Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

ROYAL SOCIETY
OF CHEMISTRY

(3

RSC Advances

View Article Online

View Journal | View Issue

Enhancing the electrochemical performance of
trimetallic sulfide through metal-oxide
nanocomposite engineering for high-performance
supercapacitors

{ ") Check for updates ‘

Cite this: RSC Adv., 2026, 16, 9817

Muhammad Tarig, Mohsin Ali Marwat, 2 +*® Areeba Sajid,® Anusha Arif,?
Zuhair Ehsan,® Muhammad Ramzan Abdul Karim? and Syed Shaheen Shah®®

Supercapacitors, considered a potential energy storage device, can address the long-awaited problem of the
energy crisis by storing energy for efficient, rapid, and sustainable utilization across diverse applications, from
portable electronics to large-scale power systems. Herein, we have prepared a novel hanocomposite material
via a novel ultrasonication-assisted solvothermal approach, combining the Feg g,Cug 22C0011S nanoparticles
and CuO in different weight ratios. X-ray diffraction, scanning electron microscopy, and Fourier transform
infrared spectroscopy analyses confirmed the successful synthesis of the targeted nanocomposites.
Electrochemical evaluation revealed that the FeCuCoS/CuO 5:1 composition (denoted as U5), identified as
optimal material, exhibited a remarkable specific capacitance of 1407 F g~ at 0.7 A g™, corresponding to
enhancements of 3.9-fold and 120-fold compared to pristine Fegg;Cup2,C0g11S and CuO, respectively.
Furthermore, the asymmetric supercapacitor device based on U5 demonstrated superior electrochemical
performance, delivering a specific capacity of 311 C g~ at 0.5 A g%, an energy density of 70 Wh kg,

a power density of 4800 W kg~%, a coulombic efficiency of 97.1%, and a long-term cycling stability of
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Accepted 8th January 2026 92.86% after 3000 cycles. Dunn's model analysis indicated that charge storage was predominantly

capacitive (51.3% at 10 mV s73), while power-law fitting yielded b-values of 0.71-0.80, indicating hybrid
supercapacitor behavior. Overall, Fegg7Cug22C0011S/CuO nanocomposites demonstrated durable, high-
performance characteristics for advanced energy storage applications.
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1 Introduction

The increasing demand for portable electronics, power systems,
electric vehicles, and the integration of sustainable energy
sources has generated growing interest in green and smart
energy solutions and innovations.*™ In addition, to address
Sustainable Development Goal (SDG) number 7, i.e., affordable
and clean energy, scientists around the world are searching for
powerful energy storage solutions that have the utmost capa-
bility to store charge rapidly and deliver the stored energy effi-
ciently whenever it is required. To address this challenge,
supercapacitors are considered as one of the potential energy
storage devices, as they effectively bridge the performance gap
between conventional capacitors, which deliver the highest
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power densities but suffer from lower energy densities, and
rechargeable batteries, which offer higher energy densities but
lack the higher power densities, slow reaction kinetics and short
cycling stability.>® Supercapacitors, having both non-faradic
(capacitive nature) and faradaic (diffusive nature) reactions
during oxidation and reduction, can overcome the aforemen-
tioned problems by taking the advantage of high power density
from its capacitive nature while an advantage of optimal energy
density from its diffusive nature, making them an ideal energy
storage solution for the applications that require fast energy
transference and long cycling stability.”® In addition, super-
capacitors offer advantages such as a wide operating tempera-
ture range, high coulombic efficiency, environmental
friendliness, and reliability.>** Supercapacitors are commonly
categorized as hybrid, electric double-layer capacitors (EDLCs),
and pseudocapacitors supercapacitors.”'* Hybrid super-
capacitors combine both non-faradic and faradaic reactions;
EDLCs rely on non-faradic reactions, and pseudocapacitors rely
on faradaic reactions.” Recently, hybrid supercapacitors have
attracted much attention and are extensively researched
because of their high power and energy densities, resulting
from non-faradic and faradaic reactions, respectively.'*>° In the
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literature, electrode materials, considered one of the major
parameters governing supercapacitor performance, have
received extensive research focused on conducting polymers,**
transition metal oxides,** carbon-based materials,> and, more
recently, transition metal sulfides.” Among these, sulfide-based
electrodes are particularly promising because of their superior
electrical conductivity, rich redox activity, and ability to facili-
tate rapid ion transport, which collectively enhance both the
specific capacitance and energy density of supercapacitors.*
The research community examining supercapacitors, due to
their high specific capacitance and global accessibility and
viability, favors transition-metal-sulfide (TMS) supercapacitors
based on Fe, Co, Ni, Bi, Cu, and Cd.>**” Moreover, their
conductivity is much higher than that of hydroxides and
oxides.”®** Fe-based Co-Cu doped sulfides, amongst various
TMS-based supercapacitors, yield an intense conductive and
stable sulfide,* which is one of the major characteristics ex-
pected from such supercapacitors. They also show fast faradaic
redox reactions, show combined effects of constituents transi-
tion metal sulfides, and possess high theoretical capaci-
tance.**> Studies have shown that TMS-based electrodes
achieved outstanding electrochemical performance and
enhanced capacitive properties via the following approaches:
morphological control and composite engineering.*® To date,
there are very few literature reports on trimetallic TMS of the
type Fe-Cu-Co for energy storage applications;*® thus, the
current focus in supercapacitor technology is on TMS, especially
those based on Fe, Co, and Cu as electrode materials.** An
appropriate combined pathway in a multicomponent
composite can enhance the conductivity of both ions and
electrons, thereby improving the overall energy storage capa-
bility of TMS electrodes.*® Binary and ternary TMS systems
perform better than unary TMS due to their good conductance,
high electrochemical stability, and the synergy that emerges
from interactions among the transition metals, resulting in
improved specific capacity, cycling stability, and efficiency.'”*¢
Apart from the advantages, there are some concerns related
to the utilization of TMS in supercapacitor applications, such as
slow ion transportation, loss of structural integrity from volume
changes, and extremely poor intrinsic electrical conductivity
after a number of cycles.’” Together, these factors cause poor
synergistic performance and fast capacity loss from the elec-
trode materials.*®*?*® To address these issues, researchers have
been investigating various conductive materials, including
carbonaceous materials (graphene, carbon nanotubes (CNTs),
and quantum dots),**** conductive polymers (polypyrrol and
polyaniline),**** or advanced nanoarchitectures for achieving an
improved electrochemical characteristic supercapacitor elec-
trode materials. Copper-based nanomaterials, due to their
distinct electrochemical characteristics, are one of the most
appropriate conductive materials, showing ease in functionali-
zation, having a high surface area, and demonstrating high
electrical conductivity.** Further, it can be used with TMS-based
electrode materials or possibly composited with other electri-
cally and ionically conductive nanomaterials to create highly
efficient asymmetric supercapacitors. Nevertheless, approaches
such as morphology control, doping, and surface modification
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alone cannot overcome these challenges. Therefore, composite
engineering stands out as a better option, ensuring improved
structural stability and reliable electrochemical performance
over extended cycles.*” Copper oxide, on one hand, is an
important additive that promotes supercapacitor electrode
performance mainly by improving the overall composite
morphology and improving conductivity.*® It acts as a chelating
agent during synthesis, controlling the growth of nano-
structures toward uniform, porous, and high-surface-area
morphologies: nanosheets or flower-like structures. Such char-
acteristics are very helpful for electrolyte penetration and ion
diffusion, which are paramount for efficient charge storage.”
Furthermore, copper citrate can also act as a precursor for
conductive copper or carbon-containing phases, both of which,
in turn, promote electron transport within the electrode mate-
rial. The ability of copper citrate to promote structural devel-
opment while at the same time enhancing the electrical
conductivity renders it a worthy additive to create materials for
high-performance electrodes.*®

Moreover, the incorporation of copper oxide (CuO) into TMS-
based nanomaterials offers a promising strategy to enhance the
overall conductivity of the composite material, thereby
expanding its potential for supercapacitor applications.
Although TMS is a well-known semiconductor, its relatively low
conductivity often limits its practical performance. By inte-
grating CuO, an interconnected and relatively higher electrically
conductive network can be established, where well-dispersed
CuO nanoparticles create percolation pathways that facilitate
efficient electron transport and mitigate the intrinsic resistive
nature of TMS.*”° Furthermore, the heterointerface between
TMS and CuO promotes enhanced charge transfer, as the
presence of CuO can modify the electronic band structure of the
composite, reduce the energy band gap, and introduce favor-
able energy states for carrier mobility. Beyond these improve-
ments, synergistic interactions between the two phases may
induce the formation of new structures, such as chalcopyrite
(CuFeS,), which possess superior electrical characteristics
compared to the individual components.® This cooperative
effect underscores the potential of TMS/CuO composites as
advanced functional materials for next-generation energy
devices. Using similar motivation, we prepared a novel Feg ¢~
Cuy.,C04.11S/CuO nanocomposite electrode material, which
showed an outstanding specific capacitance of 1407 F g~*. In
addition, its asymmetric supercapacitor device indicated an
extraordinary energy density of 70 Wh kg™, power density of
4800 W kg™ ', a coulombic efficiency of 97.1%, and cycling
stability of 92.86% after 3000 cycles. Moreover, Dunn's model
analysis indicated that charge storage was predominantly
capacitive, and power-law fitting signified its hybrid super-
capacitor nature.

2 Experimental
2.1 Materials

Copper(u) chloride dihydrate (CuCl,-2H,0; =99.0%), cobalt(u)
chloride hexa-hydrate (CoCl,-6H,0; 98%), iron(i) chloride tri-
hydrate (FeCl;-3H,O; =99%), acetylene black (AB; 98%),

© 2026 The Author(s). Published by the Royal Society of Chemistry
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potassium hydroxide (KOH; 99.995%), sodium sulfide non-
ahydrate (Na,S-9H,0; =99.99%), n-methyl 2-pyrrolidone (NMP;
99.5%), and polyvinylidene fluoride (PVDF; average M,, ~534
000 by GPC), acetone (99.5%) were obtained from Sigma-Aldrich
Nickel foam, used as a substrate, was procured from Pi-Kem,
Tamworth, UK; sodium citrate (NazCe¢Hs0;,, =99%) and
copper nitrate (CuNO;, =99%) were also obtained from the
same supplier and were used without modification. The exper-
imental procedure also involved Sigma-Aldrich's polyethylene
glycol (PEG; molecular weight = 6000, Molecular Biology
Grade), deionized (DI) water, and ethanol (99.5%). A 100 mL
stainless-steel autoclave, procured from a local vendor, was
used for performing hydrothermal synthesis. The reference
electrode was a mercury electrode made of Hg/HgO, while
a counter electrode of a platinum disc, used in the electro-
chemical analysis, was procured from Sigma-Aldrich.

2.2 Synthesis of Fe, ;,Cu42,C00.11S

To prepare the Fe ,Cug ,C00.11S nanomaterial (U1), 7.20 g of
Na,S-9H,0, 0.785 g of CoCl,-6H,0, 1.125 g of CuCl,-2H,0, and
2.909 g of FeCl;-H,0 were weighed accurately. Each precursor
was separately dissolved and stirred for 30 minutes in a poly-
ethylene glycol-mixed deionized (DI) water solution of 20 mL to
ensure its complete dissolution. The prepared solutions were
then combined, following the sequence shown in Fig. 1(a), and

Fe Xe)
cucl,2 H,0

Stirring at 100 °C

Centrifugation
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continuously stirred for an additional 1 hour. A hydrothermal
treatment at 180 °C for 6 hours was conducted by transferring
the as-prepared homogenous solution into a 100 mL Teflon-
lined stainless-steel autoclave. Later, the product/
nanoparticles were collected by a method called centrifuga-
tion for 10 minutes at 6000 rpm. The as-obtained nanoparticles
were subjected to washing several times with methanol,
acetone, and DI water, and under the same centrifugation
conditions to remove residual impurities. The cleaned material
was then dried in a vacuum oven at 60 °C for 12 hours. Finally,
the dried powder underwent annealing at 300 °C for 3 hours in
an argon atmosphere, producing crystalline Fe, ¢,Cug ,,C0¢.11S
(U1), see Fig. 1(a).”

2.3 Synthesis of copper citrate

As shown in Fig. 1(b), a detailed schematic process of the
synthesis of copper citrate is presented. It involved the disso-
lution of 1 g of CuNO; in DI water of 50 mL with stirring at 100 °©
C and 500 rpm. In an auxiliary beaker, Na;CsHs0 of 0.5 g and
3 g of NaOH were mixed with 30 mL of DI water, stirring at room
temperature and 500 rpm. The dropwise addition of the
resulting solution into the CuNO; solution was performed while
maintaining stirring at 100 °C for 10 min. Subsequently, the
solution was subjected to centrifugation. Excess solvents have
been disposed of down the sink, and the precipitates of copper
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Fig. 1 Synthesis illustration of (a) Feg g,Cug 22C0g 1:S. (b) copper oxide, and (c) Feg g7Cug 22C0q 11S/copper oxide nanocomposites.
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citrate present in the centrifuge tubes were collected. The as-
obtained powders were then dried at 110 °C for 12 h in an oven.

2.4 Conversion of copper citrate into copper oxide

Copper citrate is subjected to calcination under an air atmo-
sphere at 400 °C for 2 hours at 4 °C per minute, which facilitates
its thermal decomposition and subsequent formation of copper
oxide, see Fig. 1(b). This process not only ensures the complete
removal of organic constituents but also promotes the genera-
tion of copper oxide particles, also known as U2, with reduced
dimensions, thereby enhancing surface area and potential
reactivity.

2.5 Synthesis of Fe, ¢,Cu 2,C0¢ 11S/copper oxide
nanocomposite

The Feq ,Cuy.,C00.11S/copper oxide synthesis began with the
optimization of different ratios of transition metal sulfides and
copper citrate. The first nanocomposite was prepared using
a 3:1 ratio, where 75% (i.e., 75 mg) sulfide particles in 30 mL of
ethanol were put under probe sonication for 10 minutes, fol-
lowed by the addition of 25% (i.e., 25 mg) copper oxide. The
resulting solution was then probe sonicated for another 10
minutes. To separate the precipitate from the solvent, a 10
minute centrifugation process was run at 6000 rpm. To obtain
the final material, the precipitation was centrifuged under the
same conditions and repeatedly rinsed with ethanol and DI
water. After that, the ingredients were dried for 8 hours at 80 °C
in an oven. Hence, the Fe, ,Cu,,C0q.11S/copper oxide nano-
composite was formed (abbreviated as U3), see Fig. 1(c). After
optimization, another nanocomposite 4:1, 5:1, 6:1 ratio was
also prepared, using the aforementioned synthesis to give
Fey 6,Cu.22C0g 11S/copper citrate nanocomposites, abbreviated
as U4, U5, and U6, respectively.

2.6 Preparation of the electrode

After synthesizing, U1 to U5 were prepared for slurries. For Ul,
12 mg active material (that is, U1) and 1.5 mg of acetylene black
were mixed and added to a slurry tube containing 30 pL PVDF
and 40 uL NMP. The blend was stirred at 360 rpm for 8 hours.
Nickel foam was used as a substrate for slurries to be deposited.
The pre-cleaned nickel foam was washed with HCL, de-ionized
water, acetone, and ethanol, each time placed under ultra-
sonication for 2-3 minutes in order to make sure that it is ready
for slurry deposition. Then, the mixtures were uniformly drop-
cast onto a Ni foam of 1 cm? area and dried at a temperature
of 80 °C for a duration of 8 hours. Similarly, U2, U3, U4, U5, and
U6 were also prepared with similar methods, but with modified
compositions.

2.7 Asymmetric supercapacitor device fabrication

Activated carbon (AC) was employed internally as the negative
electrode in production with U4 nanocomposite for the positive
electrode, thereby configuring a supercapacitor device with
a hybrid and asymmetric nature. The electrodes were joined
using Teflon tape with a Hoffman filter paper as its separator
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and 1 M alkali KOH as an electrolyte. The preparation of the
negative electrode involved mixing an active mass of AC, PVDF,
and acetylene black in the ratios of 80, 10, and 10, respectively,
inside NMP solvent. A micropipette was then used to apply this
mixture onto a piece of porous Ni-foam (1 ¢cm?). The slurry-
coated Ni-foam was placed in the vacuum oven, where it
underwent drying for eight hours at 80 °C. Importantly, Table
ST1 indicates the electrode mass ratios, active material loading,
and charge balance parameters used for asymmetric super-
capacitor device construction (Fig. 2).

2.8 Electrochemical analysis

The materials' electrochemical characterization was carried out
following the guidelines using a three-electrode assembly of
Gamry. A platinum disc as the counter electrode, an Hg/HgO
reference electrode, and transition metal sulphides and
copper citrate composites served as the system's working elec-
trodes. The electrolyte utilized was a 1 M KOH solution in DI
water. Electrochemical impedance spectroscopy (EIS), cyclic
voltammetry (CV), and galvanostatic charge-discharge (GCD)
techniques were employed to assess the charge/discharge
behavior of the materials and their devices. The electrodes
and the device's cyclic stability were tested using a potentiostat
(Galvanostat, Reference 3000, Gamry Instruments, USA). Based
on the cyclic voltammograms, the specific capacitance, Cs, of
the corresponding electrode was calculated using the equation

(eqn (1)

"
J I x AV
Vi

R TN V4 )
Here, v represents the potential scan rate in millivolts per
second (mV s~ '), m the electrode material's mass in grams, AV
the potential operating window, C; the specific capacitance in
farads per gram, and the integral function is the area under the
CV curve. The specific capacity (Qs) can be computed using the
previously mentioned formula and the following sets of
discharge curves.

QS:IXAI )

m

> ‘o’
3 S

‘Separator

Electrolyte

Q
Anode Cathode
Activated Carbon FeCuCoS/CuO

Fig. 2 Asymmetric supercapacitor device of Feq 6;CuUg 22C0g 11S/CuO
vs. activated carbon (AC).

© 2026 The Author(s). Published by the Royal Society of Chemistry
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where m is the mass of the electrode, At is the discharge time,
and I represents the current and m represents the active mass of
deposited material. Thus, this equation was used to calculate
specific capacity from GCD curves using eqn (2).

I x At

= xar (3)

where I is the current, At is the discharge time, m represents the
active mass of deposited material, and AV is the potential
operating window applied to determine specific capacitance
from the GCD curve in eqn (3).*

The asymmetric supercapacitor device's energy density (Eq)
in watt-hour per kilogram (Wh kg™") and power density (P4) in
watt per kilogram (W kg~") were calculated from eqn (4) and (5),
respectively.

O x AV
L= 3652 )

where Qs is the specific capacity, and AV is the potential oper-
ating window applied to determine energy density (Eq) in eqn (4).

3600 x Eq
Pg="—"—— " 5
¢ At 5)
where E4 is the energy density calculated in eqn (4) and
discharge time is denoted by At to determine power density (Pq)

in eqn (5).

2.9 Characterization

Energy-dispersive X-ray spectroscopy (EDS), in conjunction with
scanning electron microscopy (SEM, EVO 15, Carl Zeiss, Jena,
Germany), was employed to examine the elemental composition
and surface morphology of the as-synthesized Feqe;Cug.2a-
Coy.11S, copper oxide, and their U5 nanocomposite. Using an X-
ray diffractometer (XRD, AXRD LPD, Proto, Ontario, Canada),
the phase as well as structural characteristics were examined.
Cu-Ka radiation (A = 1.5418 nm) was used to record an X-ray
intensity versus two-theta (26) pattern for the 26 diffraction
angle between 10° and 80°. For electrochemical analysis,
a potentiostat (Galvanostat, Reference 3000, Gamry Instru-
ments, Warminster, PA, USA) was used. A platinum (Pt) disc
counter electrode and an Hg/HgO reference electrode were used
in the three-electrode assembly setup for the electrode testing.
As explained, Ni-foam was used to create the device and working
electrode.

3 Results and discussion

3.1 Morphological, crystallographic, and spectroscopic
analysis

As shown in Fig. 3(al and a2), the surface morphology of the as-
prepared Fe, ,Cuy ,,C0¢.11S nanoparticles was studied by SEM,
suggesting the irregularly shaped aggregated structure of
Fe( 6,CUy,C00.11S nanoparticles. The wide range of particle
sizes, agglomeration of nanoparticles, and large number of
surfaces suggest good active sites for the electrochemical reac-
tions. Such surface properties favor the mobility of electrons/
ions, rendering the material an attractive candidate for

© 2026 The Author(s). Published by the Royal Society of Chemistry
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electrochemical energy storage applications. The elemental area
mapping (see Fig. 3(a4-a7)) of an area indicated in Fig. 3(a3)
supports the homogeneous distribution of Fe, Cu, Co, and S,
thereby demonstrating the successful synthesis of the ternary
TMS. In contrast, the micrographs (Fig. 3(b1 and b2)) show the
morphology of CuO samples with a very small-sized spherical
texture, a characteristic of Cu-oxide-derived morphologies.
Unlike Feq6,Cug22C0011S nanoparticles, CuO nanoparticles
showed higher agglomeration characteristics, which can be
attributed to their relatively higher surface energy. This specific
morphology forms a unique structural network that can affect
electrochemical performance by modulating electron mobility
and surface availability. The elemental area maps of CuO
nanoparticles of an area indicated in Fig. 3(b3), see Fig. 3(b4
and b5), which shows the presence of evenly distributed Cu and
O, which is an indication of citrate-derived copper oxide. On the
other hand, Fig. 3(c1 and c2) depicts the morphology of the
material of interest, nanocomposites, i.e., Feg s,CU2,C0¢.11S/
CuO (weight percentage ratio of 5:1), indicating a more
complex surface. The nanocomposites display large agglomer-
ation, providing a porous structure with smaller nanoparticles
of CuO composited with the larger Fe,q,Cug2,C0¢11S nano-
particles. This linked architecture enhances surface area and
charge-transfer kinetics. The elemental area maps of an area
indicated in Fig. 3(c3), see Fig. 3(c4-c8), indicate a uniform
dispersion of Fe, Cu, Co, S, and O, thus confirming the
successful compositing of Feg ,Cug.2,C0g.11S with CuO.>** In
SI, see Fig. S1, the elemental analysis of the synthesized mate-
rials is corroborated by the EDS spectra. In the spectrum
Fig. S1(a), Fey.6,Cu.22C00.11S produced strong peaks due to the
elements Fe, Cu, Co, and S, suggesting that all four elements
were present effectively. Similarly, the spectrum Fig. S1(b) of
CuO showed characteristic peaks of Cu and O corresponding to
its elemental composition. In the spectrum Fig. S1(c), the
Feg.67CUg 2,C00.11S/CuO composition exhibited the required
characteristic peaks of Fe, Cu, Co, S, and O, implying the
successful composite formation of Fe( ;Cug 2,C0¢.11S and CuO.

The XRD patterns of the synthesized nanomaterials and
nanocomposites, as shown in Fig. 4(a), revealed distinct crys-
talline features for Feg¢;Cug2,C00.11S, CuO, and Feg¢,Cug.os-
C0p.11S/CuO nanocomposites. The Fe(.6;Cug 2,C00 11S
nanoparticles sample exhibited well-defined peaks at 26 values
of 29.5°, 34.2°, and 58.5°, which are indexed to the (111), (200),
and (311) according to JCPDS card number 01-075-0253 (ref. 52)
and 46.9°, indexed to (200) according to JCPDS card number 03-
1050 (ref. 56) to the Fe;4,Cug2,C0011S phase’s planes, con-
firming the formation of a stable multimetallic sulfide struc-
ture. Similarly, the CuO nanoparticles sample showed
characteristic peaks at 26 angles of 32.5°, 35.56°, 38.71°, 48.99°,
53.63°, 58.43°, 61.59°, 66.01°, 68.21°, 72.59°, and 75.60°, cor-
responding to the (110), (—111), (111), (—202), (020), (202),
(113), (311), (221), (311), and (—222) planes, respectively,
according to JCPDS card number 01-080-0076,”” which are
consistent with the crystalline structure of copper oxide. The
composite Feg ;CUp22C00.11S/CuO displayed diffraction peaks
at 26 angles of 29.5°, 34.2°, 38.71°, 46.9°, and 58.5°, indexed to

the (111), (200), (111), (200), and (311) planes of
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Fig. 3 SEM images at various magnifications and elemental area maps of
CuO (U5).

Fep.67Cup 22C00.11S and CuO. It is worth noting that peaks shift
at low and higher angles, which is consistent with the other
reported literature and basic understanding of nano-
composites. Moreover, these results suggest that the nano-
composite material successfully integrates the CuO phase into
the Feg 7Cu2,C00.11S matrix while maintaining its crystalline
framework.

Moreover, in order to examine the functional groups of
pristine and nanocomposite samples, i.e., Fey¢;Cug22C00.11S,

9822 | RSC Adv, 2026, 16, 9817-9833

(al-a7) FeO 67CUO 22COO 1]_5 (b1-b5) CuO, (c1-c8) FeO 67CUO 22COO 113/

CuO, and Feq 6,Cug ,,C00.11S/CuO nanocomposites, FTIR anal-
ysis was conducted within the wave number range of 500-
4000 cm™ ", see Fig. 4(b). The FTIR spectrum of Fegs,Clg zo-
Co, 1S exhibited a broad band at 3009 cm ™!, attributed to O-H
stretching vibrations from surface hydroxyl groups and adsor-
bed water molecules. In contrast, the band at 1740 cm™*!
corresponds to C=O stretching vibrations, likely originating
from surface carbonyl groups or residual organic species.”® A
distinct band at 1050 cm ™ is assigned to C-O stretching modes

© 2026 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d5ra09004k

Open Access Article. Published on 19 February 2026. Downloaded on 4/15/2026 7:34:00 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

(a)

a11)
(200)
(111)
(200)
(311)

(111)

FeCuCoS/CuO

(111)

— CuO
FeCuCoS

(-202)

Intensity (a.u)

Q‘""

(113)
(311)
(221)

- s g
t R 8 g
*ﬁWNMnMVwA“*hkNAMMwnh. A ¢*N3 st ot ormn]
T * T v T » T ¥ T X T ¥ T *
20 30 40 50 60 70 80 90
20 (degree)

Fig. 4

coupled with metal-oxygen vibrations,” and the strong
absorption at 609 cm ™' corresponds to Fe-S/Co-S stretching,
confirming the presence of transition metal sulfide bonds.* In
the case of CuO, the bands at 624 cm ' and 784 cm ™' are
characteristic of Cu-O stretching vibrations,** while the O-H
stretching at 3009 cm™' further supports hydroxyl group
adsorption.®> For the Fe,s,Cu(2,C0011S/CuO composite, all
characteristic peaks of both sulfide and oxide phases are
present: the O-H stretching at 3009 cm ™", C=0 stretching at
1749 cm™ ", C-O stretching at 1050 cm ™", polysulfide vibrations
at 609 cm ™', and Cu-O stretching at 784 cm ™', indicating the
coexistence of both structural units. The simultaneous presence
of these distinct vibrational features confirms the successful
incorporation of CuO into the Feq s,Cug ,,C00.11S matrix.

3.2 Electrochemical analysis of a three-electrode assembly

Cyclic voltammetry (CV) helps confirm the electrochemical
behavior by measuring intrinsic electrochemical properties over
a potential range of 0-0.7 V. The CV curves obtained in a three-
electrode setup with a 1 M KOH electrolyte were analyzed over
scan rates from 3 to 50 mV s~ . The analysis considers scanning
speeds ranging from 3 to 50 mV s, as shown in Fig. 5.

With an increase in scan rate from 3 mv s~ ' to 50 mV s}, all
samples show that their oxidation peak shifts towards higher
potentials, which can be attributed to a lag in the diffusion of
electroactive species, and the fast alteration of potential,
creating a higher charge-transfer resistance that requires
greater energy for oxidation to occur. Moreover, the reference
sample, U1, ie., Feys,Cug2,C00.11S, exhibited unique redox
peaks in its cyclic voltammogram. Fig. 5(a) shows how the CV
curves of Ul appear at different scan rates, showing narrow
oxidation and broader reduction curves. Similarly, the CV
profiles of pristine CuO (abbreviated as U2), at various scan
rates, see Fig. 5(b), indicate its battery-grade behavior: with an
increase in current response proportional to the rise in scan rate
from 3 to 50 mV s, indicating good rate capability. This

© 2026 The Author(s). Published by the Royal Society of Chemistry
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(a) XRD patterns (b) FT-IR spectra of Feg g7CuUg 22C0g 11S, CuO, and Feg ¢,Cug 22C0g 11S/CuO.

indicates they have a faradaic charge storage mechanism,
typical characteristics of battery-type electrode materials. These
faradaic redox peaks further arise from reversible redox actions
between electrolytic ions and active electrode materials. This
was reflected by anodic and cathodic currents present in each
scan. However, it must be noted that the maximum oxidation
current of U1 is higher than that of U2, indicating CuO can only
enhance the performance of U1 by creating optimal conductive
channels and mesoporosity.

Furthermore, the reference sample U3, ie., Feg¢,Cug -
C00.11S/CuO (having a 3:1 weight percentage ratio) nano-
composites, exhibited a cyclic voltammogram with unique
redox peaks. Fig. 5(c) shows how the CV curves of U3 appear at
different scan rates, showing oxidation and reduction peaks,
evidently proving the faradaic reactions to take place upon the
application of voltage. The area enclosed by the CV curves for U3
is reduced in comparison to Ul, indicating non-optimal
conductive channels formation; thus, it decreases the charge
storage capacity. Similarly, the CV curves of U4, U5, and U6,
having4:1,5:1,and 6: 1 weight percentage ratios, see Fig. 5(d-
f), exhibit a distinct pair of broad, symmetric faradaic redox
peaks.”” Among all nanocomposite electrode materials, the
change in peak intensity and shape is due to different Feg g,-
CUy,,C00.11S : CuO ratios (4:1, 5:1, and 6: 1), which affect the
active surface area and electronic conductivity of the electrode
material. In addition, U5 stood the best and material of interest
since it achieved the highest area under the CV curves and the
largest oxidation peak currents, clearly suggesting its highest
capability to store relatively maximum energy in comparison
with other electrode materials.

Galvanometric charge-discharge (GCD), see Fig. 6(a-f), was
studied for various electrode materials, ie., U1-U6, at 0.7-
6 A g ' within the potential window of 0-0.5 V. They show non-
linear charge-discharge profiles for all the electrodes tested,
indicating the faradaic redox reactions other than pure elec-
trostatic double-layer storage.*>** As a result, the total discharge
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electrode assembly.

time of U1, U2, U3, U4, U5, and U6 were 256.3 s, 8.4 s, 635.1 s,
857.4 s, 1005 s, 480.5 s, respectively. This clearly indicates that
U5 outperforms other electrode materials. The final consistency
observed in GCD profiles was also scaled among the current
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densities, confirming even further the high reversibility and
good electrochemical stability of these electrodes. In other
words, these results show that these electrodes are possible
candidates from the viewpoint of efficient redox activity for
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battery-type behavior, as shown in Fig. S2, suitable for high-
performance energy storage applications.

3.2.1 Comparative analysis of various electrodes. The
comparison of CV curves of various electrodes, see Fig. 7(a),
reveals that all electrodes, except for U2 (CuO), exhibit quasi-
rectangular shapes with distinct redox features, confirming
the contributions of an EDLC pseudocapacitive mechanism,
i.e., hybrid behavior. Among the samples, U5 shows the largest
enclosed areas, indicating higher charge storage capability. In
contrast, pristine CuO displays the lowest current response and
smallest integrated area, reflecting poor electrochemical
activity. The GCD profiles, see Fig. 7(b), further confirm these
trends. All electrodes demonstrate nearly symmetric charge-
discharge patterns, signifying good reversibility of the electro-
chemical process. The discharge times are significantly longer
for U5, corresponding to their higher specific capacitance
values, while U1 and U2 exhibit much shorter discharge dura-
tions, confirming their relatively weak charge storage ability.
EIS was performed in a three-electrode cell setup with
a frequency range of 1-100 000 Hz to evaluate the electrode-
electrolyte interfacial resistance, as well as the charge-transfer
mechanism. Fig. 7(c) displays the Nyquist plot of U1-U5
samples, with an inset demonstrating the spectra of the high-
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Fig. 7 (a) CV comparison at 10 mV s™
various current densities for U1-U6.
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frequency region. The series resistance (R;) was represented
by the X-intercept in the high-frequency region of the EIS plot,
as shown in the inset, and it contains the electrode resistances,
electrode-electrolyte interface resistance, and electrolyte resis-
tances. The Ry values in U1-U6 were found to be 6.2 nQ, 7.7 nQ,
1.2 pQ, 32 pQ, 0.62 pQ, and 2.05 Q respectively, exhibiting
a smaller R, value in U5. Also, U5 exhibits a smaller semicircle
behavior, implying lower charge-transfer resistance (R.) in the
high-frequency region. Additionally, in the low frequency
region, the Wy is represented by a vertical straight line, which
arises from OH™ ion diffusion in the electrolyte. U5 shows
a lower Wy value, as it aligns more vertically with the Y-axis
compared to the other electrodes. In the low-frequency region,
the rate of diffusion of electrolyte ions within the electrode
material is also inversely proportional to the length of the EIS
spectrum line. The ability to transfer the OH ions more rapidly
within the U5 electrode material is explained by a shorter ion
diffusion path. This confirms that U5 exhibits superior
electrochemical performance, as demonstrated by its higher
electrical conductivity. The results of EIS measurements align
well with those from CV and GCD, indicating that the U5 elec-
trode material achieves optimized electrochemical performance
in the three-electrode setup.
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Fig. 8 (a) Three-electrode assembly tested CV of activated carbon and U5 at 10 mV s~ scan rate, (b) optimal potential window graph of U5 for
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The specific capacitance for each electrode was calculated
using eqn (2) and (3), and GCD curves at different current
densities. Fig. 7(d) shows that for all samples, the specific
capacitance value showed an inverse relation with current
densities, which can be ascribed to the insufficient time avail-
able for the ions to reach the active sites of electrode materials.
As a result, U1, U2, U3, U4, U5, and U6 indicated specific
capacitances of 358.82 Fg~',11.7 Fg ™', 889.14 F g ', 1200.36 F
g7', 1407 F ¢ ', and 672.7 F g~ ', respectively, at the 0.7 A g~*
current densities. The graph indicates that pristine U1, ie.,
Fe.67Cu022C00.11S electrode material, shows a bit higher
specific capacitance than U2 (i.e., CuO); however, it is still
inferior to any of its nanocomposite electrode materials (i.e.,
U3-U6), clearly suggesting the nanocomposites potentially
possess much better prospects in advanced energy storage and
battery-related applications.> In addition, as U2 shows
a minimal specific capacitance compared to Ul, the higher
specific capacitance of U3-U6 signifies that it can predomi-
nantly be attributed to the conducting channels and optimal
mesoporosity introduced due to the composite formation by
combining U1 and U2 in different ratios. More importantly, it
indicates that U5 outperforms pristine as well as all other
nanocomposite electrodes by showing the comparatively high-
est specific capacitance value of 1407 F g~'. This points to an
ideal composite formation that facilitates excellent charge
storage and fast redox kinetics. Moreover, interestingly, U5
showed excellent capacitance retention even at higher current
densities, ensuring that it remains superior in terms of rate
performance compared to other compositions.

9826 | RSC Adv, 2026, 16, 9817-9833

3.3 Electrochemical analysis of the asymmetric
supercapacitor device

According to the literature, the best-performing electrode in
a three-electrode assembly is chosen for further electrochemical
analysis in a two-electrode assembly to devise its practical
applicability in real-time applications. For this, herein we
analyzed our best-performing electrode materials, i.e., U5, in
a two-electrode assembly using its asymmetric supercapacitor
device. It was comprised of U5 as the positive electrode, acti-
vated carbon (AC) as the negative electrode, alpha-cellulose as
the separator, and 1 M KOH solution in DI water as the elec-
trolyte. Based on previous studies, the AC electrode and the best
performing electrode material (U5), as shown in Fig. 8(a), are
analyzed in three electrode assemblies in order to show their
behavior, ie., EDLC/pseudo/hybrid/battery-grade. Fig. 8(a)
shows a characteristic rectangular-looking CV curve within 0 to
—1.0 V, typical of EDLC behavior, while the U5 electrode
exhibited notable redox peaks in the range of 0-0.7 V, charac-
teristic of faradaic-type behavior. Electrode mass ratios, active
material loading, and charge balance calculations and their
results are shown in the table. ST1 is used for asymmetric
supercapacitor device construction to ensure reliable and
reproducible device electrochemical performance.®* U5, as
shown in Fig. 8(b), was observed to display enhanced potential
windows of 0-1.7 V with quasi-rectangular and redox charac-
teristics, thus confirming the hybrid nature of the super-
capacitor. Furthermore, CVs at scan rates of 2-60 mV s~ ', see
Fig. 8(c), retained their shape even at higher scan rates, high-
lighting the good reversibility, rate capability, and

© 2026 The Author(s). Published by the Royal Society of Chemistry
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electrochemical stability of the device. The GCD profiles of their
asymmetric supercapacitor device, ie., U5||AC, presented in
Fig. 8(d), were evaluated at varied current densities (0.5-6 Ag™")
over the operating voltage window of 0-1.6 V. The discharge
curves are, however, slightly non-linear, suggesting the coexis-
tence of capacitive and faradaic storage mechanisms. Using eqn
(2) and the maximum discharge time at 0.5 A g~ " in Fig. 8(d),
a very high specific capacity of 311 C g~ ' was delivered by the
asymmetric  supercapacitor device. Nevertheless, with
increasing current density, there was a gradual decrease in the
discharge time, which is typical for hybrid supercapattery
systems and might be because of the insufficient availability of
time for the ions to reach the active sites of electrode materials.
The electrochemical impedance spectroscopy (EIS) was further
conducted before and after the cycling stability for 3000 cycles,
and their Nyquist plots are represented in Fig. 8(e). The device
showed low series resistance (R;) before stability, i.e., 0.83 Q,
and a slightly increased value of 1.03 Q even after prolonged
3000 charge-discharge cycles, showing a minimal increase in
internal resistance and slightly decreased capacitance retention
prospect (see Fig. 10(c)). The high-frequency region semicircle
represents charge-transfer resistance, while the straight line in

© 2026 The Author(s). Published by the Royal Society of Chemistry

the low-frequency region reveals excellent ion diffusion capa-
bility. These results further confirm that the device on U5||AC is
an electrochemically reliable, low internal resistance, and
highly potential candidate for next-generation energy storage
devices.

3.3.1 Capacitive and diffusive nature analysis. Further-
more, the semiempirical (Dunn's model) approach was
employed to further scrutinize the hybrid SC performance. The
asymmetric device (U5||AC) consists of both diffusive and
capacitive electrodes, which exhibit faradaic (reversible redox)
and non-faradaic (ionic adsorption and desorption)
phenomena. The cumulative current i) achieved from the real
device is the combination of both diffusive i (Faradaic reac-
tions) and capacitive iy, (non-Faradic reactions); therefore,

Ivy = iF) T lnF) (6)

Capacitive contributions result from non-Faradic reactions;
therefore,

i(np) = K]V (7)
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where k, is the arbitrary constant and v is the sweep rate (mV
s~ ). Faradaic reactions i) reveal both diffusion (contribution
obtained from inside bulk reactions (i) as well as capacitive-
controlled reaction from the surface (i), ie.,

ey = lis) + i) (8)
S . 12
LF) = Iy + Lp) = KaV + KbV (9)
where i(; mimics the diffusive contribution (K,v'?) and reflects
the capacitive part K;v. By substituting eqn (7) and (9), eqn (6)
will be,
. 12
iy =Kiv+ K,y + Kpy (10)
By uniting the capacitive terms (K; + K, = K,), we obtain:
(11)

i = Ky + Kp'?

Dividing both sides by v"/* eqn (11) yields:
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i(") _ KCV1/2+K],

- (12)

Eqn (12), slope-intercept form, is particularly important
because by plotting i,)/v'/* against v?, the K, (slope) reveals the
capacitive (non-faradic/EDLC) behavior percentage, while its K},
(intercept) indicates the diffusive (faradaic/pseudocapacitive)
behavior percentage.®® A similar method was used to identify
the capacitive and diffusion contributions of the U5||AC hybrid
supercapacitor device; see Fig. 9(a). The analysis shows
a 51.31% capacitive-contribution and 48.68% diffusive-
contribution at 10 mV s, indicating capacitive-dominant
behavior of the supercapacitor device. The experimental CV
curve i) = Ko + Kyv''? is represented by the black-shaded
region, while the capacitive-controlled contribution i,p) = Kv
is depicted by the red-shaded region inside the CV curve.
Fig. 9(b) illustrates a bar chart at various scan rates showing the
percentage contribution of diffusive and capacitive-controlled
reactions in the entire device. The capacitive contribution

© 2026 The Author(s). Published by the Royal Society of Chemistry
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increased with the rise in voltage sweep rate because there was
insufficient time for the charges to diffuse into the active
material. At 10 mV s™', the U5||AC supercapacitor device
showed a capacitive contribution of 51.31%, which increases to
70.21% at a scan rate of 50 mV s~ .

To further validate the nature of the supercapacitor device,
power-law fitting yielded b-values that are usually calculated.
The b-value fitting was performed at several voltages between
0.85 and 1.5 V to determine the potential-dependent kinetics of
the asymmetric hybrid device. Since capacitive-controlled and
diffusive-controlled contributions vary with applied voltage, b-
value fitting was used at several voltages to provide a more
reliable charge-storage mechanism rather than a single poten-
tial. It is worth noting that if the value of b is approximately
equivalent to 0.5, the device is considered as purely a battery-
type supercapacitor device; if its value is 1, it signifies the
pure capacitive-type supercapacitor device; if its value is inter-
mediate and ranges from 0.5 to 0.8, it is considered as a hybrid-
type supercapacitor device. Furthermore, the b-value fitting at
several voltages between 0.85 and 1.5 V is presented in Fig. 9(c).
The calculated b-value of our device ranges from 0.71 to 0.80,
revealing a hybrid supercapacitor device. Additionally, the b-
values obtained for U5||AC support our claim that it is a hybrid-
type of supercapacitor device.

3.3.2 Ragone plot and stability analysis. As depicted in
Fig. 10(a), the device displayed a substantially higher specific
capacity of ~311 C g~ " at a current density of 0.5 A g~ *. While at
6 A g7, it outstandingly maintained ~127 C g™, confirming
good rate capability. The power as well as energy densities were
then fully evaluated, and a Ragone plot, as shown in Fig. 10(b),
was plotted. The fabricated device showed excellent perfor-
mance with an energy density of ~70 Wh kg™ ' and a power
density of ~800 W kg™ at 0.5 A g~ *. Notably, it maintained an
energy density of ~28 Wh kg™ " even at a higher current density,
ie, 6 A g ', while sustaining an incredible power density of
~4800 W kg~ '. Fig. 10(c) demonstrates the long-term cycling
performance of the device, putting on display a steady capaci-
tive retention of ~92.86% coupled with almost constant
coulombic efficiency of 97.1% after 3000 GCD cycles, revealing
highly reversible charge-discharge processes, negligible side
reactions, excellent stability, and energy utilization. Hence,
these results validate the remarkable durability, reversibility,
and field application potentials of the fabricated electrode
material.

3.3.3 Comparison with literature. Table 1 highlights
a comparative analysis of various reported electrode materials,
clearly demonstrating the competitive performance of U5 (i.e.,
Fey.67Cuy 22C00.11S/Cu0, having a 5: 1 weight percentage ratio,
respectively). Unlike conventional NiCo,0,, NiCo0,S,4, and CuS-
based electrodes, which often suffer from moderate energy
densities (=30-36 Wh kg™') or poor long-term stability,
Feg.67CU 2,C00.11S/CuO electrode delivers a remarkably high
energy density of 70 Wh kg~ " at a power density of 100 W kg,
and still sustains 28 Wh kg™ ' even at a much higher power
density of 4800 W kg~ '. Moreover, the electrode exhibits
excellent durability, retaining ~92.86% of its capacitance over
3000 GCD cycles, which surpasses or matches the stability of
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many previously reported systems. These results underline the
superior electrochemical reversibility and robustness of our
synthesized material. Therefore, the Fe,q,Cug2,C0¢11S/CuO
electrode stands out as an efficient and durable candidate for
advanced supercapattery applications, offering an advanta-
geous balance between energy density, power density, and
cycling stability compared to existing literature reports.

Supercapacitors, considered a potential energy storage
device, can address the long-awaited problem of the energy
crisis by storing energy for efficient, rapid, and sustainable
utilization across diverse applications ranging from portable
electronics to large-scale power systems. Herein, we have
prepared a novel nanocomposite material via a novel
ultrasonication-assisted solvothermal approach, combining the
nanoparticles of Fe, 6;Cu0.2,C00.11S and CuO in different weight
percentage ratios. X-ray diffraction, scanning electron micros-
copy, and Fourier transform infrared spectroscopy analyses
confirmed the successful synthesis of the targeted nano-
composites. Electrochemical evaluation revealed that the 5:1
composition (denoted as U5), identified as optimal material,
exhibited a remarkable specific capacitance of 1407 F g ' at
0.7 A g%, corresponding to enhancements of 3.9-fold and 120-
fold compared to pristine Fey ,Cuy.2,C0.11S and CuO, respec-
tively. Furthermore, the asymmetric supercapacitor device
based on U5 demonstrated superior electrochemical perfor-
mance, delivering a specific capacityof 311 Cg 'at0.5A¢ ', an
energy density of 70 Wh kg™, a power density of 4800 W kg™*,
a coulombic efficiency of 97.1%, and a long-term cycling
stability of 92.86% after 3000 cycles. Dunn's model analysis
indicated that charge storage was predominantly capacitive
(51.3% at 10 mV s '), while power-law fitting yielded b-values
between 0.71 and 0.80, signifying hybrid supercapacitor
behavior. These results underscore Fej¢;Cug ,C0g11S/CuO
nanocomposites’ potential as durable and high-performance
materials for advanced energy storage applications.

4 Conclusion

Novel nanocomposites, combining the nanoparticles of Feg ¢,-
Cuy22C00.11S and CuO in different weight percentage ratios,
were synthesized using an ultrasonication-assisted sol-
vothermal approach. The XRD, SEM, and FTIR results
confirmed the successful preparation of pristine as well as
nanocomposites. Electrochemical evaluation revealed that the
nanocomposites containing 5 wt% of Fe; ¢,Cug.,C00.11S and
1 wt% of CuO (denoted as U5), exhibited a remarkable specific
capacitance of 1407 Fg~"at 0.7 Ag~", due to an optimal balance
between redox active sulfides content and CuO-induced inter-
facial stabilization. Lower ratios such as 3:1 and 4:1 suffer
from increased resistance caused by CuO as CuO forms stable
heterointerfaces with FeCuCoS while higher ratio such as 6:1
lacks sufficient structural buffering and cannot retains its
structure over long cycling In addition, the asymmetric super-
capacitor device of similar electrodes showed superior energy
density, power density, coulombic efficiency, and long-term
cycling stability of 70 Wh kg™, 4800 W kg™', 97.1%, and
92.86% after 3000 cycles, respectively. Dunn's model and power-
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law fitting analysis indicated its hybrid supercapacitor behavior
with dominance of capacitive nature, i.e., 51.3% at 10 mV s~ ",
Overall, U5 is a novel, durable, and high-performance material,
which has great potential for utilization in advanced energy

storage applications.
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