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Enhanced electrochemical performance of a-
MoOz/graphene nanocomposites prepared by an in

situ microwave irradiation technique for energy
storage applications
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Nanoparticles of a.-molybdenum oxide (a-MoO3) are directly grown on graphene sheets using a surfactant-

free facile one step ultrafast in situ microwave irradiation method. The prepared a-MoO= and a-MoO=/G

nanocomposites are analysed by different characterization techniques to study their structural,

morphological and optical properties. Transmission electron microscope images reveal the intercalation

of three dimensional (3D) a-MoOsz nanoparticles into 2D graphene sheets without any agglomeration.

The electrochemical results exhibit improved performance for the a-MoOs/G composite electrode
compared to pristine a-MoOz owing to its structural superiority. The specific capacitance (C) values of

the a-MoQ3z/G composite and pristine a-MoOsx are measured to be 483 and 142 F g~* respectively at
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a current density of 1 A g™%. The a-MoOs/G composite maintains a very strong cyclic performance after

5000 cycles. The capacitance retention of the composite electrode shows stable behavior without any

DOI: 10.1039/c9ral0873d degradation confirming

rsc.li/rsc-advances supercapacitor applications.

1. Introduction

Electrical energy constitutes the primary form of energy
consumption and the most significant secondary energy source.
However, energy storage provides well advanced methods for
enhanced grid reliability applications and electrochemical
energy storage/release is driven by electrons and ion charge-
discharge. Among the different energy storage systems, elec-
trochemical capacitors are considered to be very reliable for
supercapacitor systems and conversion technologies, having
high energy density and power density with lengthy cycle life
compared to conventional capacitors and batteries. They can be
used for various kinds of applications like security, hybrid
vehicles and power back-up.' Transition metal oxide (TMO)
based supercapacitors exhibit much higher specific capacitance
and lower electrochemical stability than the conventional
carbon related materials and conducting polymers.** Among
them molybdenum trioxide (MoOs3) has fascinated with unique
properties such as low cost, non-toxicity, high electrochemical
activity and better environmental safety than other transition
metal oxides.” It has rich polymorphism, structural flexibility
and rigid two dimensional (2D) layered structures. The MoOj3
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its suitabilty as an enduring electrode material for high-performance

can be categorized into three polymorphs such as (i) ortho-
rhombic (a-M00Oj3), (ii) monoclinic (m-MoOj3) and (iii) hexagonal
(h-Mo003).? The orthorhombic crystal system is thermodynami-
cally more stable and highly desirable phase owing to its double
layer structure and anisotropic growth.® This layer of a-MoO;
simplifies the intercalation of outer ions between binary layers,
which are significant for supercapacitor performance.'*'
However, the lack of electrical conductivity and structural reli-
ability under the electrochemical reaction will affect the charge-
discharge rate and the long-term cyclic stability of the device.”
The commercial application of «-MoO; for supercapacitor
construction is restricted owing to poor electrical conductivity
and oxidation and reduction process with narrow potential
window.™ To increase the electrical conductivity, stability and
specific capacitance, a-MoO; can be decorated or doped with
various materials.

Graphene has gained considerable attention as the cham-
pion material with two-dimensional (2D) carbon layers for
powerful energy devices because of its high electrical conduc-
tivity, flexibility, mechanical strength, high chemical stability
and broader electrochemical window.**** However, graphene
composed of stacked layers tends to be restacked into
“graphite” due to the strong van der Waal's attraction during
the synthesis process, which leads to small penetration of
electrolyte into graphene sheets restricting the active surface
area.”® The metal oxide/graphene composites reveal higher
specific capacitance with enhanced rate capability, outstanding
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electrochemical stability and higher energy density at low scan
rate.”* The overall specific capacitance of the nanocomposite
exceeds the values of graphene and metal oxide, indicating
a positive synergistic effect of both metal oxide and graphene
with improved the electrochemical properties.

Recently, attempts have been made to synthesis metal oxide/
graphene composites as electrode materials for super-
capacitors. Several groups have reported MoOj;/graphene
composites, such as MoO; nanodots deposited on multiwalled
carbon nanotubes,*> MoO;/PANI coaxial heterostructure nano-
belts,”® Mo0O;-x nanobelt/carbon nanotube®* and MoO;-GAs
hybrids> for supercapacitor electrodes. For the preparation of
a-MoO;/graphene composite surfactants were commonly used,
which leads to reduced specific surface area for the composite
by restricting the absorption of ions on the surface.**® The a-
MoO;/graphene composite, without the surfactant, provides the
most effective transport path for the transfer of ions between
electrode materials, to improve the supercapacitor perfor-
mance. The MoOs/graphene can also enhance the cyclic
stability and power density of the supercapacitor. In most of the
literature a-MoOj3/graphene nanocomposite has been prepared
by conventional methods such as hydrothermal and sono-
chemical methods; however, these methods are time-
consuming and difficult to control the morphology. Whereas,
in situ microwave method can be used as an efficient method,
which leads to rapid heating to achieve the desired temperature
in a short time and boosts the reaction mobility.”” Microwave
irradiation method is adopted in industries as well as in
domestic applications owing to the efficient and fast transfer of
energy and influence on the size, shape and morphology of the
prepared material. This technique provides single step, non-
toxic, high yield for the preparation.?®*® Facile and inexpen-
sive preparation methods are to be envisaged to synthesize o-
MoOs;/graphene to achieve good specific capacitance for
supercapacitor applications. Compared with conventional
methods, microwave preparation method raps off all limita-
tions and improves the characteristics of the synthesized
materials. However, the in situ microwave method is rarely used
to synthesis a-MoO;/graphene nanocomposite. Therefore in the
present work, a-MoOj/graphene nanocomposites have been
synthesized via an in situ microwave irradiation technique
without using any surfactant. The electrodes prepared by this
technique possess improved electrochemical properties with
longer cyclic stability. The higher values of energy density and
power density with promising coulombic efficiency reveal that
the composites can be used as potential electrodes for asym-
metric supercapacitor applications.

2. Experimental

2.1 Preparation of MoO;/G nanocomposite and electrode
material

The modified Hummer's method was followed to synthesize
graphene oxide (GO) from natural graphite powder.* For the
preparation of composite by microwave irradiation method,
80 mg of graphene oxide was mixed in distilled water through
ultra-sonication for 2 h to attain the homogeneous solution. To
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this solution 0.1 M of hexa-ammonium molybdate tetrahydrate
((NH4)6Mo0,0,,4-4H,0) was added. After stirring for 30 min, 3 ml
HCI solution was added drop-wise with continuous stirring. The
obtained solution was transferred to the microwave oven
maintained at 850 W for 5 min. with this mixture 3 ml of H,O,
was added and stirred for 10 min. The centrifugation followed
by washing with water and ethanol yielded the product, which
was vacuum heated for 12 h. The crystallinity of the product was
improved by annealing at 650 °C for 3 h.

For electrochemical studies, a three electrode configuration
was used. The working electrode was prepared by mixing the a-
MoO;/graphene composite, Nafion and ethanol in the weight
ratio of 8 : 1 : 1. For the fabrication of asymmetric two electrode
cell, «-M0O3/G material was mixed with activated carbon and
polyvinylidene fluoride (PVDF) binder in the ratio of 8:1:1.
This was mixed with N-methyl-1-2 pyrrolidone (NMP) and
pasted onto a nickel plate current collector (1 x 1 cm?®) and
dried for 4 h at 120 °C. The electrodes were prepared with mass
loading of 6 mg cm™> using PTFE membrane as the separator.

2.2 Characterization studies

Powder XRD analysis using Miniflux-Rigaku diffractometer
confirmed the crystalline nature. The presence of functional
groups was examined by FTIR spectroscopy using Alfa Bruker
FTIR spectrophotometer. Morphology of the composite was
analysed by SEM (TESCAN, VEGA3) and TEM (JEOL-JEM-2100F).
The binding nature of the composite was studied by Raman
Spectroscopy (HR micro Raman system). Thermogravimetry
analysis (TGA) was carried out using SII-TG/DTA 6300 thermal
analyzer under N, atmosphere. The Brunauer-Emmett-Teller
(BET) surface area of the nanocomposite was estimated using
Quantachrome Instruments (version 6.0). XPS was used to
analyse the electronic states of the samples using Shimadzu
ESCA 3400 spectrometer. The prepared electrodes were ana-
lysed by cyclic voltammetry (CV), chronopotentiometry (CP) and
electrochemical impedance spectroscopy (EIS) using the elec-
trochemical workstation (Biologic VMP3).

3. Results and discussion
3.1 Morphology studies

The schematic of formation mechanism of nanocomposites is
shown in Fig. 1. Hydrolysis of starting material ((NH,)e
Mo,0,,-4H,0) along with graphene oxide (GO) in the presence of
hydrogen hydrate accompanied by microwave irradiation synthesis
leads to the formation of MoO;/graphene nanocomposite.

The SEM results reveal that graphene sheets were composed
of a few thin layers as depicted in Fig. 2(a) and (b). The
composite consisted of large-scale «-MoO; nanoparticles
randomly formed on the surface of the wrinkled graphene
sheets. The images confirmed that «-MoO ; nanoparticles
adhered to the G-surface was positioned at the folds of the
bulge.**** The above inference reveals that the a-MoO; was
intercalated/anchored into G-layers through strong covalent
bonding with carbon structures, which controlled the re-
stacking of G during the reduction process. Fig. 2(c) shows
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Fig. 1 Schematic of the formation of a-MoOs/graphene nanocomposite.

the HR-TEM image of a-M0O;/G nanocomposite after annealing
at 450 °C with crinkles and continuous area, which appears as
a transparent thin film. The results provide strong evidence for
2D graphene sheets decorated with 3D a-MoOj; nanoparticles.
Fig. 2(d) shows HR-TEM image, which provides direct proof for
strong interfacial interaction between a-MoO; nanoparticles

and graphene sheets. Furthermore, G-sheets can prevent o-
MoO; nanoparticles from agglomeration enabling good
dispersion over the surface. The HR-TEM image shows an
average particle size of 64 nm for MoOj; in the composite. The
high-resolution image (Fig. 2(e)) displays the lattice spacing of
0.32 nm corresponding to the (021) plane. Fig. 2(f) displays the

Fig.2 SEM images (a and b) of a-MoO3/G composite and HRTEM images (c and d) of -MoO3/G nanocomposite, (e) lattice fringe pattern of a.-

MoOs nanoparticles and (f) FFT image of the nanocomposite.
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FFT image, confirming the strong crystalline nature of ortho-
rhombic «-MoO; nanoparticles. The intercalation and
anchoring of a-MoO; into the graphene surface allow fast ion
transport, which in-turn improves the electrochemical perfor-
mance of nanocomposite.

3.2 Structural characterization

Powder X-ray diffraction patterns of GO, G, a-MoO; and a-
MoO;/G are shown in Fig. 3A. XRD patterns of GO and G
exhibited two prominent peaks at 26 values of 10.50, 42.25 and
25.60, 43.40 respectively as depicted in Fig. 3A(a) and (b) cor-
responding to (002) and (100) diffraction planes. The diffraction
peaks very well match with JCPDS No. 05-0508, which ensured
the hexagonal crystal structure of graphene with sp> hybridized
carbon atoms.**** Fig. 3A(c) and (d) shows XRD patterns of o-
MoO; nanoparticles with peaks located at 12.5°, 23.3°, 25.6°,
27.2°,29.6°, 34.4°, 35.3°, 39.24°, 46.7°, 49.6°, 54.5°, 55.6°, 59.2°,
65.0°, 68.1°, 73.6° and 77.24° representing (020), (110), (040),
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(021), (130), (140), (041), (060), (061), (002), (221), (112), (241),
(152), (261), (320) and (340) diffraction planes respectively. The
peaks were indexed to orthorhombic structure of o-MoO;
(JCPDS. No. 89-5108). The absence of GO peak at the 26 value of
10.50° strongly supports that GO was transformed to G during
the synthesis process. The characteristic peak of G (25.4°) was
not perceived in the XRD pattern of the «-MoO;/G nano-
composite due to the overlap of a-MoO; peak at 25.6°. The
presence of peaks corresponding to a-MoO; in the composite
confirmed the formation of a-MoO;/G nanocomposite. The
measured crystallite size values from the XRD analysis are
68.5 nm and 34.3 nm for a-MoO; and a-MoOs/G respectively.
The reduced crystallite size of a-MoO;/G nanocomposite is
favourable for better electrochemical performance.

3.3 FTIR spectral studies

FTIR studies carried out to elucidate the functional groups of
graphene, a-MoO; and a-MoO3/G nanocomposite are shown in
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(A) Powder XRD pattern of (a) GO, (b) graphene, (c) a-MoO3, and (d) a-MoOs/G composite, (B) FTIR spectra of (a) graphene, (b) a-MoOsx

and (c) a-MoO3/G nanocomposite, (C) Raman spectra of (a) graphene, (b) a-MoOz and (c) a.-MoOs/G nanocomposite and (D) Thermogravimetry
curves of (a) GO, (b) graphene, (c) a-MoOs and (d) a-MoO3z/G nanocomposite.
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Fig. 3B. The absorption at 1583 cm ' denoted the strong
aromatic ring C=C due to graphitic formation as depicted in
Fig. 3B(a). Besides, the wide peak at 3401 cm™ " might be due to
the O-H stretching vibration of adsorbed water molecules.
Fig. 3B(b) exhibits three emblematic peaks at 995, 862,
585 cm ™' characteristics of a-MoO; nanoparticles. The peaks at
995 and 862 cm ™' are assigned to the Mo=0 bond of a-Mo0O;
phase** and doubly coordinated oxygen (Mo,-O) stretching
mode. The bending vibration of the Mo-O-Mo entity was
assigned to the band at 585 cm ™", whereas the oxygen ions were
distributed over three Mo-O octahedrons in 3D structure.*
Fig. 3B(c) shows the a-Mo00Q;/G composite peak at 3477 cm ™"
representing O-H stretching vibration of absorbed water
molecules. The absorption band appeared at 1638 cm™ " can be
assigned to the aromatic C=C stretching vibration mode. The
graphene absorption band at 1583 cm ' is red shifted to
1638 cm ™' in the composite, which confirmed the formation of
a-MoO; with graphene. Strong a-MoO; peaks are present in the
composite.

3.4 Raman studies

Raman spectra of graphene with D and G band positions at
1332 cm ™' and 1589 cm ™' are shown Fig. 3C(a). The spectrum
of «-MoOj; Fig. 3C(b) displays sharp peaks located at 662, 819
and 993 em ™" corresponding to the stretching vibrations of
n(0O-Mo), n(O-Mo,), n(0O-Mo;).>** The asymmetric stretching
peak at 993 cm™ " is ascribed to unshared oxygen (Mo®'=0).
Symmetric stretching peak at 819 em ™! is attributed to doubly
coordinated oxygen (Mo-O-Mo) stretching mode. The stretch-
ing point at 662 cm ™! is due to triply organized oxygen (O(3)-
Mo) anti-symmetric stretching.’” Additional peaks located at
280, 335, 377 cm ™' are characteristics of o-MoO;. The strong
intensity peaks of terminal M=0O bonds (993 and 819 cm™*)
specify oxygen vacancy during the microwave treatment of o-
MoO;/G nanocomposite.*® Fig. 3C(c) shows the spectrum of a-
MoO3/G nanocomposites with clear D and G bands. The G band
(1595 cm ™) in the composite exhibited red shift compared with
G band of graphene (1589 cm '), revealing the transformation
of GO to G during the microwave treatment process, which was
also confirmed by XPS and FT-IR results.

3.5 Thermogravimetry analysis

Thermal stability of as-prepared GO, G, a-MoO; and a-MoO3/G
nanocomposite was investigated by TGA analysis in air atmo-
sphere. TGA curves showed in Fig. 3D exhibits three steps of
weight degradation. In all samples the initial weight loss
observed in the temperature range from 30 to 150 °C, is ascribed
to desorption of physically adsorbed water molecules. In
Fig. 3D(a) the carboxyl and hydroxyl groups present in the GO
were responsible for the as the second weight loss at 150-
250 °C. Further increasing the temperature, gradual weight loss
was perceived upto 700 °C. Fig. 3D(b) shows that the G attained
gradual weight loss at temperature above 150 °C and a small
weight reduction due to the thermal decay of the carbon skel-
eton upto 700 °C. Fig. 3D(c) and (d) represents the second
weight reduction observed between 200 to 250 °C owing to the

22840 | RSC Adv, 2020, 10, 22836-22847
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nitrates and ammonia decay. The subsequent reduction at
450 °C was due to the dehydration and de-ammonization
process, where the meta-stable hexagonal MoO; undergoes
irreversible phase transition to highly thermodynamically
stable orthorhombic structure.** The curves show linear
plateaus from 350 to 550 °C followed by a strong reduction
owing to the removal of a-MoO; fragments beyond 600 °C.® The
total weight loss for the oa-Mo0O;/G nanocomposite (19%) is
higher compared to G (4%) but lower than the GO (65%) and
pure a-MoO; (35%). The difference in weight loss was due to the
reduction of GO to G, which has significant influence in
enhancing the thermal stability.

3.6 Electronic states

Fig. 4(a) depicts the wide-scan survey spectra of the a-MoOs/G
nanocomposite, which contains Mo, C, and O elements. The
peaks at 233.7, 284.3, 399.7, 416 and 530 eV correspond to Mo
3d, C 1s, Mo 3p3/2, Mo 3p4/, and O 1s respectively, were observed
in a-MoO;3/G composite. Fig. 4(b) shows the deconvoluted
Gaussian 3d peak of Mo and the corresponding oxidation state
of Mo. The deconvolution peaks at 232.0 and 235.1 eV match
with the 3ds,, and 3d,,, of Mo®" oxidation states which are in
agreement with the binding energy of Mo orthorhombic struc-
ture. The XPS results confirm that «-MoO; nanoparticles are
intercalated/anchored on the surface of G.** Fig. 4(c) shows
three deconvoluted Gaussian peaks of @-MoO;/G composite
centered at C 1s peak containing various oxygen-functional
groups like carbonyl groups (C=O0) at 287.2 eV, epoxy/ether
groups (C-O) at 286 eV, and non-oxygenated C-C/C=C at
284.9 eV. The deconvoluted Gaussian peaks of the O 1s spec-
trum can be divided into two binding states of 529.56 and
531.12 eV as depicted in Fig. 4(d).

3.7 BET studies

The prepared a-MoO;/G nanocomposites and o-MoO; nano-
particles were characterized for N, adsorption-desorption
isotherms using BET analysis. The isotherm curves of a-MoO;/G
nanocomposites and a-MoO; nanoparticles illustrated type IV
isotherm and were associated to the mesopores structure. The
specific surface area of the composite and o-MoO; nano-
particles was calculated to be 21.65 and 12.43 m” g~ with pore
volumes of 0.036 and 0.076 cm® g~ ', respectively. Moreover, the
pore size distribution from the BJH result demonstrates that the
composite and pure a-MoO; consists of porous structure with
pore size of 5.7 and 8.9 nm as displayed in Fig. 5(b). The large
surface area with porous structure of composite electrode
provides additional access points to the electrolyte to have large
volume change making it easier for effective charge-exchange at
the electrode/electrolyte interface.*®

3.8. Electrochemical studies

Cyclic voltammetry performance of o-MoO; and o-MoO;/G
nanocomposites was investigated in the voltage window from
0.0 to 1.0 V using three electrodes system in 1 M aqueous
solution H,S0, as illustrated in the Fig. 6. The CV curves of the
a-MoO; electrode recorded at various sweep rates of 5, 10, 25,

This journal is © The Royal Society of Chemistry 2020
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50, 75 and 100 mV s~ ' at room temperature are depicted in
Fig. 6(a). The CV curves of pure a-MoO; shows nearly rectan-
gular shape, signifying the EDLC behavior.* The integral area of
the CV curves increases with increasing sweep rates. The CV
arcs at 100 mV s~ ' with slight distortion from rectangular shape
compared to 5 mV s~ may be due to the kinetics of ion trans-
port mechanism in the electrode material and the small quan-
tity of ions adsorption/desorption at the electrode/electrolyte
interface.*> However, reduced area of the CV curve reveals that
the capacitance of a-MoOj is limited. Fig. 6(b) displays the CV
arcs of a-MoO3;/G electrode exhibiting nearly rectangular shape
with no redox peak, implying an ideal-capacitive behavior.
Shape of the CV arcs was not altered with increasing scan rates,
which manifests the fast charge/discharge kinetics and excel-
lent reversibility. With increasing sweep rates, area of the CV
has increased and at the higher sweep rate, the charge diffusion
could not maintain the difference in the electric field, resulting
in lower specific capacitance. No redox peak is observed in the
CV curves for all scan rates, suggesting that the electrode is
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charged and discharged at a pseudo-constant rate over the
complete voltammetric cycle. The CVs are nearly rectangular for
the composite, indicating the fast charging/discharging
processes.** The CV arcs for a-MoO; and #-MoO3;/G compos-
ites at a sweep rate of 5 mV s~ are compared in Fig. 6(c). The
area of the CV arcs for the composite was higher than the pure
a-MoO; electrode. The high electrical conductivity of G
combined with a-MoO; nanoparticles effectively increases the
conducting pathways for the ions and reduced EDL capacitance,
thus increasing the integral area of CV for the a-MoO;/G elec-
trode. In addition, composite displays large contact area for the
electrolyte ions, which increases the capacitance by reducing
the distortion. The synergistic effect of the complementary
properties of both the metal oxide and the graphene improved
the specific capacitance of the a-MoO3/G.

Fig. 7(a) depicts the charge-discharge curves of a-MoO; at
different current densities ranging from 1 to 5 A g ' with 1 M
H,SO, electrolyte in the potential range 0-1.0 V. The charge-
discharge results represent nearly symmetric and triangular
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shape without internal resistance (IR) drop. Due to the excess of
charge at the interface, a gradual increase in the discharge time
occurs with reducing current density. Solvated ions might
reduce the actual surface area of the aggregated nanoparticles
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and reduce the charge-discharge period of pristine a-MoO;
nanoparticles. Charge-discharge curves of a-MoO;/G shown in
Fig. 7(b) were identical and nearly symmetrical, suggesting
a higher reversibility owing to the existence of both EDLC and
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Fig.7 Chronopotentiometry curves of (a) a-MoOs, (b) &-MoOs/G composite electrode at different current densities (c) comparison CP curves
(d) specific capacitance of a-MoO3z and a-MoO3/G composite at different current density. (e) Cyclic stability of &.-MoOz/G and a-MoOs elec-
trodes and inset shows the stability for a few cycles and (f) EIS spectra of the nanocomposite and inset shows the equivalent circuit.
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Table 1 Electrochemical parameters of MoOs/graphene nanocomposite electrodes reported by various research groups
Specific Number  Cyclic Energy density ~ Power density
Electrode material Preparation technique  capacitance (Fg~')  of cycles  retention (W hkg ) (kw kg™ Ref.
a-MoO;/G Hydrothermal 360.00 1000 100% — — 8
Graphene/MoO; Hydrothermal 362.32 10 — — — 26
MoO;/r1GO Hydrothermal 486.00 1000 92% — — 46
MoOj;/carbon cloth Magnetron sputtering 240.00 5000 78.8 — — 47
MoO;-rGO Microwave 543.00 4000 85 36.2 0.535 29
MoO;3;/GO/MWCNTs/G  Electrodeposition 473.00 2000 86.8 — — 48
technique
Molybdenum oxide/ Hydrothermal 148.00 5000 82 51.91 0.838 49
graphene aerogel
a-MoOj3/graphene In situ microwave 483.00 5000 100% 12.35 2.67 Present
irradiation work

pseudocapacitance behavior of the electrodes for the fast
charge-discharge process. With increasing current density, the
charge-discharge response time increases without any signifi-
cant variation in the shape of CP curves, representing the better
rate performance. No IR drop was observed during the
discharge confirming the higher electrical conductivity of o-
MoO3/G composite. The comparison of CP curves of two elec-
trodes at a constant current density of 1 A g~ " is shown in
Fig. 7(c). The charge-discharge time of a-Mo0O;/G electrode was
much faster than the a-MoO; electrode. The charge storage
process has been improved by the intercalation of a-MoO; ions
on the graphene surface.’>** The composite electrode exhibited
lower internal resistance due to higher dual capacitive behavior.
The specific capacitance (Cs) was calculated from CP curves
using the relation:

Cs=1x Atlm x AV (1)

where I - is the discharge current, AV - is the potential window,
t - is the discharge time, and m - is the mass of electro-active
material.** The calculated specific capacitance values of o-
MoO;/G electrode were 483, 354, 268, 190, 151 F g~ " and o-
MoO; electrode were 142, 89, 56, 23, 14 F g’1 respectively at
different current density values. The evaluated specific capaci-
tance values of prepared composite electrode materials were
compared with earlier reported values as given in Table 1.

The variation of specific capacitance values with current
density obtained from the CP curves are shown in Fig. 7(d). The
specific capacitance values decrease with increasing current
density, owing to slow rate of the redox reaction. At high current
density, the diffusion of ions into the pores of the electrode
material is controlled by the electrode surface. Additionally, the
a-MoO; nanoparticles support the short diffusion path lengths
of electrolyte ions in the vertical direction and provide the
transport pathways for electrons in parallel and potentially
tailor the gap between each graphene layer to allow more elec-
trolyte ions to penetrate into the composite material.>® The
retention of the composite electrode material studied from CP
analysis for 5000 cycles is depicted in Fig. 7(e). The capacitance
of the composite increases with increasing cycles and attained

22844 | RSC Adv, 2020, 10, 22836-22847

100% cyclic retention upto 5000 cycles. However, the pristine o-
MoO; electrode shows retention of 60% for the same current
density. The cyclic retention of composite electrode was higher
than o-MoO; nanoparticle based electrodes due to tightly
attached stable layered structure of a-MoO; nanoparticles with
G sheets. The porosity and large surface area of graphene
provide large amount of stored charges and ensure the fast
transport of ions during charging/discharging process. The 2D
structure of graphene is physically and chemically stable for the
multiple intercalation/deintercalation that provides long cycle
lifetime. It is proposed that the graphene supports in two
aspects for the higher specific capacitance and longer cycle life
for a-MoO; composites. First, the graphene sheets serve as
a conductive matrix to promote fast faradaic charging and dis-
charging of o-MoO; nanoparticles. Second, the graphene
inhibits aggregation of a-MoO; nanoparticles, preserving the
high surface area interface between the a-MoO; nanoparticles
and the electrolyte.**

The mechanical stability of the a-MoO;/G composite is due
to the fact that the electrochemical double layer capacitance has
higher retention than the pseudocapacitance.”® The inset in
Fig. 7(e) shows a few charge-discharge cycles of a-MoO;/G
electrode material. The coulombic efficiency (n) of the
composite electrode was estimated from CP curves using the
relation,

n = (t4/t.) x 100 2)

where, ¢, tq - charge and discharge periods. The composite
retains the coulombic efficiency of 98.5% as predicted from its
charge-discharge curves, whereas the o-MoO; electrode
exhibits only 62.8%. The double-layer process involves only
a charge rearrangement, while pseudocapacitance is related to
a chemical reaction. Hence, for the composite the contribution
from both EDLC and pseudocapacitance yields much higher
coulombic efficiency.

Electrochemical impedance spectra of a-MoO; and a-MoO3;/
G electrode material analyzed using 1 M H,SO, aqueous elec-
trolyte in the frequency range from 43 kHz to 5 Hz are displayed
in Fig. 7(f). Both the spectra exhibit semicircle at higher

This journal is © The Royal Society of Chemistry 2020
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(@) CV curves at different scan rates (b) charge—discharge curves at different current densities (c) specific capacitance from charge—

discharge curves for (inset) the two electrode cell assembly with a-MoOs/G, and (d) Ragone plot of a-MoOs/G nanocomposite.

frequency region and conventional line at low frequency region.
Randles equivalent circuit shows the best fit for the experi-
mental data as shown in the inset of Fig. 7(f). The semicircle at
high frequency region explains the charge-transfer limiting
process due to the double-layer capacitance (Cyq;) in parallel with
the charge transfer resistance (R.) at the interface between the
electrode and electrolyte.>*® The solution resistance (R;) values
of a-MoO; and a-MoO,/G are 9.9 Q and 4.3 Q respectively. The
charge transfer resistance (R.) value of a-MoO; nanoparticles is
106.1 Q and for a-MoO;/G nanocomposite the value is 72.1 Q.
The lower R, value of composite indicates high conductivity
and enhanced charge transportation due to the presence of G.
The lower value of charge transfer resistance suggests that the
composite improves the rate of charge transfer and thereby
enhancing the electrochemical performance. The graphene
facilitates the electronic conductive paths and enhanced
charge/discharge time, rate performance and cyclic stability for
composite material.>

This journal is © The Royal Society of Chemistry 2020

3.9 Electrochemical cell

The CV performance of actual two electrode cell assembled with
a@-MoO3/G and activated carbon at different sweep rates is dis-
played in Fig. 8(a). The current response increased with
increasing sweep rates without the redox peak at all sweep rates.
At higher sweep rate of 100 mV s ', no distortion was observed
indicating the high rate capability and good capacitive behavior
with low contact resistance. The stable electrochemical
response was attributed to the higher electrical conductivity and
electron transport pathway generated by the graphene sheets.
CP curves of the composite electrode were recorded at various
current density values as depicted in Fig. 8(b).

The capacitance of the cell was measured using the relation®

Cse =4 x Clm 3)

where, C - capacitance, m - is the mass of the electro-active
material. Fabricated asymmetric two electrode cell exhibited

RSC Adv, 2020, 10, 22836-22847 | 22845
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higher capacitance values of 124.6, 113.8, 107.2, 97.5,89.1 Fg ™"
as depicted in Fig. 8(c). The Ragone results of the a-MoO3/G
nanocomposite are depicted in Fig. 8(d). The charge storage
mechanism of a-MoO;/G composites is schematically shown
in Fig. 9. The energy density (E) and power density (P) were
calculated from the relation,

E:IXIded/W (4)
P=1xIJW 5)

where, I - potential difference, Iy - discharge current, ¢4 -
discharge time, W - total mass of the electrode (kg). The E and P
values of prepared «-MoO;/G nanocomposite electrode calculated
at1Ag 'were 12.35 W h kg~ ' with 2.67 kW kg *, respectively. The
obtained F and P values are compared with the reported values of
the similar materials (Table 1). The experimental results demon-
strated that the prepared a-MoO;/G nanocomposite by in situ
microwave method is more suitable for energy storage applica-
tions as it shows high P with reasonable E compared to reported
values of the similar materials prepared by different methods.

4. Conclusion

Highly efficient supercapacitive o-MoOs/graphene composite
electrode was prepared by simple, cost-effective and environ-
mental friendly microwave irradiation technique. The a-MoO;/G
composite electrodes possess higher specific capacitance than
pristine a-MoO; electrodes and exhibit superior supercapacitor
performance with longer cyclic stability and coulombic efficiency.
The combination of a-MoO; and graphene is proved to be a better
electro-active material for supercapacitor applications with higher
energy density and power density.
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