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Hierarchical CdMoO,4 nanowire—graphene
composite for photocatalytic hydrogen generation

under natural sunlighty

P Y

Sunil R. Kadam,®® Rajendra P. Panmand, {2'° Shashikant Tekale,® Supriya thre,b
Chiaki Terashima,® Suresh W. Gosavi,? Akira Fujishima® and Bharat B. Kale & *®

Herein, a facile in situ solvothermal technique for the synthesis of a CdMoO,/graphene composite
photocatalyst is reported. Graphene oxide (GO) was synthesised by an improved Hummers' method and
was further used for the in situ synthesis of graphene via GO reduction and the formation of a CdMoO,4

nanowire/graphene composite. The structural phase formation of tetragonal CdMoO, was confirmed

from X-ray diffraction measurements.

The small nanoparticle assembled nanowires, prismatic

microsphere morphology and crystalline nature of the synthesized material were investigated using field
emission scanning electron microscopy (FESEM) and transmission electron microscopy (TEM). Due to its
unique morphology and stability, the CdMoQO4/graphene composite was used as a photocatalyst for H,O
splitting. In comparison to pristine CdMoQ,, the CdMoO,/graphene composite showed the best
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hydrogen evolution rate, ie. 3624 pmole h™! g

~1 with an apparent quantum yield of 30.5%. The

CdMoO,/graphene composite has a higher photocatalytic activity due to the inhibition of charge carrier
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1. Introduction

Hydrogen has been considered as one of the best clean energy
fuels owing to its green and renewable properties, compared
with those of other fuels (such as methane, coal, gasoline, etc.),
which could be used to power electronic devices, homes and
automobiles.”” Conservative energy resources have been
depleted to a large extent because of continuously rising energy
demands.? Therefore, it is essential to generate alternative eco-
friendly and economically viable fuels, which can fulfil both
current and future energy requirements. Hydrogen has been
identified as a potential eco-friendly energy carrier in many low
greenhouse gas energy scenarios.* However, Arbuj et al. have
previously discussed that only limited success has been ach-
ieved in the generation and storage of hydrogen.* The different
efficient ways to produce hydrogen, using, for example,
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recombination. H, production measurements showed that the ternary semiconductor/graphene
composite has enhanced photocatalytic activity for H, generation.

photocatalytic, electrochemical and photoelectrochemical
methods, have attracted much attention.»*® Currently, coal
gasification and the steam reformation of methane are the well-
known and promising methods for high purity hydrogen
production, but these are energy intensive processes and are
undesirable in terms of the effect that they have on the envi-
ronment.”® However, the technology to produce hydrogen in
a cost-effective and eco-friendly way has not yet been developed.
Considering the overall scenario and the abundant water supply
on the Earth, hydrogen generation via photocatalytic water
spitting is the most promising technique for renewable
hydrogen production.®

The first electrochemical generation of hydrogen catalyzed
by a TiO, photoanode with platinum as the counter electrode in
saturated aqueous electrolyte was reported by Fujishima and
Honda et al.’®** In the literature, various semiconductor oxides
such as TiO,,"** ZnO,® Sn0,/SnS,,'*** WO;,'” Ga,03,"® and ZnS,’
have been reported to be good photocatalysts for energy, as well
as environmental related applications. However, most of these
binary oxide photocatalysts have wide band gaps and show
better activity in the presence of UV light, which only accounts
for 5% of the solar spectrum, and do not show good photo-
catalytic activity in visible light.* Furthermore, there have been
attempts to develop anion doped TiO,,**** ZnO® nanomaterials
and Fe,03,” Bi,03,” BiVO,,"” Mo0O3," etc. as visible light active
photocatalysts for H, generation. However, the stability of these
materials limits their commercial use as active photocatalysts.

This journal is © The Royal Society of Chemistry 2018
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Hence, researchers have focused their attention on the devel-
opment of stable and efficient ternary semiconductor photo-
catalysts for H, production.*

Molybdenum based semiconductor catalysts have gained
increasing attention because of their potential technological
importance for a wide range of applications, such as photo-
catalytic hydrogen generation,**?® environmental pollutant dye
degradation,**® and in high density Li-ion batteries.* In this
context, we have attempted to develop the synthesis of ternary
CdMoO, via a simple solvothermal method. In the literature,
there are some reports on the synthesis of CdMoO,,****
CdMoO,-graphene,* Ag-CdMoO, (ref. 34) and studies on their
photocatalytic dye degradation, but there have been no reports
on photocatalytic hydrogen generation using these materials.
Enormous efforts have been made on the decoration of noble
metals, such as Pt, on catalyst surfaces in order to increase the
efficiency of photocatalysts. However, scaling up platinum-
based catalysts is questionable due to the scarcity of Pt in the
Earth's crust.*® Graphene is a well-known and significant
material due to its two-dimensional layered sheet-like structure,
which results in its remarkable properties. Graphene, in its
composite form with semiconductor materials, has exhibited
comparatively good photocatalytic activity over individual
semiconductors due to its outstanding properties, such as high
electron mobility, large surface area, excellent conductivity,
stability and mechanical strength.**® In a graphene composite
material, the 2D layered conjugated structure of graphene helps
to reduce the electron and hole pair recombination time, which
is beneficial for photocatalytic activity. During photocatalysis
experiments, these carbon-related materials will act as both an
electron-acceptor and an electron-transport material, facili-
tating the migration of photoinduced electrons and obstructing
charge recombination to enhance the photocatalytic perfor-
mance.*® To date, there have been reports on graphene and
semiconductor oxide/sulfide composite photocatalysts, such as
N-TiO,/graphene,* CeMoO,,* MoS,-graphene,** BiFeO;-gra-
phene,* ZnO-graphene** and Bi,WOs (ref. 45) for energy and
environmental related applications in the presence of UV/
Visible light. Considering the significant characteristics of gra-
phene, it is a potential support material for stabilizing the
CdMoO, photocatalyst, which enhances hydrogen generation
by photocatalytic water splitting. The interfacial contact
between the CdMoO,/graphene composite is responsible for its
significant photocatalytic activity. The present study reports the
in situ synthesis of the CdMoO, nanostructure on few layered
graphene via a solvothermal method. The structural and optical
properties of the resulting CdMoO,/graphene composite mate-
rials have been thoroughly studied. The synthesized materials
were used as photocatalysts for enhanced hydrogen generation
via water splitting under solar light irradiation.

2. Experimental methods

2.1 Synthesis of graphene and its composites with CdM0O,
nanowires

All of the chemicals used for the synthesis of graphene oxide
(GO) and CdMoO, were analytical reagent grade and used
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without any further purification. The synthesis of GO was
carried out using a previously reported improved Hummers'
method.*® In the GO synthesis process, concentrated H,SO, (69
ml) was added to a mixture of graphite flakes (3.0 g, 1 wt equiv.)
containing NaNO; (1.5 g, 0.5 wt equiv.), and the reaction
mixture was cooled to 0 °C. Further to this, the addition of
KMnO, (9.0 g, 3 wt equiv.) was carried out by keeping the
reaction temperature below 20 °C. The reaction mixture was
warmed to 35 °C and allowed to stir for 30 min, followed by the
slow addition of water (138 ml), producing a large exothermic
increase in the reaction temperature to 98 °C. After that,
external heating was introduced to maintain the reaction
temperature at 98 °C for 15 min, then the heating was stopped,
and the reaction was cooled in a water bath for 10 min. Addi-
tional water (420 ml) and 30% H,0, (3 ml) were added, which
produced another exothermic reaction, and the solution was
then allowed to cool naturally. After natural cooling, the mixture
was centrifuged (6000 rpm for 1 h), and the supernatant was
decanted away. The obtained solid was dried overnight at room
temperature, resulting in 1.2 g of solid product.

The synthesized GO was used for the further synthesis of
graphene/CdMoO, nanowire composites. The detailed method
for the synthesis of CdMoO, nanowires and CdMoO, prisms
can be found in the ESI} (Experimental work A and B). As per
the requirement, graphene oxide was put into a beaker con-
taining methanol : ethylene glycol in a ratio of 3 : 1, denoted as
MEG (3 : 1), and kept in an ultrasonic bath for 15 minutes in
order to separate the graphene layers. This solution was intro-
duced into a reaction mixture of Cd and Mo precursors, and the
resulting solution was transferred into a Teflon lined reactor,
which was then packed into a stainless steel jacket, and kept in
an oven at 150 °C for 24 hours. After completion of the reaction,
the reactor was allowed to cool naturally. The product was
filtered using Whatman filter paper no. 41. The product was
dried at 80 °C for 4 hours in an oven. The collected powdered
sample was further analyzed using various characterization
techniques.

2.2 Material characterization

The crystalline phases were investigated using powder X-ray
diffraction (PXRD, XRD-D8, Advance, Bruker-AXS). The
morphologies of the synthesized samples were investigated by
field emission scanning electron microscopy (FESEM, Hitachi,
S-4800). The optical properties of the powder samples were
studied using a UV-visible-near infrared spectrometer (UV-VIS-
NIR, PerkinElmer Lambda-950). For HRTEM (JEOL, 2010F
instrument) studies, samples were prepared by dispersing the
powder in ethanol, followed by ultrasonication in an ultrasonic
bath for 5 min. The resulting dispersion was then drop-casted
onto a carbon coated copper grid and was subsequently dried
under vacuum. Room temperature Raman spectroscopy
measurements were performed using a Renishaw InVia micro-
scope Raman system with a laser wavelength of 532 nm in back
scattering geometry laser power mode on a 5 mW sample with
a laser spot size of 1 pm. The purity of the collected gas was

RSC Aadv., 2018, 8, 13764-13771 | 13765
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analyzed by gas chromatography (Model Schimadzu GC-14B,
MS-5 A column, TCD, Ar carrier).

2.3 Hydrogen generation via water splitting

Photocatalytic hydrogen (H,) generation via water splitting
using CdMoO, and its graphene composites as photocatalysts,
in an aqueous solution containing methanol as a hole scav-
enger, was performed in an air tight quartz reactor (with a total
reactor volume of 70 ml). The assembly was arranged on
a terrace and the quartz reactor containing the reaction mixture
was irradiated with solar light. The quartz reactor was equipped
with a water circulator in order to absorb the IR radiation,
which minimizes the effects of overheating. The intensity of the
solar light was measured using a digital Lux meter. The
observed average intensity of sunlight reaching the surface of
the Earth is 125 000 lux. Here, a known quantity (15 mg) of
powder photocatalyst was suspended in a solution containing
20% (v/v) aqueous methanol. The total volume of the reaction
mixture was 25 ml and there was 45 ml of free space in the
reactor. The reactor was made air tight with a rubber septum
and was sonicated for 5 min and then stirred for 30 min to
homogenize the suspension. Finally, it was bubbled with ultra-
high purity (UHP) nitrogen (N,) gas to remove all dissolved
gases and purging was continued for 30 min to ensure and inert
atmosphere in the reactor. After purging the gas, the flow of N,
was stopped and the reactor was made air tight. As soon as the
reactor was irradiated with solar light, the photocatalytic split-
ting of water was initiated and the generated H, gas was
collected in the empty head space of the reactor. The amount
and purity of the gas evolved was analyzed by gas chromatog-
raphy (Model Schimadzu GC-14B, MS-5 A column, TCD, and
a porapak-Q packed column under N, as the carrier gas). The
apparent quantum efficiency (AQE) of the hydrogen generated
was calculated using the following equation:

Number of H,molecules evolved x 2
Number of Incident photons

AQE (%) = 100

3. Results and discussion

The synthesized CdMoO, in a methanol : ethylene glycol ratio
of 3 : 1, denoted as MEG (3 : 1), and in a 1 : 1 ratio, denoted as
MEG (1 : 1), and the 0.5%, 1%, 2% and 4% graphene compos-

ites synthesized using CdMoO, in MEG (3:1) were
5000 1 ‘
A YU AU O [ =l A TN
2 30 40 :of:m 60 70 8 20 )
Fig. 1 (a) PXRD pattern of CdMoO, synthesized in MEG solvent (3 : 1

and 1:1). (b) PXRD of the CdMoO,4 composites synthesized in MEG
solvent (3 : 1) with 0.5%, 1%, 2% and 4% graphene.
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characterized using PXRD, as shown in Fig. 1a and b. The PXRD
patterns of CdMoO, synthesized in MEG (3 : 1) and MEG (1: 1)
shown in Fig. 1a show a tetragonal phase formation. The
diffraction peaks of CdMoO, synthesized in both solvent
systems could be well indexed and show body centred tetrag-
onal phase formation, in good agreement with the reported
JCPDS card no. 007-0209. The PXRD peak intensity of the
CdMoO, synthesized in MEG (3 : 1) was observed to be slightly
higher than that of CdMoO, synthesized in MEG (1 : 1). The
peak intensity can be attributed to the crystalline nature and
small particle size of the material. Along with the PXRD pattern
of the CdMoO, synthesized in MEG (3 : 1), the PXRD patterns of
its 0.5%, 1%, 2% and 4% graphene composites are shown in
Fig. 1b. The PXRD patterns clearly show that the intensity of the
graphene peak at 26 = 14.1 slightly increases upon an increase
in the percentage of graphene. In Fig. 1b, in the graphene/
CdMoO, composite patterns, there are no extra peaks present,
revealing the phase purity of the synthesized samples.

Morphological investigations on the as-synthesized CdMo0O,
in the MEG (3 : 1) solvent system were performed using FESEM
and the results are shown in Fig. 2a-d. From the FESEM images,
the formation of a nanowire bundle-like morphology can be
clearly observed. It is worth noting that a unique nanowire
structure of CdMoO, such as this has not been previously
synthesized using a solvothermal process. The average size of
the CdMoO, nanowire bundles is observed to be 5 pm (Fig. 2a
and b). Interestingly, the formation of the nanowire bundle-like
structure was achieved through the assembly of nanowires, as
observed in Fig. 2b. The average size of the individual nano-
particles was observed to be ~30 nm in size (Fig. 2c and d).
Overall, the FESEM observations show that there is a uniform
distribution of the structural morphology.

Further, a TEM investigation was performed in order to
determine the morphology and crystalline nature of the
CdMoO, nanowires (Fig. 3a-d). A long nanowire bundle-like
structure was noticed in the TEM images with an average size
of 5 pm in length and 1.5 um in thickness. It was observed that
the corresponding nanowire formation takes place via the
assembly of ordered uniform tiny nanoparticles of ~20 nm in
size (Fig. 3b), which is also in good agreement with the FESEM

Fig. 2 (a—d) FESEM images of as-synthesized CdMoQOy, in the MEG
(3 : 1) solvent system.

This journal is © The Royal Society of Chemistry 2018
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Fig.3 (aand b) TEM images of as-synthesized CdMoO4 nanowires. (c)
The high-resolution image, and (d) the SAED pattern.

analysis. Fig. 3c shows the high-resolution (HR) TEM images
taken from the edge of a nanoparticle, which provides more
detailed structural information. The lattice spacings were
observed to be 0.307 nm and 0.280 nm, which correspond to the
(112) and (004) planes of tetragonal CdMoO,, respectively
(Fig. 3c), and are also consistent with the results of the PXRD.
Fig. 3d shows the selected area electron diffraction (SAED)
pattern of the CdMoO, sample, which clearly shows that it is
crystalline in nature.

Morphological investigations on as-synthesized CdMoO,
synthesized in the MEG (1: 1) system were carried out using
FESEM and the results are shown in Fig. 4a—-d. From the FESEM
images, the formation of a microsphere (5-10 pm)-like
morphology can be observed via the assembly of tiny close-
packed nano prisms. It is also worth noting that such unique
microspheres of CdMoO, synthesized via a solvothermal
process has not been previously observed. More significantly,
the nanoparticles at the surface of the structure are prismatic in
shape and the overall average size of the nano prisms is
50-100 nm (Fig. 4c and d). Overall, the FESEM observations
show that there is a uniform distribution of the microsphere-
like morphology.

Fig. 4 (a—d) FESEM images of as-synthesized CdMoOQO, in the MEG
(1:1) solvent system.
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TEM investigations were performed in order to determine
the morphology and crystalline nature of the CdAMoO, prismatic
microsphere sample and the results are shown in Fig. 5a-d. The
microspheres can be seen in the TEM image in Fig. 5a. The
corresponding TEM images of the CAMoO, microspheres show
an ordered uniform structure. A nano prism is observed at
the edge of a CdMoO, microsphere, which clearly reveals that
the microspheres are composed of nano prisms (Fig. 5b and c).
The measured size of the prism is 50-100 nm (Fig. 5¢), which is
also in good agreement with the results from the FESEM anal-
ysis. Fig. 5d shows the selected area electron diffraction (SAED)
pattern of the CdMoO, sample, which clearly shows the crys-
talline nature of the sample.

GO nanosheets were synthesized using an improved
Hummers' method. The structural phase formation of the as-
prepared GO was investigated using powder X-ray diffraction
(PXRD) and the powder pattern is shown in Fig. 6a. Fig. 6a
shows an intense peak at 26 = 10.8° and small peaks at 26 =
21.8° and 42.3°, which indicates the phase formation of GO and
is in good agreement with the data in the literature.

Raman spectroscopy is a very precise technique that is used
to investigate the number of layers present in materials, so it
was used to characterize the as-synthesized GO sample and the
results are shown in Fig. 6b. The Raman spectrum of GO shows
a D band at 1335 ecm " and a broad G band at 1590 cm ™%,
assigned to the first-order scattering of the E,, mode. The
prominent D band peak is due to structural defects created by
hydroxyl and epoxide functional groups on the carbon basal
plane. The surface morphology of the GO layered sheets was
investigated using FESEM and the results are shown in Fig. 6¢
and d. The results confirm the formation of curved sheets of GO
with a smooth surface, of various sizes (Fig. 6c and d). The
thickness of the observed sheets is approximately ~5 nm.
Fig. 6e and f shows the FESEM images of the CdAMoO, nanowire/
graphene composite materials. It shows the presence of sheets
of graphene decorated with CdMoO, nanowire bundles (5-7 pm
size). It can be clearly observed that the nanowire CdMoO,
bundles are well dispersed over the multi-layer graphene sheets

)8

Fig. 5 (a and b) TEM images of as synthesized CdMoO,4 microsphere
(c) high resolution image (d) SAED.

RSC Adv., 2018, 8, 13764-13771 | 13767
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Fig. 6 (a) The PXRD pattern of as-synthesized graphene oxide, (b) the
Raman spectrum of graphene oxide, (c and d) FESEM images of gra-
phene oxide and (e and f) FESEM images of the CdMoO,4 nanowire/
graphene composite materials.

and remain firmly adhered to them, as is shown in Fig. 6(e and
f). This intimate interaction is important for facilitating the
transfer of photogenerated electrons from the CdMoO, nano-
wire bundles to the graphene sheets during the photoexcitation
process, which minimises the recombination of electrons (e™)
and holes (h"). The presence of the CdMoO, nanowire bundles
anchored on the surface of the graphene sheets results in
a larger surface area for moving electrons and holes and makes
the material available for photocatalytic activity for a longer
time period. This results in more active adsorption sites and
photocatalytic reaction centres becoming available, therefore
resulting in an enhanced photocatalytic activity.

The solvothermally synthesized CdMoO, nanowires and
their 0.5, 1, 2 and 4 weight% graphene composites were further
analyzed using Raman spectroscopy and the results are shown
in Fig. 7a and b. The Raman spectra of CdMoO, and its gra-
phene composites show a peak at 866.1 cm™*, assigned as the
v1(Ag) symmetric stretching vibration mode of the [MoO,]

3000
2500
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2 2000 -

(
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Intensi

1000
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T T T I
400 800 1200 1600

Raman Shift (cm")
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Fig. 7 Raman spectra of the as-synthesized CdMoO,4 nanowires and
their 0.5, 1, 2 and 4 weight% graphene composites.
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cluster in the CdMoO, structure. The Raman peaks at 820 and
760.5 cm ' can be assigned to the significant anti-symmetric
stretching v3(Bg) and v;(Eg) vibration modes of the CdMoO,
structure, respectively. Furthermore, the peaks at 397 and
306 cm™ ! were assigned to the weaker v,(B) and stronger v,(A,)
modes of the [MoO,] tetrahedrons. A significant D band peak of
graphene at 1358 cm ™' and a G band peak at 1593 cm ™" indi-
cates the presence of layered structured graphene in the
composite material. With an increase in the concentration of
graphene in the CdMoO, nanowire composites, the Raman
peak intensity of the CdMoO, peaks slightly decreases, whereas
the magnified D and G band spectra, as shown in Fig. S3 in the
ESI,f confirm the presence of graphene in the CdMoO,
composite materials.

The optical properties of the synthesized CdMoO, micro-
spheres, CdAMoO, nanowires and CdMoO, nanowire/graphene
composites were further investigated using UV-Vis spectros-
copy and the results are shown in Fig. 8a and b. It is observed
that both the CdMoO, microspheres and nanowires show an
absorption edge cut off at ~375 nm (3.31 eV), as shown in
Fig. 8a. It can be clearly observed that the CdAMoO, nanowires
show a slightly higher absorption than that of the CdMoO,
microspheres, which can be attributed to the crystalline nature
of the CdAMoO, nanowires. In the case of the CdMoO, nanowire
composites with graphene, a slight red-shift in the UV-Visible
absorption spectra is observed. The absorption edge cut off of
the composite materials is observed to be ~380 nm (3.2 eV) for
the 0.5 and 1% graphene composite materials. With an increase
in the graphene concentration (in the 2-4% samples), a shift in
the absorption spectra towards a longer wavelength at 401 nm
(3.1 eV) is observed. The corresponding band gap energy of the
composite materials was calculated from the Tauc plot, as
shown in Fig. S1 in the ESL{

The smaller size and crystalline nature of the CdMoO,
nanowires allows generated electrons and holes to move easily
to the surface of the catalyst, making it available for photo-
catalytic activity, whereas in the case of the CdMoO, micro-
spheres, the generated electrons and holes cannot move easily
to the surface of the catalyst due to the closely packed struc-
ture. It is proposed that in the graphene composites, the
generated electrons and holes track into the layered graphene
and move in the layered structure for a longer time, which
reduces the electron and hole pair recombination and makes
the material available for photocatalytic activity for a longer
time period.

—— CaMo0, Microsphere

(ﬂ) CdMoO, Microsphere (b)

CdMoO, Nanowires

Intensity (..)
e 2 o =
a2 & &

e

200 300 400 500 600 700 800 200 300 400 500 600 700 800
Wavelength (nm) Wavelength (nm)

Fig. 8 (a) UV-Visible absorption spectra of CdMoO4 nanowires and
CdMoO,4 microspheres and (b) UV-Visible absorption spectra of
CdMoO4 nanowire composites with 0.5%, 1%, 2% and 4% graphene.
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3.1 Photocatalytic investigations

The photocatalytic activity of the CdMoO, microspheres,
nanowires and the graphene composite materials were evalu-
ated by measuring the amount of H, generated via photo-
catalytic water splitting. The photocatalytic H, generation
activity of the synthesized materials was carried out in the
presence of solar light. In the present study, methanol was used
as a sacrificial reagent. F. Guzman et al. earlier discussed the
use of methanol as a sacrificial reagent and its detailed mech-
anism.*” It seems that the presence of methanol decreases the
e~ and h' pair recombination time. Methanol suppresses the
evolution of oxygen through the formation of free radicals. As
the reactor containing the photocatalyst is irradiated with solar
light, the electrons in the conduction band (CB) and holes in the
valence band (VB) are generated. The photogenerated holes (h")
in the VB oxidize the water molecules into H' ions, while the
electrons (e”) in the CB reduce the two H' ions into one mole-
cule of H,. The photocatalytic water splitting mechanism can be
described as follows:

Semiconductor catalyst + hv — ¢ (cp) + h+(VB)
H,O + 2h* — 1/20, +2H"

2HJr + 2" — H2

The results of the amount of H, generated in pmole with
respect to time for the CdMoO, prismatic microspheres,
nanowires and the graphene composites are shown in Fig. 9 and
Table 1. 1540 and 531 umole h™" g~ of H, were generated for
the CdMoO, nanowires and prismatic microspheres, respec-
tively. The linear plots of H, generated in umole vs. the time in
minutes are shown in Fig. 9, revealing the continuous H,
generation from the water splitting over time. It was concluded
that the higher photocatalytic activity observed for the CdMoO,
nanowires is due to the small size of the CdMoO, particles,
resulting in a greater surface area and increase in the number of
active sites for photocatalytic activity. Slightly less hydrogen was

16000
4 —l—CdMoOA Microsphere
14000 - —e— CdMoO, Nanowires
1 =% CdMoO, 0.5 % Graphene
12000 4 —a— CdMoO, 1% Graphene
1 4 CdMoO, 2% Graphene
_ 10000 H —— camo0, 4% Graphene
) 4
]
= 8000
2 4
= 6000-.
4000
2000
0+ v T ¥ T T T T
50 100 150 200 250
Time (min)

Fig. 9 Photocatalytic hydrogen generation activity plot with time for
the CdMoO4 microspheres, nanowires and the 0.5, 1, 2 and 4 weight%
graphene composites.
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generated by the CdMoO, prismatic microspheres than that by
the nanowires. The reason for the lower photocatalytic activity is
that the nanoparticles in the CdMoO, prismatic structure are
agglomerated and closely packed, reducing the surface area and
number of active sites, which restricts the easy movement of
generated electrons and holes to the surface. It is well
acknowledged that the surface morphology and size of the
material plays a crucial and significant role in the context of
photocatalytic H, generation.®> The highest H, generation of
3624 pmole h™" g~ was achieved for the 1% graphene-CdMoO,
nanowire composite. It was observed that the H, generation
activity increased for the 0.5 and 1% graphene CdMoO,
composites. Furthermore, the H, generation activity was
observed to decrease for the 2% and 4% graphene composites.

Interestingly, the 1% graphene/CdMoO, nanowire
composite shows almost double the hydrogen generation than
that of the pristine CdMoO, nanowires. It can be concluded that
the highest photocatalytic H, generation performance of the 1%
graphene composite is due to the nanoparticles of the CdMoO,
nanowires and edge sites of the graphene and the vacancy
defects in the structure. Graphene, in its composite form with
semiconductor materials, has exhibited comparatively good
photocatalytic activity compared with individual semi-
conductors due to its highly outstanding properties, such as
high electron mobility, large surface area, excellent conduc-
tivity, stability and mechanical strength. The 2D layered
conjugated structure of graphene in the composite helps to
reduce the electron and hole pair recombination time, which is
beneficial for the photocatalytic activity. During the photo-
catalysis experiments, the carbon-related material acted as both
an electron-acceptor and electron-transport material; facili-
tating the migration of photoinduced electrons and obstructing
the charge recombination, resulting in an enhanced photo-
catalytic performance. A schematic representation of the pho-
tocatalytic hydrogen generation catalyzed by the CdMoO,-
graphene composite photocatalysts in natural sunlight is illus-
trated in Scheme 1.

The small CdMoO, particles facilitate the easy transport of
the generated electrons and holes to the surface of the catalyst
and track them into the graphene, which reduces the recom-
bination time. Furthermore, there are more defects in the 1%
graphene-CdMoO, nanowire/graphene composite, which
significantly suppress the recombination of photogenerated
charge carriers. Considering the optical properties of the
CdMoO, and its graphene composite materials, the higher
photocatalytic activity observed for the CdMoO, nanowire/1%
graphene composite is quite understandable. As the graphene%
increases in the CdMoO, nanowires, an increase in the
absorption of visible light is observed. This enhanced absor-
bance leads to the formation of a large number of e~ and h*
pairs, resulting in higher photocatalytic activity. In the present
study, few layered graphene nanosheets with CdMoO, nano-
wires were used, which have good stability along with a short
carrier diffusion time and hence show good photocatalytic
activity. A further increase in the graphene content (in the 2%
and 4% graphene composites) led to a decrease in the observed
H, generation activity. It is quite reasonable that the
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Table 1 Photocatalytic hydrogen evolution from water splitting

Graphene H, Production

Sr. no. Catalyst Name (%) (in pMol h™* g™
1 CdMoO, microspheres 0 531

2 CdMoO, nanowires 0 1540

3 CdMoO, nanowires 0.5 2856

4 CdMoO, nanowires 1 3624

5 CdMoO, nanowires 2 2368

6 CdMoO, nanowires 4 2040

Scheme 1 Schematic representation of the photocatalytic hydrogen
generation mechanism of the CdMoO4—graphene composite
photocatalysts.

introduction of a greater percentage of graphene led to
a shielding of the active sites on the catalyst surface. This
shielding effect, brought about by the presence of an excess
amount of carbon based material in metal oxide catalyst
materials has been discussed in detail by Yu et al.** Optimized
graphene content plays a significant role in attaining the
highest photocatalytic activity in the graphene/CdMoO, nano-
wire composites. In the present study, the highest photo-
catalytic activity obtained for the 1% graphene CdMoO,
nanowire composite is higher than that previously reported for
a metal oxide/graphene composite material.*>**->* Overall, the
results show that the 1% graphene/CdMoO, nanowire
composite is an excellent stable photocatalyst for H, generation
in solar light.

This is the only report which reveals photocatalytic H,
production via H,O splitting under solar light catalyzed by
a graphene/CdMoO, nanowire composite. The stability of the
catalyst was confirmed by performing repeatability studies,
which showed that the catalyst retains its activity after being
recycled five times, which shows the reproducibility of the
results. The PXRD pattern of the reused catalyst sample did not
show any change in the phase of the CdMoO, nanowire/
graphene composite catalyst, which clearly shows the stability
of the catalyst. No H, production was observed in the absence of
a catalyst or under dark conditions (in the absence of light).
Overall, it is concluded that the CdMoO, nanowire/graphene
composite catalyst is quite a stable and active photocatalyst
for photocatalytic H,O splitting in solar light.

4. Conclusion

In conclusion, an in situ one step solvothermal approach has
been demonstrated for the synthesis of CdMoO, and its
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graphene composites. The syntheses of CdAMoO, nanowires and
prismatic microspheres were demonstrated. CdAMoO, nanowire
bundles were observed to uniformly decorate few layered gra-
phene sheets. Photocatalytic H, generation via water splitting in
solar light was investigated for CdMoO, and its graphene
composites. The highest H, generation of 3624 pmole h™* g™*
achieved for the 1% graphene CdMoO, nanowire composite,
which has not previously been reported. The small particles,
edge sites and defects of the graphene in the catalyst structures
play an important key role in the enhancement of H, genera-
tion. The generated electrons and holes easily transfer to the
surface and quite easily track into the graphene due to the
thinness of the graphene nanosheets, which inhibits charge
recombination.
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