Warburg diffusion impedance, when n=1, 0, and 0.5, 
respectively, where ‘n’ is the correction factor due to the 
roughness. In the present study, the n values are between 
0.5 to 1, therefore, the Q presents pseudocapacitive 
behavior of E-NCP series electrodes (Table S3, see 
ESI).78-80 Moreover, the E-NCP4 electrode shows low 
charge transfer resistance (0.2 Ω) compared to other 
electrodes. Such less charge transfer resistance describes 
good contact of active material with the substrate and 
easy ion percolation in the morphology of cracked 
microspheres with clustered nanoparticles. The EIS 
results demonstrate binder-free synthesis and unique 
morphology of E-NCP4 electrode contributed to the high 
pseudocapacitive performance of the material.

Moreover, the long-term applicability of the 
electrode tested by stability test since it is an essential 
parameter for the suitable electrode for device 
fabrication. The cyclic stability by means of capacitive 
retention of the best-performing electrode (E-NCP4) is
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Fig. 5 (a) The GCD curves at a constant current density of 1.5 A g-1 for E-NCP series electrodes, (b) GCD curves 
from 1.5-3.5 A g-1 current densities for E-NCP4 electrode, (c) The specific capacitance at a constant current density 
of 1.5 A g-1 for E-NCP series electrodes (E-NCP1 to E-NCP7), (d) Comparison of capacitance (capacity) obtained in 
present work with reported work, (e) The Nyquist plots of E-NCP series electrodes (E-NCP1 to E-NCP7) (inset: 
equivalent circuit), (f) The cyclic stability of E-NCP4 electrode for 5000 cycles at 15 A g-1 current density (inset: (i) 
initial and (ii) final 10 GCD curves of cyclic stability).

carried out for 5000 GCD cycles at a high current density 
of 15 A g-1 and presented in Fig. 5 (f). The E-NCP4 
electrode exhibits ~85 % capacitive retention with 98.6 
% coulombic efficiency over 5000 GCD cycles, as initial 
and last ten GCD cycles of stability curves are shown in 
the inset of Fig. 5 (f). The slight depletion of electrode 
material is accountable for the reduction in specific 
capacitance after several charge-discharge cycles 
because of material volume expansion during the 
insertion of ions.81,82 It concludes that the microspheres 
of the E-NCP4 electrode with clustered nanoparticles and 
nano-cracks over the surface offer good cyclic life at high 
charge-discharge current density. The Nyquist plot of E-
NCP4 electrode before and after cyclic stability with 
fitted equivalent circuit is given in Fig. S14 (see ESI), and 
the fitted equivalent circuit parameters are tabulated in 
Table S4 (see ESI). It is observed that the solution 
resistance is quite similar, and only charge transfer 
resistance slightly changes from 0.2 to 0.48 Ω cm-2 after 
5000 GCD cycles, which suggests well-maintained 
charge transfer kinetics of electrode during cyclic 
stability.

The following factors are majorly contributed to 
achieving an exceptional electrochemical capacitive 
performance of electrodeposited nickel-cobalt phosphate 
(E-NCP4) thin film electrode: (i) The microspheres with 
clustered nanoparticle like morphology and disordered 
structure (amorphous) offer unique physical and 
chemical properties with abundant electroactive sites, (ii) 
The microspheres with nano cracks demonstrates a high 
surface area with mesoporous structure, which provides 
facile access of active material for the diffusion of 
electrolytic ions, (iii) the self-grown (binder-free) active 
material offers not only structural continuity but also 
better connectivity between the active material and 
current collector and eliminate the awful impact of 
resistive binders.

3.4 Aqueous hybrid asymmetric supercapacitor 
(AHAS) device

The application of electrodeposited nickel-cobalt 
phosphate electrode (E-NCP4) as a cathode in a hybrid 
asymmetric supercapacitor device is tested by fabricating 
an aqueous hybrid asymmetric supercapacitor (AHAS, 
E-NCP4//rGO) device with rGO as an anode in aqueous 
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(1 M KOH) electrolyte. The structural characterizations 
and electrochemical study of the rGO anode are provided 
in the supplementary information (Fig. S15, see ESI). 
The CV graphs of E-NCP4 and rGO electrodes in the 
distinct potential windows are depicted in Fig. S16 (see 
ESI). The working potential window (0 to 0.5 and -1 to 0 
V/SCE) and capacitances (2228 and 200 F g-1) of positive 
(E-NCP4) and negative (rGO) electrodes are distinct, so 
to reach the highest electrochemical performance of 
AHAS device, the charge balance was maintained by 
varying mass of active materials as ~0.17:1. The 
operational potential window of the AHAS device (E-
NCP4//rGO) is determined by measuring CV in the range 
of 0 to 1.2-1.7 V at a fixed scan rate of 50 mV s-1, as 
shown in Fig. S17 (a) (see ESI). A good quasi-
rectangular shape of CV graphs can be observed in 
potential window of 0 to 1.6 V and after 1.7 V, a sharp 
increment in CV current is observed due to splitting of 
aqueous electrolyte and reveals an irreversible reaction. 
So, the optimum potential window for the AHAS device 
from the CV analysis is found to be 0 to 1.6 V. The scan 
rate (5-100 mV s-1) dependent CV graphs of AHAS 
device are shown in Fig. 6 (a) and unaltered CV shape 
even at high scan rates indicating the excellent rate 
capability of AHAS device (E-NCP4//rGO).83 

Similarly, to find out the operational potential 
window of the AHAS device (E-NCP4//rGO), the GCD 
curves are measured in different potential windows (0 to 
1.2-1.7) at 6.7 A g-1 current density and provided in Fig. 
S17 (b) (see ESI). The observed symmetric GCD curve 
in the potential window of 0 to 1.6 V demonstrates the 
suitable potential window for the AHAS device. 
Moreover, the GCD study of AHAS device in 0 to 1.6 V 
potential window at different current densities (2.7-6.7 A 
g-1) are presented in Fig. 6 (b). The discharging time of 
the AHAS device decreases with an increase in current 
density, demonstrating insufficient utilization of active 
material at higher current densities. The specific 
capacitance of the AHAS device depicted in Fig. 6 (c) 
shows that the specific capacitance of the device is 
maximum at a lower current density owing to more 
interaction of active material and electrolyte. The 
maximum specific capacitance of 185 F g-1 at 2.7 A g-1 
current density is achieved for the AHAS device (E-
NCP4//rGO), and upholds up to 159 F g-1 at 6.7 A g-1 
current density. The AHAS device sustains almost 86 % 
of capacitance even at a high current density, suggesting 

that the device can be useful even at high charging-
discharging rates.

Moreover, the energy density and power density 
of the AHAS device are derived from GCD study and 
plotted as Ragone plot in Fig. 6 (d). The AHAS device 
delivers the highest energy density of 65.7 Wh kg-1 at a 
power density of 2.2 kW kg-1, and it decreases up to 56.4 
Wh kg-1 at a power density of 5.4 kW kg-1. The AHAS 
device (E-NCP4//rGO) shows higher energy and power 
density as compared to available aqueous supercapacitor 
devices based on nickel-cobalt phosphate electrodes 
(Table S5 (see ESI)).30-34,37-44,74-76 However, the E-
NCP4//rGO device demonstrates less energy density than 
the reported KCo0.33Ni0.67PO4//AC device by Liang et 
al.41 and for Cu/p-CuO/NiCo-P//3DPG device by Huang 
et al.42 The key reason to obtain improved performance 
by Liang et al. and Huang et al. is that the nickel foam 
and Cu/p-CuO nanowires were used as a current 
collector, which may add a self-capacitive contribution to 
the overall capacitance of the device. However, in the 
present work, the SS substrate is used as a current 
collector for both positive and negative electrodes, and it 
doesn’t interfere with the capacitive performance of the 
device. The high energy and power values of the AHAS 
device (E-NCP4//rGO) demonstrate its applicability as 
per the requirement of high power or energy appliances.

In EIS analysis, the Nyquist plot of the AHAS 
device shown in Fig. 6 (e) represents lower values of Rs 
(2 Ω) and Rct (72 Ω), which suggest easy interaction 
between electrode-electrolyte and excellent contact of 
active material with the current collector. Also, Warburg 
impedance (W) and general imperfect capacitor (Q, 
n=correction factor) are 0.02 Ω and 0.56 mF (n=0.9), 
respectively, in the fitted circuit. The GCD cycling of the 
AHAS device (E-NCP4//rGO) was measured at a current 
density of 15 A g-1 for 4000 GCD cycles, as shown Fig. 
6 (f), and the GCD curves of the initial and last 10 cycles 
are displayed as an inset of figure. For initial cycles, the 
AHAS device shows a decrement in the specific 
capacitance, then an increment in specific capacitance 
due to the expansion of the electrochemical active 
volume of material after several GCD cycles. The AHAS 
device withstands 97 % capacitive retention after 4000 
GCD cycles and such stable nature of AHAS device with 
an excellent capacitance encourages further usage of 
electrodeposited nickel-cobalt phosphate thin films and 
rGO electrodes in the hybrid energy storage devices.
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Fig. 6 (a) The CV graphs of the device at 5-100 mV s-1 scan rates, (b) The GCD curves at different current densities, 
(c) Plot of specific capacitance as a function of current density, (d) the Ragone plot, (e) Nyquist plot and (f) Cyclic 
stability at 15 A g-1 current density (inset: (i) initial and (ii) last 10 GCD cycles) of E-NCP4//rGO AHAS device.

3.5 Solid-state hybrid asymmetric supercapacitor 
(SHAS) device

The solid-state energy storage device has 
become a prominent topic in the research field because 
of its application in portable electronic devices. The 
solid-state energy storage devices offer numerous 
advantages like the ease in handling owing to being 
lightweight. Also, they can be fabricated in different 
designs and sizes due to their leakage-free property as 
desired for the application.84,85 Therefore, the SHAS 
device is fabricated by integrating E-NCP4 and rGO 
electrodes as cathode and anode, respectively, with gel 
electrolyte (PVA-KOH) (Fig. S2 (a-e), see ESI). As per 
the AHAS device study, the 0 to 1.6 V potential window 
is also selected for the SHAS device (E-NCP4//PVA-
KOH//rGO) and used for further electrochemical 
analysis. The CV curves of the SHAS device (E-
NCP4//PVA-KOH//rGO) are recorded at 5-100 mV s-1 
scan rates, as displayed in Fig. 7 (a), and well-maintained 
CV shapes suggest good rate capability of the device. The 
non-linear GCD curves observed for the SHAS device 
(E-NCP4//PVA-KOH//rGO) at various current densities 

in 0 to 1.6 V potential window as displayed in Fig. 7 (b). 
The SHAS device (E-NCP4//PVA-KOH//rGO) achieves 
an optimum 0 to 1.6 V potential window with a prolonged 
charging-discharging time, demonstrating maximum 
capacitance with energy density. The specific 
capacitance of the SHAS device is calculated from GCD 
analysis at various current densities, as presented in Fig. 
7 (c). The SHAS device exhibits maximum specific 
capacitance of 90 F g-1 at a current density of 0.4 A g-1, 
and decreases up to 65 F g-1 at 2 A g-1 current density with 
72 % capacitive retention at a high current density. The 
position of SHAS device in Ragone plot (Fig. 7 (d)) 
shows that the device achieves a maximum energy 
density of 32 Wh kg-1 at a power density of 0.32 kW kg-

1 and retains 23.1 Wh kg-1 energy density at a power 
density of 1.6 kW kg-1, which suggest good rate 
capability of SHAS device (E-NCP4//PVA-KOH//rGO).

The Nyquist plot with an equivalent circuit of 
SHAS device shown in Fig. 7 (e) validates low values of 
Rs (0.25 Ω) and Rct (15.13 Ω), demonstrating good ionic 
conductivity of gel electrolyte and its compatibility with 
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Fig. 7 (a) The CV curves at 5-100 mV s-1 scan rates, (b) The GCD curves at different current densities, (c) Plot of 
specific capacitance as a function of current density, (d) the Ragone plot, (e) Nyquist plot and (f) Cyclic stability at 
5 A g-1 current density (inset: initial (i) and last (ii) 10 GCD cycles) of E-NCP4//PVA-KOH//rGO SHAS device.

active materials. Warburg impedance (W) and general 
imperfect capacitor (Q) are found to be 0.037 Ω and 1.87 
mF  (correction factor n=0.74), respectively,  in an 
equivalent circuit. Electrochemical stability of the SHAS 
device (E-NCP4//PVA-KOH//rGO) is tested for 4000 
GCD cycles at a current density of 5 A g-1; the device 
retains 89 % of initial capacitance after 4000 cycles, as 
presented in Fig. 7 (f) with the initial and last GCD cycles 
as an inset. The good cyclic performance for a large 
number of cycles at high current density suggests the 
SHAS device can efficiently work at a very high rate for 
a long time and can be used in various portable devices.

The practical applicability of the SHAS device 
(E-NCP4//PVA-KOH//rGO) is inspected by charging 
two serially connected devices at +3.2 V for 30 s and then 
discharged through parallelly connected 201 red light-
emitting diodes (LEDs), where they glowed LED panel 
for 180 s as represented in Fig. 8 (a-c). The demonstration 
of practical usage of SHAS device (E-NCP4//PVA-
KOH//rGO) suggests its potential for application in 
various electronic appliances. The Ragone plots of 
AHAS and SHAS device with reported data in the 

literature is plotted in Fig. 8 (d) (Table S5 (see ESI)).30-

34,37-44,74,75 

Fig. 8 (a-c) Photographs of two serially connected SHAS 
devices light up 201 LEDs panel at various time and (d) 
Comparative Ragone plots of AHAS and SHAS devices 
with available data.
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The prepared SHAS device (E-NCP4//PVA-
KOH//rGO) demonstrates comparable energy and power 
density results with previous reports on hybrid devices. 
Moreover, the AHAS device (E-NCP4//rGO) exhibits 
higher energy density than previously reported works due 
to the high ionic conductivity of the aqueous electrolyte. 
However, the additional leakage-free characteristic of the 
SHAS device makes it more advantageous for portable 
applications. Therefore, both kinds of hybrid devices can 
be used in the desired application e.g., AHAS device can 
be used in stationary devices where high energy is 
required, and SHAS device can be used in portable 
electronic devices.

Moreover, the achieved excellent capacitive 
performance of nickel-cobalt phosphate active material 
in the present work is attributed to the intercalative 
pseudocapacitive charge storage mechanism, and further, 
the performance can be enhanced by doping or 
compositing with other materials or by using the high 
surface area current collector. The synergy between 
metal ions (nickel and cobalt) at optimal composition 
(~1:1) with microspheres of clustered nanoparticles like 
morphology of E-NCP4 electrode possesses intercalative 
pseudocapacitance and EDLC capacitance of rGO leads 
to the high supercapacitive performance of AHAS and 
SHAS devices.

4. Conclusions
In conclusion, the PED method is an efficient 

synthetic approach for successful binder-free, large-scale 
preparation of nickel-cobalt phosphate thin films with a 
rational combination of cations (nickel and cobalt). 
Variation in cations (Ni:Co) composition significantly 
influences the structure and morphology of nickel-cobalt 
phosphate thin films from amorphous microspheres to 
crystalline nanosheets. The microspheres with clustered 
nanoparticles of E-NCP4 electrode with ~1:1 Ni:Co 
composition delivers enhanced specific capacitance 
(capacity) of 2228 F g-1 (891 C g-1) at 1.5 A g-1 than other 
electrodes, which accredited to high specific surface area 
(17.2 m2 g-1) and low electrochemical impedance owing 
to binder-free synthesis. In addition, the fabricated hybrid 
devices based on E-NCP4 and rGO electrodes 
demonstrated excellent energy storage performance as 
the AHAS device exhibited the highest specific 
capacitance of 185 F g-1 with an energy density of 65.7 
Wh kg-1 at a power density of 2.2 kW kg-1. Likewise, the 

SHAS device achieves the highest specific capacitance of 
90 F g-1 with 32 Wh kg-1 energy density at 0.32 kW kg-1 
power density. Moreover, the SHAS (E-NCP4//PVA-
KOH//rGO) and AHAS (E-NCP4//rGO) devices with 
excellent electrochemical capacitive features suggest 
their significant potential for application in various 
electronic devices. Conclusively, the binder-free 
microspheres of clustered nanoparticles of nickel-cobalt 
phosphate thin film electrode, with (~1:1) optimum 
nickel and cobalt composition prepared by PED method, 
is the prospective cathode for hybrid supercapacitor 
devices (aqueous and solid-state).
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ABSTRACT: Recently, excellent electrochemical performance and
good conductivity of transition metal phosphates (TMPs) have
been obtained, assuring their potential as a cathode in hybrid
supercapacitors. Also, amorphous, hydrous materials are supposed
to be exemplary active materials for high-performing super-
capacitors because of their unique porous structure, structural
flexibility, and rich defects. Therefore, the present investigation
describes a simple synthesis method for hydrous and amorphous
cobalt phosphate thin-film preparation by the simple successive
ionic layer adsorption and reaction (SILAR) method on flexible
stainless steel (SS) substrate for supercapacitor application. The
structural and morphological analyses reveal mesoporous, agglom-
erated nanoparticle-like, hydrous, and amorphous cobalt phosphate
over the SS substrate. The mesoporous nanoparticles of cobalt phosphate material possess the uppermost specific capacitance of
1147 F g−1 and 630.7 C g−1 specific capacity at a 1 mA cm−2 current density. To demonstrate practical relevance, hybrid
supercapacitor devices were assembled with cobalt phosphate and rGO (reduced graphene oxide) as cathode and anode electrodes,
respectively. Furthermore, the assembled hybrid aqueous supercapacitor device (S-CP4//KOH//rGO) delivers 44.8 Wh kg−1

specific energy (SE) at a specific power (SP) of 4.8 kW kg−1 with 126 F g−1 specific capacitance. The accumulated all-solid-state
hybrid supercapacitor device (S-CP4//PVA-KOH//rGO) achieved the uppermost 77 F g−1 specific capacitance and SE of 27.37 Wh
kg−1 at SP of 1.5 kW kg−1 with an outstanding 94% capacitive retention over 5000 cycles. Such remarkable supercapacitive
performance results demonstrate that the SILAR method is an easy synthesis process for the binder-free preparation of cathode
based on hydrous, amorphous cobalt phosphate thin films for hybrid supercapacitor devices.

1. INTRODUCTION

There has been a recent surge in energy demand for escalating
electronic appliances and limitations of existing energy storage
systems as the traditional energy storage system does not meet
the development trend, which instantly demands efficient and
clean energy.1−3 Therefore, supercapacitor devices are in high
demand and are considered an upcoming generation of energy
storage devices based on benefits such as excellent energy
storage capability and long cycle life.4−6 Nevertheless, their low
specific energy confines supercapacitor application in devices
that require high energy.7,8 Therefore, to improve specific
energy and power, hybrid asymmetric capacitor devices have
been developed, which consist of two dissimilar electrodes:
one as an energy source (cathode), where battery-type or
pseudocapacitive material is used, and another as a power
source (anode), which consists of capacitor-type or electro-

chemical double-layer capacitor (EDLC) electrode materi-
als.9−12

In general, existing pseudocapacitive materials are catego-
rized into intrinsic, intercalation, and extrinsic types, and they
exhibit higher specific energy than EDLC materials. Interest-
ingly, battery-type materials can exhibit pseudocapacitive
behavior upon changing their crystallite size or morphology
(nanocrystalline) and are referred to as extrinsic pseudocapa-
citive materials.13−16 Therefore, recent research interest has
been growing in developing and miniaturizing battery-type
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materials (nanocrystalline) to explore their pseudocapacitive
performance in hybrid asymmetric supercapacitor devices as a
cathode. Also, amorphous pseudocapacitive materials are
gaining more attention than their crystalline counterparts due
to their chemical homogeneity, atomic-scale structural
flexibility, high surface area, and abundant defects.17−19

Owing to these unique features, the amorphous phase affects
the charge storage properties of the material in diverse ways as
amorphous materials can provide full access to electrolyte ions,
and their structural flexibility facilitates the in situ trans-
formation from originally inert species to active phases/species,
while the charging−discharging process efficiently improves
the intrinsic activity and electrochemical stability.17,20−23

Therefore, several pseudocapacitive materials, including
metal phosphates/oxides/hydroxides/sulfides, have been enor-
mously examined as the positive electrode in energy storage
devices due to their electrochemical activity and abundant
resources.24−26 The excellent electrical conductivity and
electrochemical stability due to phosphate′s covalent bond
(P−O) make them extraordinary contenders over the
remaining pseudocapacitive materials for supercapacitors.
Among several transition metal phosphates (TMPs), cobalt
phosphate has been gaining increasing attention since it

portrays several applications as a potential anode for
rechargeable batteries, heterogeneous catalysts, magnetism
materials, sorbents, and ion exchangers,27 due to its excellent
electrochemical redox activity. Therefore, in the last decade or
more, many research articles have described the preparation of
different polymorphs of crystalline cobalt phosphate material
with various sizes and shapes by different chemical synthesis
methods,28−45 such as green precipitation,28 hydrothermal,29

co-precipitation,30 and solvothermal,31 and also investigated
them as energy storage devices. Also, different morphologies of
well-crystalline cobalt phosphate, such as flowerlike,28 nano-
sheets,29 nanoflakes,30 nanowires,31 leaflike,34 etc., were
synthesized using different synthesis approaches, which
eventually provide distinct electrochemical capacitive perform-
ances.
Amorphization of materials is a facile and efficient strategy

that aims to obtain short-range ordering and achieve the
extrinsic pseudocapacitive behavior of battery-type materials.
Several synthesis approaches have been reported for the
preparation of well-ordered crystalline cobalt phosphate
materials; however, the amorphous phase of cobalt phosphate
has not yet been prepared and utilized for supercapacitor
application. Among several chemical methods, SILAR is a

Figure 1. (a) Schematic preparation of cobalt phosphate thin-film deposition using the SILAR method, (b) thickness variation plot, and (c)
photographs of S-CP series electrodes.
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productive method for synthesizing binder-free, amorphous/
nanocrystalline material thin-film electrodes. Also, thin films
were prepared by dipping a substrate into placed cationic
precursor and anionic precursor solutions one by one in the
SILAR process, which prevents crystalline growth of the
material since material growth is interrupted during deposition
and results in the formation of amorphous/nanocrystalline
materials on the substrate. Moreover, the SILAR method is
scalable and can be used for large-area deposition on any kind
of substrates (flexible/rigid).46,47 Moreover, this proficient
SILAR method has not yet been explored for synthesizing
binder-free cobalt phosphate thin-film electrodes.
Therefore, for the first time, a facile SILAR process is

utilized to prepare amorphous cobalt phosphate fine spherical
particles on a flexible SS substrate and used for supercapacitor
application. The impact of cobalt phosphate electrode
thicknesses on electrochemical capacitive performances is
studied using specific capacitance and distribution of battery
type and extrinsic pseudocapacitive behavior. Furthermore,
hybrid asymmetric supercapacitor devices, such as aqueous and
all-solid-state devices, were assembled with cobalt phosphate
and rGO48,49 with aqueous 1 M KOH and PVA-KOH gel
electrolyte, respectively. Supercapacitive performances of
assembled hybrid supercapacitor devices are evaluated in
terms of specific capacitance, SE, SP, and electrochemical
durability through capacitive retention and described herein.

2. EXPERIMENTAL SECTION
2.1. Amorphous Cobalt Phosphate Synthesis. For the cobalt

phosphate preparation, precursors such as cobalt chloride hexahydrate
(CoCl2·6H2O) and dipotassium hydrogen orthophosphate (K2HPO4)
(AR grade, Sigma-Aldrich) were utilized without any purification. The
research-grade flexible SS substrate (5 × 1 cm2) was used for thin-film
deposition and to clean the substrate surface and create nucleation
centers; it was polished using polish paper (zero-grade) and further
cleaned using double-distilled water (DDW) via ultrasonication. The
equimolar (0.05 M) CoCl2·6H2O and K2HPO4 dissolved in 50 mL of
DDW are used as a cationic precursor and anionic precursor,
respectively. The amorphous cobalt phosphate thin films are obtained
by the SILAR method, as schematically shown in Figure 1a, which
consists of four steps. In the initial step, the finely cleaned SS substrate
is immersed for 10 s into a beaker containing a cationic precursor
(0.05 M CoCl2·6H2O) to allow for adsorption of cations on the
substrate surface. Next, the SS substrate was rinsed in DDW (5 s) in
the second step to remove the inadequately adsorbed and excess
cations from the substrate surface. In the third step, the cation-
adsorbed substrate is sequentially immersed for 10 s in the beaker
containing the anionic precursor (0.05 M K2HPO4), where anions
react with preadsorbed cations to form a cobalt phosphate layer on
the SS substrate. Finally, to ensure the removal of unreacted and
nonadherent molecules, the deposited substrate was rinsed with
DDW (5 s) in the fourth step. The whole four-step process is one
SILAR cycle, and similar 20, 40, 60, 80, and 100 SILAR cycles are
varied to accomplish thickness variation of cobalt phosphate thin films
and designated as S-CP1, S-CP2, S-CP3, S-CP4, and S-CP5,
respectively. The optimized preparative parameters are summarized
in Table S1 (Electronic Supporting Information, ESI). Moreover, as-
prepared thin films are characterized by various physicochemical
techniques and used to probe electrochemical capacitive performance.

2.2. Material Characterizations. The structural properties of
prepared cobalt phosphate electrodes were examined with a Rigaku
Miniflex-600 X-ray diffractometer (XRD) using Cu Kα radiation (λ =
0.15425 nm) and functioned at 15 mA and 40 kV in the 5−80° 2θ
range at a 2° min−1 scanning rate. Fourier transform-infrared (FT-IR)
spectrometry spectra within the region of 4000−400 cm−1 were
recorded using an α (II) Bruker unit to determine functional groups
in the prepared samples. The Raman spectrum of the sample was

recorded using a Renishaw Raman microscope at a 532 nm excitation
wavelength to analyze the chemical bonding. The Brunauer−
Emmett−Teller (BET) method and Barrett−Joyner−Halenda
(BJH) method were used to calculate the specific surface areas and
pore size distribution, respectively, of samples by adsorption
measurement using a Belsorp II mini surface analyzer (77 K). An
X-ray photoelectron spectroscopy (XPS) study was carried out on a
Thermoscientific ESCALAB 250 (U.K.) instrument. The morphology
study and elemental analysis of samples were carried out by
employing field emission scanning electron microscopy (FE-SEM,
Model-JSM-7001F) and energy-dispersive spectroscopy (EDS,
Model-X-max), respectively. Supercapacitive measurements of cobalt
phosphate electrodes are studied using the electrochemical work-
station instrument (ZIVE MP1).

2.3. Electrochemical Capacitive Measurements of Cobalt
Phosphate Electrodes. The electrochemical capacitive study of the
cobalt phosphate electrodes is performed using a half test cell that
includes SS-supported cobalt phosphate, a platinum plate, and
mercury/mercury oxide (Hg/HgO) as the working, counter, and
reference electrodes in a 1 M KOH electrolyte, respectively.
Moreover, the applicability of amorphous cobalt phosphate as a
positive (cathode) electrode in a hybrid supercapacitor was probed by
assembling a full test cell as described in Note S2 (see ESI). The
cyclic voltammetry (CV) measurements, galvanostatic charge−
discharge (GCD) measurements are carried out, and electrochemical
impedance spectroscopy (EIS) were assessed at the open circuit
potential (OCP) over the frequency range of 10 mHz to 1 MHz.
Furthermore, the performance of cobalt phosphate thin-film electro-
des in terms of specific capacitance, charge contributions, SE, and SP
of devices was evaluated using formulae provided in ESI Note S3.

3. RESULTS AND DISCUSSION
3.1. Reaction Mechanism and Film Formation. In the

present study, the preparation of cobalt phosphate electrodes is
performed using the simple SILAR route. SILAR is established
on successive adsorption and reaction on the SS substrate
surface by sequentially dipping into separately located cationic
and anionic precursors, respectively. The thin film of cobalt
phosphate formed by the SILAR process, a layer of Co2+ ions
adsorbs at nucleation centers that exist on the SS substrate
from the cationic precursor (at ambient conditions as per eq
1).

CoCl 6H O H O Co 2Cl H O2 2 2
2

2· + + ++ (1)

Further reaction was continued in an anionic precursor,
where PO4

3− anions are available by dissociation of K2HPO4 in
DDW as per eqs 2 and 3. When the Co2+ ions consisting of the
SS substrate are immersed in an anionic precursor solution, the
chemical reaction among preadsorbed Co2+ and PO4

3− ions
expedites the adherent layer formation of cobalt phosphate
over a SS substrate as described in eq 4.

K HPO H O HPO 2K H O2 4 2 4
2

2+ + ++
(2)

HPO H O PO H O4
2

2 4
3

3+ + +
(3)

n3Co 2PO H O Co (PO ) H O H O2
4
3

2 3 4 2 2 2+ + · ++

(4)

Therefore, by way of the ion-by-ion growth mechanism, the
thin film is deposited, and it is followed by the ions assembling
at nucleation sites on the immersed substrate′s surface.
Moreover, material growth on the surface of the substrate is
attained through coalescence and particle stacking. Therefore,
the preparation of cobalt phosphate electrodes employing the
SILAR process has several striking features: the ambient
deposition temperature, which eludes high-temperature effects
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such as contamination, interdiffusion, dopant redistribution,
and more importantly, it can lead to the formation of
amorphous material in thin-film form due to lattice
mismatching owing to abruption in growth mechanism.
Besides the apparent benefits of energy-saving, the prime

advantage is the controlled growth rate and the film thickness,
which can be simply attained by changing adsorption time and
reaction time and varying deposition cycles. Therefore, the
thickness of cobalt phosphate on the SS substrate is varied and
quantified using the gravimetric weight difference route in
terms of the deposited mass of material on the unit area of the
SS substrate (mg cm−2). The graph of cobalt phosphate thin-
films deposited mass with respect to deposition cycles and
photographs of electrodes are shown in Figure 1b,c. The
deposited mass of cobalt phosphate material was found to be
0.345, 0.464, 0.523, 0.595, and 0.404 mg cm−2 for S-CP1, S-
CP2, S-CP3, S-CP4, and S-CP5 samples, respectively. In
addition, it is observed that the thickness decreases after 100
SILAR deposition cycles, which may be due to the outer layer
peeling off from the film because of the poor adhesiveness of
the overgrown material.

3.2. Structural and Morphological Study. X-ray
diffraction was carried out to study the structural properties
of cobalt phosphate electrodes. Figure 2a shows the X-ray
diffraction pattern of the S-CP4 sample. In the pattern, no
diffraction peak is observed, and instead, only SS substrate
peaks are observed, confirming the amorphous nature of the
prepared sample. The SS peak is identified with the “#”
symbol. Amorphous materials offer unique features compared
to crystalline materials, such as the disordered structure
helping to improve structural flexibility with high specific

surface area, which can lead to enhanced specific capacity, rate
performance, and good cycle life with the chemical stability of
the material.50−52

The molecular bonding present in the S-CP4 sample was
investigated using FT-IR analysis. The FT-IR spectrum for the
S-CP4 sample in the region of 4000−400 cm−1 is
demonstrated in Figure 2b. The peak at 567 cm−1 is ascribed
to the phosphate group (PO4

3−), and absorption below the
800 cm−1 region is related to the Co−O stretching mode.37,43

Moreover, two absorption bands (1051 and 1354 cm−1) were
attributed to the P�O asymmetric and symmetric stretching
vibration of the PO4

3− group, respectively.32,53 On the other
hand, the wide band at around 3452 cm−1 is allocated to the
O−H molecular stretching vibration mode, and the vibration
band at 1601 cm−1 is ascribed to the H−O−H bending
mode.54,55 The Raman spectrum of the S-CP4 sample is
displayed in Figure 2c. A sharp and strong peak at around 971
cm−1 (α3) is observed in the Raman spectrum, denoting a
stretching mode of cobalt phosphate. In addition, the shoulder
of the observed peak can be assigned to a vibrational
symmetric stretching mode of tetrahedron [PO4], where
oxygen coordinated with phosphorus vibrates away.44 Along
with the sharp peak, four different peaks at 370 (α1), 571 (α2),
1620 (α4), and 3316 cm−1 (α5) are observed and correspond
to O−Co−O (bending), H2PO4 (bending), H−O−H
(bending), and O−H (bending) modes of vibration,
respectively.46 All bonds present in FT-IR and Raman
spectroscopic analyses confirm that the S-CP4 sample contains
structural water and hydrous cobalt phosphate formation.
The specific surface area and pore size distribution of the

SILAR-synthesized S-CP4 sample were investigated by BET

Figure 2. (a) X-ray diffraction pattern, (b) FT-IR spectrum, (c) Raman spectrum, and (d) N2 adsorption/desorption isotherm of the S-CP4
sample.
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and BJH models, respectively.8 The N2 sorption isotherm of
the S-CP4 sample at a relative pressure (P/P0) range is shown
in Figure 2d. In accordance with the International Union of
Pure and Applied Chemistry (IUPAC), the graph exhibits an
H3-type hysteresis loop and a type IV sorption isotherm,
demonstrating 7.47 m2 g−1 specific surface area. Also, in Figure
2d inset, the pore size distribution graph is illustrated, which
represents the average pore volume of 22.6 nm. The BET
results show that the larger pore size can deliver more charge

transport pathways and active sites for quick transportation of
ions in the electrochemical capacitive performance.
Moreover, an XPS study was conducted to understand the

chemical environment and electronic valance states of
elements in the S-CP4 sample (Figure 3). The XPS survey
scan of the S-CP4 sample shown in Figure 3a demonstrates
that the sample contains cobalt (Co), phosphorus (P), and
oxygen (O) elements. The spectrum of Co 2p is ascribed to
Co 2p3/2 and Co 2p1/2 at 796.4 eV and 780.4, respectively, with

Figure 3. (a) XPS survey spectra of the S-CP4 sample: (b) Co 2p, (c) P 2p, and (d) O 1s spectra.

Figure 4. (a−d) FE-SEM images of the S-CP4 sample at different magnifications.
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two oscillating satellite peaks (784.1 and 801.6 eV). According
to the spectrum, cobalt having a divalent state (Co2+) is shown
by the energy separation between prominent peaks (∼ 16 eV)
(Figure 3b).35 Furthermore, the presence of P is confirmed by
the XPS spectrum of P 2p (Figure 3c), and it is deconvoluted
into two core-level characteristic peaks corresponding to P
2p3/2 (132.12 eV) and P 2p1/2 (133.13 eV), which correspond
to pentavalent phosphate in the PO4

3− group.34 Also, the O 1s
signal is deconvoluted into two peaks at 530.1 and 531.4 eV
binding energies, which is ascribed to the metal−oxygen (P−
O/M−O) bond and hydrated oxide species in cobalt
phosphate, respectively (Figure 3d).34,35,41 Thus, the chemical
composition confirmed that hydrous cobalt phosphate is
successfully prepared in thin-film form.

The morphological study of cobalt phosphate thin film (S-
CP4 sample) was carried out using a field emission scanning
electron microscope at different magnifications (10, 20, 30, and
50 kX) and is exhibited in Figure 4a−d. The FE-SEM images
at lower magnifications (Figure 4a−c) show that the binder-
free SILAR-synthesized cobalt phosphate material comprises
randomly distributed fine spherical particles all over the surface
with few large overgrown agglomerated particles. Moreover,
the FE-SEM image at a high (50 kX) magnification
demonstrated in Figure 4d shows spherical particles accumu-
lated with distinct particle sizes having an average diameter of
100−150 nm. Such fine spherical particles develop multiple
large cavities and voids that offer minimum diffusion length for
easy electrolytic ion access. Thus, it provides a maximum

Figure 5. (a) Comparative CV curves of S-CP series at a 20 mV s−1 scan rate, (b) CV curves of the S-CP4 electrode at various scan rates from 5 to
50 mV s−1, (c) plot of the log of current density vs log of scan rate for S-CP1 to S-CP5 electrodes to calculate the “b” value in the CV curves for 5−
50 mV s−1, (d) plot of the total charge against the reciprocal of the square root of potential scan rate for S-CP series electrodes, (e) proportion of
Isurface and Ibulk contributions for the S-CP series electrodes measured at a 5 mV s−1 scan rate, and (f) Isurface and Ibulk contributions for the S-CP4
series electrode at different scan rates.

Energy & Fuels pubs.acs.org/EF Article

https://doi.org/10.1021/acs.energyfuels.2c02202
Energy Fuels XXXX, XXX, XXX−XXX

F

https://pubs.acs.org/doi/10.1021/acs.energyfuels.2c02202?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.2c02202?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.2c02202?fig=fig5&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.2c02202?fig=fig5&ref=pdf
pubs.acs.org/EF?ref=pdf
https://doi.org/10.1021/acs.energyfuels.2c02202?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


electroactive surface area, which may help achieve higher
specific capacitance since the capacitance is proportional to an
electroactive surface area.8 Furthermore, EDS was investigated
in FE-SEM mode to examine the elemental composition of the
prepared material. The FE-SEM-EDS spectrum of the S-CP4
sample is illustrated in Figure S1a,b, where the atomic
percentages of 29.24, 27.49, and 43.27% are observed for
cobalt (Co), phosphorous (P), and oxygen (O), respectively.
The existence of elements in the EDS spectra confirms the
hydrous cobalt phosphate thin-film formation.

3.3. Electrochemical Evaluation of Cobalt Phosphate
Electrodes. The supercapacitive behavior of the SILAR-
synthesized S-CP series (S-CP1, S-CP2, S-CP3, S-CP4, and S-
CP5) electrodes was studied in a 1 M KOH electrolyte using a
half test cell. The electrochemical redox behavior of S-CP
series electrodes was probed using CV measurements in a
potential range of 0−0.6 V vs Hg/HgO. Figure 5a illustrates
CV curves at a fixed scan rate of 20 mV s−1 of S-CP series
electrodes. All samples show quasi-rectangular shapes along
with a redox couple due to the electrochemical reaction,
confirming the pseudocapacitive behavior of thin-film electro-
des. The feasible charge storage is based on a reversible
electrochemical reaction of cobalt phosphate [Co3(PO4)2·
nH2O] in an aqueous KOH electrolyte, according to eq 5.

Co (PO ) OH Co (PO ) (OH ) e3 4 2 3 4 2· + + (5)

Based on the above possible reversible redox reaction, OH−

ions are intercalated and deintercalated into the electrode from
the electrolyte in the course of charging−discharging.56 The
CV analysis illustrates that the current under the curve
increases with SILAR cycles and is maximum for the S-CP4
sample. Furthermore, the CV of the S-CP4 electrode at distinct

5−50 mV s−1 scan rates indicates that the current area
increases with the scan rates (Figure 5b), and other series
samples exhibit similar CV trends with respect to scan rate (see
Figure S2a−d).
Moreover, to investigate the storage mechanism of the

prepared thin films, the diffusion control (battery type) and
surface capacitive control processes of electrodes are probed by
using power law (eq 6),

I avp
b= (6)

where Ip represents the current density (peak) of an electrode,
υ represents the scan rate, and a and b are denoted for variable
factors. The b values are derived from the slope (linear fit) of
the log of scan rate versus the log of the current density graph,
as illustrated in Figure 5c. The derived b values for samples S-
CP1, S-CP2, S-CP3, S-CP4, and S-CP5 are found to be 0.71,
0.89, 0.93, 0.71, and 0.64, respectively. In general, the b value
denotes different storage processes as the electrochemical
process is diffusive-controlled when b is 0.5, and it is a
capacitive type for 1. The b values of S-CP series electrodes are
more significant and lie between 0.5 and 1, confirming the
diffusion and surface capacitive mechanisms involved in the
charge storage process.57,58

Moreover, to further understand the quantitative analysis of
the charge storage mechanism of the S-CP series electrodes,
surface capacitive charge and diffusion-controlled charge (Qs −
Isurface and Qd − Ibulk) in overall volumetric charge response
(Qt) are calculated using the modified power law as given in eq
7. In the modified power law, Qs and Qd govern the overall
volumetric charge (Qt) according to the following equation59

Q Q Qt s d= + (7)

Figure 6. (a) Comparative GCD curves of S-CP series at a 1 mA cm−2 current density; (b) GCD curves of best-performing S-CP4 electrode at
various current densities from 1 to 5 mA cm−2; (c) specific capacitance and capacity of S-CP1, S-CP2, S-CP3, S-CP4, and S-CP5 electrodes at a 1
mA cm−2 current density; and (d) Nyquist plot of S-CP1, S-CP2, S-CP3, S-CP4, and S-CP5 electrodes at OCP.

Energy & Fuels pubs.acs.org/EF Article

https://doi.org/10.1021/acs.energyfuels.2c02202
Energy Fuels XXXX, XXX, XXX−XXX

G

https://pubs.acs.org/doi/suppl/10.1021/acs.energyfuels.2c02202/suppl_file/ef2c02202_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acs.energyfuels.2c02202/suppl_file/ef2c02202_si_001.pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.2c02202?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.2c02202?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.2c02202?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.2c02202?fig=fig6&ref=pdf
pubs.acs.org/EF?ref=pdf
https://doi.org/10.1021/acs.energyfuels.2c02202?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as


In total stored charge (Qt), Qs is mainly obtained from
charge stored at the material′s surface and is related to the
electric double-layer capacitance. While Qd arises explicitly
from the reduction−oxidation reactions that take place in the
bulk of the material and is produced from a slower diffusion
process, a semi-infinite linear propagation is supposed for the
diffusion process. Moreover, Qs is linearly dependent on the
scan rate, while Qd depends on the root of the scan rate.
Therefore, the approximate Qs and Qd values are estimated by
the total voltammetric charge Qt (charge stored, C g−1) versus
the reciprocal square root of the scan rate plot, and eq 8
measures the charge of both Qs and Qd in total charge
contribution (see Figure 5d),60

Q Q kvt s
1/2= + (8)

where Qs can be evaluated from the intercept of plot Qt vs
υ−1/2 as shown in Figure 5d, and k is a constant. Accordingly,

the stored charge proportion of Isurface and Ibulk contributions
for the S-CP series electrodes at a scan rate of 5 mV s−1 is
shown in Figure 5e. Orange and blue areas represent the
capacitive and diffusive charge storage contribution in total
current, respectively. The coexistence of orange and blue
regions indicates that the electrodes show combined capacitive
and battery-type behaviors. Furthermore, it is found that the
charge contribution from the bulk process (Ibulk) is dominated
by an increase in the thickness of the sample, which suggests
that the deposited mass of the material influences the charge
storage mechanism. The charge contribution diagram for the
S-CP-4 series electrode measured at scan rates of 5−50 mV s−1

is provided in Figure 5f, and graphs of other S-CP series
electrodes are given in Figure S3, which illustrate that the
capacitive contribution increases with the scan rate. This
suggests that the capacitive contribution is rampant at a high

Figure 7. (a) Schematic of the aqueous device, (b) CV curves of S-CP4 and rGO electrodes at a scan rate of 50 mV s−1, (c) CV curves of the
HAASC device at different scan rates from 5 to 100 mV s−1, (d) GCD curves of the HAASC device at different current densities from 3 to 7 mA
cm−2, and (e) specific capacitance of the HAASC device at different current densities from 3 to 7 mA cm−2.
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scan rate and contributes more to the total capacitance of the
prepared electrodes.
The S-CP series electrodes’ GCD curves at a current density

of 1 mA cm−2 are demonstrated in Figure 6a. The GCD curves
exhibit an almost symmetrical triangular shape, which suggests
the extrinsic pseudocapacitive behavior of the material. The
GCD curve of the S-CP4 electrode indicates the longest
charging−discharging time compared to other electrodes,
which specifies that the S-CP4 electrode exhibits the maximum
charge storage capability. Figure 6b shows the charge−
discharge curves of the S-CP4 electrode at various current
densities (1−5 mA cm−2). The curves of S-CP1, S-CP2, S-
CP3, and S-CP5 electrodes are illustrated in Figure S4 a-d. The
measured specific capacitances (capacities) are shown in
Figure 6c; the S-CP4 electrode demonstrates maximum
specific capacitance (capacity) of 1147 F g−1 (631 C g−1) at
a current density of 1 mA cm−2 compared to S-CP1 (71 F g−1/
39 C g−1), S-CP2 (265 F g−1/146 C g−1), S-CP3 (593 F g−1/
326 C g−1), and S-CP5 (141 F g−1/78 C g−1) electrodes. The
measured specific capacitances (capacities) of S-CP series
electrodes at various current densities are illustrated in Figure
S5 (see ESI). The obtained specific capacitance of the S-CP4
electrode is comparable with previously reported ones. The
detailed comparison of cobalt phosphate-based electrodes (S-
CP4) in terms of preparation method, morphology, specific
capacitance, and capacitive retention with available literature
data is tabulated in Table S2 (see ESI). Among them,
nanowire-like Co3(PO4)2 was prepared by Xi et al. using a
solvothermal process that achieved a specific capacitance of
1174 F g−1 at the current density of 2 A g−1.31 Shao et al.
prepared Co3(PO4)2·H2O nanoflakes via a hydrothermal route
and reported a maximum 1578.7 F g−1 specific capacitance at a
current density of 5 A g−1.33 Sankar et al. obtained 1174 F g−1

specific capacitance for the hydrothermally synthesized
Co3(PO4)2 at a 0.25 A g−1 current density.35 Tian et al.
synthesized flowerlike Co11(HPO3)8·(OH)6 by the solvother-
mal route and obtained a specific capacitance of 1532.2 F g−1

at the current density of 1 A g−1.41 According to the literature
survey, only a few articles reported higher specific capacitance
than that of the present work; the reason for the maximum
specific capacitance achieved in some reported work is the
usage of nickel foam as the conducting backbone.31,33,35,41

Nickel foam as the conducting support adds self-charge storage
capacity to the electrode material through conversion of a
surface atom to NiO and Ni(OH)2 during electrochemical
testing.61 Nevertheless, the SS substrate used in the present
work does not contribute to the electrochemical reaction to
increase the capacitance; thus, the capacitance obtained in this
work is solely based on the hydrous, amorphous cobalt
phosphate material.
The EIS analysis is further studied to evaluate impedance

involved in electrochemical processes of the S-CP series in the
10 mHz to 1 MHz frequency range at OCP, and the graph of
the Nyquist plot is shown in Figure 6d. Magnified Nyquist plot
and fitted Randles circuit using ZView-impedance software are
shown as an inset of Figure 6d. The fitting parameters of the
equivalent circuit consist of parameters of solution resistance
(Rs), charge transfer resistance (Rct), Warburg impedance
(Rw), and constant phase element (CPE), which are given in
Table S3. Rs is the intercept on the horizontal axis containing
electrolyte resistance, contact resistance among the current
collector and the active substances, and internal electrode
resistance. The quasi-semicircle signifies the Rct determined by

the electrostatic interactions and faradic redox process, which
proceeds at the electrode and electrolyte interface. The slope
of the straight line specifies Rw, signifying the charge diffusion
kinetics process within the active material.62−65 The S-CP4
electrode demonstrates minimum Rs, Rct, and Rw (0.7, 0.174,
and 0.445 Ω, respectively) values in comparison with S-CP1, S-
CP2, S-CP3, and S-CP5 electrodes (Table S3, see ESI). Thus,
the EIS result demonstrates that the S-CP4 electrode illustrates
good capacitive behavior due to the quick charge transport rate
(low Rs and Rct) owing to the preparation of binder-free
hydrous cobalt phosphate material over the SS substrate.
Moreover, the excellent charge storage ability and low
impedance demonstrate the candidacy of the binder-free S-
CP4 electrode as a positive electrode (cathode) in hybrid
supercapacitor devices.

3.4. Hybrid Aqueous Supercapacitor (HAASC) Device
Performance. The practical feasibility of hydrous and
amorphous cobalt phosphate electrode is investigated by
fabricating a HAASC device with S-CP4 as a cathode and rGO
as an anode (S-CP4//KOH//rGO) in an aqueous 1 M KOH
electrolyte, and the actual working is illustrated schematically
in Figure 7a. In the present study, the S-CP4 thin-film
electrode was operated within a positive 0−0.6 V vs Hg/HgO
potential range, whereas rGO displays superior electrochemical
performance in a negative 0 to −1.0 V vs Hg/HgO operating
potential window in the 1 M KOH electrolyte as demonstrated
in Figure 7b. The preparation of rGO electrode is given in
Note S1 and the morphological, structural, and electrochemical
analyses of the rGO electrode are given in Figures S6 and S7.
The distinct operating potential windows of S-CP4 and rGO
electrodes are suitable for assembling the HAASC device to
achieve a wider voltage range for hybrid devices. Also, to
obtain the superlative performance of a hybrid supercapacitor
device, the charge balance between the S-CP4 electrode and
the rGO electrode was achieved by mass-balancing using the
charge balance eq S3 (Note S3, see ESI).
The supercapacitive performance of the HAASC device was

first tested using CV and GCD analysis at various potentials to
fix an optimum working potential window of the HAASC
device at a scan rate of 50 mV s−1 and a current density of 5
mA cm−2 in a 1 M KOH electrolyte (Figure S8a,b, see ESI).
Hence, prominent redox contributions were seen in a potential
window of 1.2−1.6 V, while potential window extended up to
1.7 V reflected a sudden surge in current after 1.6 V due to the
aqueous electrolyte splitting.66 Therefore, a working voltage of
1.6 V is preferred for further electrochemical measurements.
Figure 7c displays CV curves of the HAASC device at various
scan rates of 5−100 mV s−1. The curves illustrate the ideal
capacitive nature and are maintained even at a higher 100 mV
s−1 scan rate, revealing outstanding electrochemical reversi-
bility of the aqueous device. Furthermore, the GCD profiles of
the HAASC device were probed at various current densities of
3−7 mA cm−2 and are plotted in Figure 7d. GCD curves are
not perfectly triangular; however, the discharge curve does not
show any initial potential drop (IR drop), signifying a
negligible energy loss of the aqueous device. The measured
specific capacitances of the HAASC device from GCD curves
versus current densities are demonstrated in Figure 7e. The
HAASC device demonstrates the highest 126 F g−1 specific
capacitance at a current density of 3 mA cm−2, and it reduces
up to 113 F g−1 (7 mA cm−2) and demonstrates an excellent
rate capability of 89.6% of the HAASC device even at
maximum current density. The SE and SP are measured using
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Figure 8. (a) Ragone plot of the HAASC device, (b) capacitive retention vs cycle number plot of the HAASC device, and (c) before and after
stability Nyquist plots of the HAASC device.

Figure 9. (a) Schematic of the solid-state device, (b) CV curves of HASSC device at different scan rates from 5 to 100 mV s−1, (c) GCD curves of
the HASSC device at different current densities from 1.5 to 5 mA cm−2, and (d) specific capacitance of the HASSC device at different current
densities from 1.5 to 5 mA cm−2.
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equations S4 and S5 (see ESI) and plotted in a Ragone plot
(Figure 8a). The HAASC device shows a high SE of 44.8 Wh
kg−1 at a 4.8 kW kg−1 SP and maintains a 40.2 Wh kg−1 of SE
at a maximum 11.2 kW kg−1 SP.
The cyclic durability of the HAASC device is investigated by

the GCD cycles at a current density of 7 mA cm−2 over 5000
GCD cycles, and the capacitive retention of the HAASC device
is demonstrated in Figure 8b. The HAASC device revealed
capacitive retention up to 92% after 5000 cycles; the initial (A)
and final (B) five cycles of stability demonstrate symmetric
potential−time response in the inset of Figure 8b. The GCD
curves retain maximum symmetry, which can be attributed to
the charge equilibrium between the cobalt phosphate
(cathode) electrode and the rGO (anode) electrode. The
amorphous, hydrous cobalt phosphate electrode provides a
minimum diffusion length for electrolyte ions. In contrast, the
rGO electrode collects charge through electrochemical double-
layer capacitance and delivers quick electron transfer for
reversible and fast faradic reactions. The before and after
durability test Nyquist plots of HAASC are displayed in Figure
8c, and both spectra indicate angles higher than 45°,
demonstrating the capacitive behavior of the HAASC device.
In an equivalent circuit, before stability, the Rs, Rct, and Rw are
found to be 2.17, 3.50, and 0.038 Ω, respectively. After
stability, all values are increased slightly to 2.44, 56, and 0.14
Ω, respectively, ascribed to the enhancement of the minimum
electrochemically active surface oxidation layer (Table S5, see
ESI). The excellent supercapacitive HAASC device perform-
ance is accredited to the use of greatly conductive aqueous
electrolyte and the reciprocity effect among two asymmetric
electrodes.67

3.5. Hybrid All-Solid-State Supercapacitor (HASSC)
Device Performance. The HASSC device was fabricated
using S-CP4 and rGO electrodes, with a PVA-KOH gel
electrolyte as a separator to avoid leakage problems and sustain
the flexible nature of the device. The schematic of the HASSC
device is illustrated in Figure 9a and photographs of device
fabrication are shown in Figure S9a,b. To keep both electrodes
reversible, the potential window varied from 1.2 to 1.7 V using
CV and GCD curves at a 50 mV s−1 constant scan rate and 5
mA cm−2 current density (Figure S10a,b, see ESI). Similar to
the HAASC, the HASSC device also maintained the CV and
GCD curve shape up to 1.6 V with good reversibility in
electrochemical reactions. However, while expanding the
potential window to 1.7 V, electrochemical reactions resulted
in an irreversible form. Therefore, the potential window of 0−
1.6 V is selected for further HASSC device study. Figure 9b
demonstrates the HASSC device CV curves at 5−100 mV s−1

scan rates. Also, curves upheld their nature and reversibility at
low and high scan rates, as demonstrated in Figure 9b.
Furthermore, the GCD curves at distinct 1.5−5 mA cm−2

current densities are illustrated in Figure 9c; the curves show a
nontriangular shape that can be due to charge storage from the
faradic reactions. During the charging−discharging process, a
slight IR drop is observed, representing resistance due to the
PVA-KOH gel electrolyte.68,69 The specific capacitances of the
HASSC device are evaluated from GCD measurements at
distinct current densities and plotted in Figure 9d, and a
maximum specific capacitance of 77 F g−1 is achieved at a
lower current density of 1.5 mA cm−2 and 24 F g−1 specific
capacitance at a high 5 mA cm−2 current density. Figure 10a
demonstrates the HASSC device Ragone plot, which estimates
the device′s practical potential. As displayed in the Ragone

Figure 10. (a) Ragone plot of the HASSC device, (b) capacitive retention vs cycle number plot of the HASSC device, and (c) before and after
stability Nyquist plots of the HASSC device.
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plot, the HASSC device reached 27.3 Wh kg−1 SE at 1.5 kW
kg−1 SP and maintained up to 8.5 Wh kg−1 SE at 5 kW kg−1

SP. In practical application, the long-term cyclic durability of
the solid-state device is another critical requirement, and the
cyclic stability of the HASSC device is investigated at a current
density of 7 mA cm−2 (Figure 10b); the first five cycles (A)
and last five cycles (B) of the typical GCD profiles are shown
as an inset of the figure. The first and last five stability cycles
demonstrate symmetrical potential−time response and show
94% capacitive retention after 5000 successful cycles,
suggesting superior cycling stability. Excellent stability of the
HASSC device is obtained because of the strong coupling
between cobalt phosphate and the rGO material. To further
evaluate the charge transfer behavior and ion-diffusion
properties, EIS measurements were conducted before and
after the durability test, and the HASSC device′s Nyquist plots
are illustrated in Figure 10c. Before charging−discharging
stability cycles, the RS value of 0.26 Ω was recorded, which is
very close to the after-stability RS value of 0.16 Ω, indicating
good ion diffusion, excellent conductivity, and interaction
between the substrate and materials. Moreover, after 5000
stability cycles, the Rct value increases from 92 to 314 Ω,
demonstrating decreased conductivity due to surface oxidation
(equivalent fitting parameters are shown in Table S6).
To examine the practical application of the fabricated device,

the energy storage capacity and power output ability are
important measurements for evaluating the device. In this
study, both the fabricated aqueous (HAASC) and solid-state
(HASSC) asymmetric supercapacitor devices deliver impres-
sive specific energy (HAASC = 44.8 and HASSC = 27.3 Wh
kg−1) and specific power (HAASC = 4.8 and HASSC = 1.5 kW
kg−1) against the reported cobalt phosphate-based hybrid
devices, as shown in the Ragone plot (Figure 11a). The

detailed comparison of HAASC and HASSC device perform-
ance with the available literature data is summarized in Table
S7 (see ESI) with specific capacitance, SE, SP, and capacitive
retention. In comparison with previous reports, it is observed
that the HAASC device exceeds the specific power while
maintaining specific energy comparable to that of reported
cobalt phosphate-based aqueous hybrid supercapacitor devices.
Nevertheless, HASSC displays moderate SE and SP compared
to aqueous hybrid supercapacitor devices. Only a few
articles32,34,43 described a slightly higher SE than the present
work; however, the specific power is compromised in achieving
the high specific energy. The high specific energy is reported
for aqueous asymmetric (Co3(PO4)2·8H2O//CuS),32 symmet-
ric (Co3(PO4)2//Co3(PO4)2),

34 and composite-based hybrid
(Co3(PO4)2/GF//ppAC)

43 supercapacitor devices, where
these devices are fabricated using pseudocapacitive materials
as electrodes. On the other hand, in the present work, cobalt
phosphate provides facile charge transfer kinetics, which
provides excellent specific power without sacrificing much
specific energy owing to the mesoporous, amorphous, and
hydrous nature of the pseudocapacitive cathode. Furthermore,
to evaluate the feasibility of the HASSC device, two series-
connected devices were charged for 30 s at 3.2 V and
successfully lighted up 12 white light-emitting diode table
lamps for 90 s, as displayed in Figure 11b(i−iv). Furthermore,
the supercapacitive performance of the solid-state hybrid
device (HASSC) at different bending angles was studied, and
CV curves at the 0, 45, 90, 135, and 175° bending angles are
shown in Figure S11a. It is found that, at distinct bending
angles, a very negligible difference among the CV curves is
observed. The excellent 89% capacitive retention is maintained
even at a bending angle of 175° (Figure S11b), confirming the
excellent flexibility of the HASSC device. The photographs of

Figure 11. (a) Comparative Ragone plot of HAASC and HASSC devices with an available literature survey and (b) demonstration of the HASSC
device by a glowing LED table lamp.
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the flexible HASSC device at various bending angles are shown
in Figure S11c(i−v). These results highlighted the applicability
of fabricated HASSC devices in flexible, portable electronic
devices.
Overall, the some benefits of SILAR-synthesized, binder-

free, amorphous, hydrous cobalt phosphate electrode are
accountable for the excellent electrochemical capacitive
performance, which are as follows. (1) The mesoporous
structure and amorphous nature of cobalt phosphate electrodes
demonstrate a large surface area. (2) Binder-free synthesis by
the facile SILAR method elucidates minimum electrochemical
resistance for rapid charge transfer in an electrochemical
process. (3) The hydrous nature of the material is beneficial for
accessing aqueous electrolytic ions freely. (4) Moreover, the
defect-rich amorphous material does not display alterations in
strain during the charge−discharge process as in crystalline
structures and proposes long-term durability. Thus, amor-
phous, hydrous, clustered spherical particles and the
mesoporous nature of cobalt phosphate display maximum
capacitive performance in terms of high SP and SE with
exceptional durability.

4. CONCLUSIONS
The present study introduces a SILAR synthesis method to
prepare hydrous, amorphous, binder-free, cobalt phosphate
thin films. The mesoporous, clustered spherical particles of
cobalt phosphate are grown on a flexible SS substrate. The
electrochemical testing demonstrates that cobalt phosphate
electrodes with optimum mass loading exhibit higher specific
capacitance (capacity) of 1147 F g−1 (630.7 C g−1) at a 1 mA
cm−2 current density. Moreover, HAASC and HASSC devices
assembled using best-performing Co3(PO4)2·nH2O as a
cathode and rGO as anode display specific capacitances of
126 and 77 F g−1, respectively. Also, both HAASC and HASSC
devices deliver high SE (HAASC = 44.8 and HASSC = 27.3
Wh kg−1) and SP (HAASC = 4.8 and HASSC = 1.5 kW kg−1)
with outstanding 92 and 94% capacitive retention after 5000
charging−discharging cycles, respectively. Moreover, the two
HASSC series devices can power up a table lamp, indicating
wide-range applications in short-powered electronic appliances.
The results concluded that the hydrous, amorphous cobalt
phosphate thin-film electrode with an optimum mass loading is
an exceptional candidate as a cathode (positive electrode) for
hybrid supercapacitor devices with a high specific power.
Moreover, the SILAR process is an excellent synthesis method
for the binder-free preparation of hydrous, amorphous,
mesoporous cobalt phosphate in thin-film form.
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