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Harnessing solar energy for large-scale hydrogen fuel (H,) production shows promise in addressing the
energy crisis and ecological degradation. This study focuses on the development of GaN-based
photoelectrodes for efficient photoelectrochemical (PEC) water splitting, enabling environmentally
friendly H, production. Herein, a novel nanoflower Au/CuO/GaN hybrid structure was successfully
synthesized using a combination of methods including successive ionic layer adsorption and reaction
(SILAR), RF/DC sputtering, and metal-organic chemical vapour deposition (MOCVD) techniques.
Structural, morphological, and optical characteristics and elemental composition of the prepared
samples were analyzed using X-ray diffraction (XRD), scanning electron microscopy (SEM), UV-Vis
spectroscopy, and energy-dispersive X-ray (EDX) spectroscopy, respectively. PEC and electrochemical
impedance measurements were performed for all samples. The nanoflower Au/CuO/GaN hybrid
structure exhibited the highest photocurrent density of ~4 mA cm™2 at 1.5 V vs. RHE in a Na,SO4
electrolyte with recorded moles of H, of about 3246 umol h™! cm™2. By combining these three materials

in a unique structure, we achieved improved performance in the conversion of solar energy into
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Accepted 8th May 2024 chemical energy. The nanoflower structure provides a large surface area and promotes light absorption

while the Au, CuO, and GaN components contribute to efficient charge separation and transfer. This
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1. Introduction

Worldwide energy consumption is quickly expanding and the
overall dependence on nonrenewable energy sources is rapidly
increasing CO, levels in the atmosphere, resulting in global
warming. Renewable energy sources have attracted the atten-
tion of scientists around the world as a solution to this
problem. Hydrogen (H,) exhibits potential to be a dependable
substitute energy source owing to its high energy density,
environmental friendliness, and ability to be produced from
a plentiful supply of water and powerful solar energy.*® The
photoelectrochemical (PEC) technique for the splitting of water
is a promising methodology for the generation of hydrogen
from solar light and water using a semiconductor
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study presents a promising strategy for advancing sustainable H, production via efficient solar-driven

photoelectrode.”® The primary challenges with regard to pho-
toelectrode materials, which must be solved for the actual
implementation of PEC water splitting include the efficiency
and stability of the photoelectrode.”* Transition metal
oxides,""*> phosphides,”** sulfides,” hydroxides,"* and
carbides are commonly employed in the PEC water-splitting
process. However, these materials have poor crystal quality,
short carrier lifetime, broad band gap and short diffusion
length of charge carriers, which all contribute to their poor
performance as photoelectrodes in the PEC water-splitting
process.'® Metal nitrides have attracted much interest owing
to their electrical conductivity and structural stability. More-
over, III-V semiconductors have become promising candidates
for the PEC water-splitting process and other applications.*>**
The significant characteristics that make III-V semiconductors
suitable candidates for the PEC water-splitting process include
crystal quality, band gap tunability, better thermal stability, and
prolonged carrier lifetime.* GaN is a III-V semiconductor
that exhibits a direct band gap, valence and conduction bands
straddling the water redox level (H'/H, and 0,/H,O potentials),
a wide emission/absorption spectrum from the infrared to the
ultraviolet region. Moreover, it has long-term chemical stability
in electrolytes because of the ionic bonds between Ga and N,
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and it is known to have a high absorption coefficient and
excellent transport for charge carriers, all of which boost the
PEC activity. Consequently, the GaN photoelectrode is a mate-
rial that holds the greatest promise for producing H, via the
PEC water-splitting mechanism. GaN has been previously
prepared in several ways such as RF magnetron sputtering,
pulsed laser deposition, atomic layer deposition, hydride
vapour phase epitaxy technique and metal-organic chemical
vapour deposition technique.**>*

To achieve more hydrogen generation efficiency via PEC
water splitting, a critical issue is the creation of GaN-based
materials with enhanced charge transfer and separation effi-
ciency. It has been demonstrated that heterojunctions such as
p-n junctions offer a driving force to promote the process of
charge separation by the junction's built-in electric field.*
Nevertheless, there has not been much research on the PEC
behaviour of heterojunctions made of Ill-nitride. It is possible
to prevent the recombination process of the photo-generated
charges and cause extremely effective PEC water-splitting by
combining an n-type semiconductor and a p-type semi-
conductor with a narrow band gap and adequate band poten-
tials for efficilent charge separation.®® Accordingly, the
fabrication of a junction from GaN and a P-type semiconductor
is considered a unique idea for green hydrogen production via
the PEC water-splitting process. Copper(u) oxide (CuO) often
known as cupric oxide has become one of the most funda-
mental p-type metal oxide semiconductors in recent years due
to its abundance in nature, narrower bandgap, and strong
chemical stability. Therefore, it is used in various applications
including supercapacitors, solar cells, lithium-ion batteries,
photocatalysts, gas sensors, and transistors.*”** According to
the previous discussion, designing a p-n junction from GaN
and CuO will contribute greatly to improving the PEC water-
splitting efficiency.

This study aims to design a hybrid structure from GaN/CuO
decorated with gold (Au) plasmonic metal particles and then
investigate its efficiency in PEC cells for H, production.
Combining plasmonic metal particularly gold (Au) with a semi-
conductor surface is also an effective way to improve the PEC
water-splitting process because the creation of a junction
between Au plasmonic metal and the photoactive semi-
conductor aids in the reduction of the recombination rate of
electron-hole pairs, it can improve the absorption ability of
solar light in the region of visible light due to surface plasmon
resonance (SPR) of the Au noble metal, and the SPR makes the
charge carriers denser and their transit easier.>>*® Furthermore,
during the PEC process, the Au metal can shield the coated
semiconductor layer from the photocorrosion process.*” For the
composition of the Au/GaN/CuO hybrid structure, different
preparation methods were used. Initially, a layer of GaN was
well deposited onto a sapphire (Al,O3) substrate via a metal-
organic chemical vapour deposition (MOCVD) technique, this
process achieved a highly uniform and well-adherent GaN layer.
Subsequently, the CuO layer is deposited on GaN via a low-cost
successive ionic layer adsorption and reaction (SILAR) tech-
nique, and this method has several advantages such as large
area deposition, controllable thickness, stoichiometry,

© 2024 The Author(s). Published by the Royal Society of Chemistry
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morphology, and grain size.*® After that, the GaN/CuO hetero-
structure was well decorated with Au plasmonic metal by an RF-
sputtering common technique for designing Au/GaN/CuO
hybrid structures; this procedure enabled the deposition of
high-purity samples. Then, the morphological, optical, and
chemical characteristics and the PEC water-splitting behaviours
were investigated. Numerous performance metrics including
current density (/o) values, conversion efficiencies, and the
number of hydrogen moles have also been investigated.

2. Experimental methods
2.1 Materials

All the chemicals were of analytical grade and used without
further purification. Copper chloride (CuCl,-2H,0) (Sigma-
Aldrich, 98%), ammonium hydroxide (NH,OH) (Sigma-
Aldrich, 30%), and water of the highest purity Milli-Q grade
(14.9 MQ cm) were used in the experiment.

2.2 Synthesis of Au/CuO/GaN heterostructures

GaN was grown on a sapphire (Al,O;) substrate via a metal-
organic chemical vapour deposition technique. As a purging
and carrier gas, nitrogen was utilized. During the procedure, the
reactor's pressure was below 10 mbar. After that, using the
successive ionic layer adsorption and reaction (SILAR) method,
a layer of CuO was deposited onto the GaN layer using a solution
containing 0.1 molar copper chloride (CuCl,-2H,0). Ammonia
solution was added to the copper chloride solution as a reagent.
The CuO layer was successfully grown by alternately dipping the
GaN film in the copper chloride-ammonia solution and a hot
water solution conserved at 90 °C. The dipping time in every
solution was 30 seconds for one cycle, and this process was
repeated 20 times for the formation of CuO. It is feasible to
summarize the growth of CuO thin films as follows:

CuCl, + 2NH,OH — Cu(OH), + NH,4CI (1)
Cu(OH), + 4NH,OH — [Cu(NH;),*" + 20H™ + 4H,0 (2)
[Cu(NH;),*" + 4H,0 — Cu(OH), + 4NH*” + 20H™ (3)
Cu(OH), — CuO + H,0 (4)

Gold (Au) nanoparticles (NPs) were sputtered on CuO/GaN
via the DC sputtering technique (LA440S Ardenne). A gold
target with high purity (Au, 99.9%) was used to sputter the Au
NPs. The sputtering time lasted for 30 seconds; the deposition
process was carried out at 0.015 amperes for the DC and 2 torr
for the pressure.

2.3 Characterization techniques

XRD was performed using an X-ray diffractometer model (X'pert
PRO, Philips, Eindhoven, Netherlands) with monochromatic
Cu-Ka operating radiation at 40 kV and 40 mA (0.154056 nm).
The analysis was performed at 20 from 30° to 80° and
a temperature of 25 °C to assess the structure and characteristic
phase formation. A field emission scanning electron
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microscope (FESEM, Zeiss sigma 500 VP, Germany) was used to
examine the morphological properties of the produced samples.
Energy-dispersive X-ray spectrometer equipped with an SEM
was also used to analyze the elemental composition and map
the elements on the film's surface. The optical characteristics
were examined using a UV-Vis spectrophotometer (PerkinElmer
Lambda750; Massachusetts, USA) at a wavelength in the range
of 350 to 800 nm.

2.4 PEC-measurements

PEC measurements were performed for all produced samples
using an Auto-lab Potentiostat with a three-electrode system.
The fabricated sample serves as the working electrode; the
counter electrode was a platinum sheet, whereas Ag/AgCl acts as
the reference electrode. The electrodes were submerged in
a solution of Na,SO, (0.3 M, pH = 7). Linear scan voltammetry
was performed between —0.5 V and 1.5 V vs. RHE. A 400 W
Xenon lamp was used to illuminate the system to determine the
photocurrent density. Numerous computations including the
stability, incident photon-to-current conversion efficiency
(IPCE%), applied bias photon-to-current efficiency (ABPE%),
and electrochemical impedance spectroscopy (EIS) were per-
formed. The evolved hydrogen moles were calculated from the
stability experiment (J,;, — time) based on the Faraday equation
for the Au/CuO/GaN photoelectrode immersed in a 0.3 M
Na,S0, electrolyte under illumination condition and 1.5 V vs.
RHE applied voltage.

3. Results and discussion

The XRD patterns of the Au/CuO/GaN heterostructure are dis-
played in Fig. 1 at a scan rate of about 0.02° s~ !, a wavelength of
1.54 A and 26 from 30° to 80° As depicted in Fig. 1, the XRD
patterns showed the presence of two strong peaks at 35.5° and
38.6° ascribed to the (002) and (111) diffraction planes of the
CuO monoclinic phase structure (according to PDF card, no. 01-
089-2531). Small and medium intense peaks clearly appeared at
49.8°, 53.3°, 57.1°, 61.6°, and 68.01°, and these peaks also
belong to CuO. A small intense peak for metallic gold (Au)
presented at 44.4° matches with PDF card, no. 00-066-0091. It is
noted that in the Au/CuO/GaN sample, no signals related to the
Al,O; substrate or GaN layer appeared, which can be attributed
to the high loaded layer of CuO deposited on the GaN layer. The
nano crystallite size (D) of the Au particles was calculated using
the Scherrer equation (D = 0.92/8 cos ) with the half width at
full maximum (B) of the Au-peak that appeared in the X-ray
diffraction pattern of the Au/CuO/GaN sample. The calculated
crystallite size of Au particles was approximately 15 nm, whereas
8 was ~0.557 radian.

The morphology of the Au/CuO/GaN hybrid structure was
examined by scanning electron microscopy (SEM) imaging.
Fig. 2a and b shows the high- and low-magnification (1 pm and
500 nm) SEM images. As depicted, the images reveal the pres-
ence of flower-like nanostructures (nanoflowers). The flowers
are dense and piled on top of each other and appear clearly in
the 500 nm magnification image. Fig. 2c depicts the cross-
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Fig. 1 XRD diffraction patterns of the Au/CuO/GaN hybrid structure.
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Fig. 2 SEM images of the Au/CuO/GaN hybrid structure: (a) high
magnification (1 um), (b) low magnification (500 nm), and (c) cross
section.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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sectional image illustrating the configuration of the Au/CuO/
GaN structure. As described in Fig. 2c, three regions appeared
at 100 nm scanning representing Au, CuO, and GaN layers. Au
appeared on the top surface and looked darker than the under
layers.

Nanoflowers are a recently created class of nanoparticles that
have a structure resembling a flower. Nanoflowers are made up
of several layers of petals that are arranged in a small structure
to provide a large surface area for various applications such as
drug delivery, biosensing, and catalysis. They exhibited many
features including (i) high surface-to-volume ratios that
improve the ability of surface adsorption, (ii) better charge
transfer, (iii) a three-dimensional structure enhancing the effi-
ciency of surface reactions, and (iv) high surface roughness.***°
All these features make them distinctive structures for use and
accelerate the redox reaction kinetics in the PEC water-splitting
process. Nanoflower structures have been reported previously in
the literature as effective catalysts for solar energy applications.
Ozlem Coskun et al. recorded that the photocurrent density
improved to ~1.3 mA cm ™2 for ZnO nanoflower photoanodes in
the PEC water-splitting mechanism,* and Jonathan Harris
et al.** also succeeded in preparing TiO, nanoflower photo-
catalysts for the photo-oxidation of methylene blue.

View Article Online
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Using an energy-dispersive X-ray spectrometer (EDX), the
elemental content of GaN only and the Au/CuO/GaN structure
was determined over the cross-sectional area, and elemental
mapping was also carried out. The EDX spectra shown in Fig. 3a
correspond to GaN and only reveal the presence of N and Ga
elements; no peaks were observed for Cu, O and Au. The weight
percentage of Ga and N was recorded, and the result is shown in
the inset of the figure. Moreover, Cu, O and Au elements
appeared in the EDX spectra related to the Au/CuO/GaN struc-
ture, as shown in Fig. 3b. It is noted that in the GaN region, the
weight percentages of Ga and N are relatively high compared to
the Au/CuO/GaN structure. The elemental mapping of the
elements that appeared in the full cross-sectional area is dis-
played in Fig. 3c.

The transmittance spectra of the prepared samples were
analyzed using a UV-visible spectrophotometer. The wave-
lengths ranged from 350 nm to 800 nm (encompassing the
visible, ultraviolet, and near-IR spectrums). As shown in Fig. 4a,
the produced samples exhibited a maximum transmittance
value ranging from 0.1% to 0.5% suggesting that samples with
high absorption values were generated. The maximum trans-
mittance value (0.5%) was found in GaN samples; this value
declined upon deposition of the CuO layer, and the metallic Au
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Fig.3
GaN hybrid structure photoelectrode.
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(a) EDX spectra of the GaN region, (b) EDX spectra of the Au/CuO/GaN hybrid structure photoelectrodes, and (c) mapping of the Au/CuO/
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Fig. 4 (a) Transmittance spectra of the prepared samples. (b and c)
Tauc plot of all samples.

above the GaN layer and attained the lowermost value (0.1%) for
the Au/CuO/GaN sample. For the GaN sample from 350 nm to
362 nm, the transmittance value is close to zero after that, and
the value starts to increase. Moreover, for CuO/GaN and Au/
CuO/GaN samples, the transmittance is comparable to zero
from 350 nm to 500 nm, which is an indication of the widening
of the absorption limit after the deposition of CuO and metallic
Au over GaN. For more investigation, the energy gap (E;) was
measured for all samples in Fig. 4b and c using the Tauc rela-
tion (ahv)’ = B(hv — E). The measured E, value for CuO/GaN
and Au/CuO/GaN structures was almost the same (~2.5 eV),
and for GaN, only E; was higher than that of the hybrid struc-
tures (~3.32 eV).

The photoelectrochemical behavior of the prepared samples
was evaluated using a three-electrode PEC cell system and
simulated solar irradiation (AM 1.5G). The three electrodes

16850 | RSC Adv, 2024, 14, 16846-16858
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included the working electrode, which represented the fabri-
cated sample, the counter electrode (Pt-sheet) and the reference
electrode (Ag/AgCl). Fig. 5a shows the J,,,~V curves of GaN, CuO/
GaN and Au/CuO/GaN photoanodes in the 0.1 M Na,SO, elec-
trolyte, and the scan rate was 10 mV s~ . In the absence of light
(dark condition), the J,,-V curves were insignificant, and under
the illumination condition, the photocurrent density (/1) of the
prepared samples increased with the increase in the applied
bias. The highest value of J,j, at 1.5 V vs. RHE in the case of GaN
reached ~0.8 mA cm™2, while in the case of CuO/GaN and Au/
CuO/GaN samples, the highest value of J,;, was comparable to
2 mA cm 2 and 4 mA cm 2 respectively. It is noted that by
depositing a CuO layer on GaN, the maximum J,, value
increased from 0.8 to 2 mA cm ™2, because CuO/GaN exhibited
a type-II band alignment which achieved effective separation of
the photogenerated charge carriers, thereby enhancing the PEC
performance.*

The Tafel plot characteristics were assessed to determine the
mechanism underlying the HER process, the Tafel plots for all
samples are displayed in Fig. 5b. The Tafel slopes were calcu-
lated using the relation V = 81log(/,n) + ¢. The anodic (8,) and
cathodic (8.) Tafel slopes are depicted in Table 2. Compared
with the GaN electrode, the Au/CuO/GaN hybrid structure
exhibited the smallest value of 8, and @, slopes. A low Tafel
slope value for the hybrid structure implies the high hydrogen
evolution efficiency. For more investigation, the Mott-Schottky
analysis (MS) was performed for all samples for the investiga-
tion of the carrier concentrations in addition to the confirma-
tion of the photoanode behaviours of the samples. The resulting
Mott-Schottky plots with the corresponding linear fitting were
depicted in Fig. 5c. The positive slopes for all samples
confirmed their photoanode behaviours. The concentration of
the charge carriers (ND) was calculated using the obtained
slopes via the relation Ny, = (2/ece,) x (slope)™'. The obtained
concentrations were ~5 x 10'® em ™3, ~9 x 10*® em™% and ~13
x 10" ecm? for GaN, CuO/GaN and Au/CuO/GaN, respectively.
The high carrier concentration for the Au/CuO/GaN anode may
have resulted from the deposition of the plasmonic gold layer.
Fig. 5d displays the transient current behaviour of the Au/CuO/
GaN hybrid structure under white light illumination at 1.5 V vs.
RHE in a 0.3 M Na,SO, electrolyte, and J,, was found to be
stable and high, which displayed reliable on/off photocurrent
characteristics.

In the PEC experiment, a voltage was carried out between the
counter and working electrodes to examine the PEC character-
istics including stability, Jon—V curve, and electrochemical
impedance. This applied voltage played an effective role in the
acceleration of the transportation process for charge carriers
between the working and counter electrodes, which would
affect the PEC's activity. As a result, the applied biased photon-
to-current conversion efficiency (ABPE%) was used to subtract
the excessive voltage, as described in eqn (5):****

7 ]Jph { (mA cm™2)

ABPE (%) = S0 S 55 (123 = [Phis(volt)) x 100 (3)

© 2024 The Author(s). Published by the Royal Society of Chemistry
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(a) Jpn—V curves of all samples in a 0.1 M Na,SO4 electrolyte. (b) Tafel plots of all samples. (c) Mott—Schottky measurements for all samples.

(d) Transient photocurrent measurement of the Au/CuO/GaN hybrid structure.

where [, stands for the photocurrent density, V bias is the
applied voltage, and P refers to the incoming light intensity (100
mW cm™?). ABPE% for all photoanodes under white light illu-
mination is shown in Fig. 6a. It is noted that the Au/CuO/GaN
sample exhibited a value of 0.015% for the ABPE% at 0 V vs.
RHE, revealing a good rate of light utilization compared to
other samples.

The photo-generated charge carriers collected for each inci-
dent photon at a certain wavelength are expressed as the
external quantum efficiency (EQE) or incident photon-to-
current conversion efficiency (IPCE%). Eqn (6) was used to
estimate the IPCE% for all prepared samples at 1.5 V vs. RHE:*®

Jon
S5 % 100 (6)

IPCE (%) = 1240 x
where p is the illuminating power (100 mW ¢cm™2) and 1 is the
incoming photons' wavelength in nanometers. The IPEC effi-
ciency was calculated at wavelengths ranging from 460 to
636 nm; for all samples, the maximum value was recorded at
460 nm. Different values of IPCE% as a function of wavelengths
for all samples are displayed in Fig. 6b. GaN-based photo-
electrodes exhibited a maximum value for IPCE equal to ~2.6%,
while in the case of CuO/GaN, the value was ~5%. The calcu-
lated IPCE% for Au/CuO/GaN was ~11.5% at 460 nm. As dis-
cussed, the Au/CuO/GaN sample exhibited the highest
efficiency and photocurrent density; this can be attributed to

© 2024 The Author(s). Published by the Royal Society of Chemistry

the role of the plasmonic gold metal that decorated the sample.
The function of plasmonic Au in the PEC process has several
interpretations including following, (i) photoabsorption can be
improved as a result of increased photons scattering by loaded
Au nanoparticles on the surface of the CuO/GaN heterostructure
but this explanation takes place only if Au particles greater than
50 nm;* (ii) the interaction between the localized electric field
of Au metal and the semiconductor can also lead to an increase
in the interband transition within it and hence improve the PEC
activity,*®*® to clarify more the Au metal can support a localized
surface plasmon included the visible light region resulted in
a radiated energy, this energy included the visible region and
can be transported to the semiconductor resulting in creation
electron-hole pairs within it and this depended on the energy
gap of the semiconductor, the band gap needed to be within the
visible region energy in order to enhance the PEC efficiency for
this semiconductor. Herein, this radiative energy which
includes the visible light region is insufficient to create a pair of
electrons and holes as the energy gap of CuO is comparable to
~1.2 eV; therefore, this effect can also be excluded in improving
the efficiency;* (iii) a hot electron will be injected from Au
towards the conduction band of the CuO layer by the action of
the surface plasmon resonance (SPR), and thus, the number of
conduction band electrons in CuO is increased with the aid of
Au plasmonic metal. Here, this effect is likely to have the
highest impact on increasing the PEC activity. It is important to
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Fig.6 (a) ABPE% for all photoanodes under white light illumination. (b)
Different values of IPCE% as a function of wavelength for all samples.

note that CuO/GaN displayed a type II junction, meaning that
the level of the CuO conduction band is higher than that of
GaN. As a result, electrons from the CuO conduction band can
be injected into the GaN conduction band based on their band
alignment, effectively separating the photogenerated charge
carriers and increasing PEC efficiency.***®

We will therefore focus on and conclude the other PEC
investigations using Au/CuO/GaN as the ideal photoanode
among other samples, as it showed the highest efficiency and
photocurrent density. As shown in Fig. 7a, the stability of the
Au/CuO/GaN heterostructure was investigated under white light
illumination at 1.5 Vvs. RHE in a 0.3 M Na,SO, electrolyte. The
photocurrent density was lowered from its beginning value
(~3.75 mA cm ™ ?) to roughly 2.9 mA cm ™2 after ~65 s, and then,
the value of Jp, stabilized at 3.06 mA em 2. The reason for this
sudden drop in the J,,, value is the photo corrosion process that
takes place between the photoelectrode and the electrolyte.
Theoretically, Faraday's rule in eqn (7) was used to determine
the moles of hydrogen produced by the PEC water splitting
process:**

t
H,(moles) = J ﬁdl (7)
0 F
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Fig. 7 (a) Stability of the Au/CuO/GaN heterostructure under white
light illumination at 1.5 V vs. RHE in a 0.3 M NaySO, electrolyte. (b)
Produced moles of hydrogen as a function of time.

where F denotes the Faraday constant (9.65104 C mol ') and ¢
represents the time. The produced moles of hydrogen as
a function of time are presented in Fig. 7b, which was estimated
using the measured J,, — time data. The number of hydrogen
moles was 3246 umol h™' em™>. In comparison to the previously
validated GaN-based PEC photoelectrodes, the optimized Au/
CuO/GaN photoelectrode in this work demonstrated a greater
photocurrent density and conversion efficiency. Table 1 pres-
ents an overview of our Au/CuO/GaN electrode's PEC perfor-
mances in comparison to other GaN-based photoelectrodes
found in the literature.

Comprehending the formation, separation and movement of
the photoexcited electron-hole pairs within the Au/CuO/GaN
heterostructure system is crucial in clarifying its improved
PEC water-splitting capabilities. The suggested mechanism for
the charge transfer process through the Au/CuO/GaN hybrid
structure is displayed in Fig. 8. CuO has a work function of
around 5.97 eV, which is larger than the work function of Au (5.1
eV), revealing that the CuO layer has a substantially lower Fermi
level than Au.?*® As a result of the decoration of CuO/GaN with
Au, the electrons will successfully drift from Au to CuO because
of the obvious differences in Fermi levels until the balanced
state is achieved for the Fermi levels in both materials; there-
fore, a Schottky barrier is established between Au and CuO,
leading to a downward band bending for CuO. Under the illu-
mination conditions, the hot energetic electrons created in the
Au layer will successfully overcome the Schottky barrier and be
injected into the conduction band of CuO, which causes the
formation of holes in Au and the accumulation of the hot
electron in the conduction band of CuO. Moreover, the incident

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Table 1 Previous studies of GaN-based electrodes for the PEC water-splitting process

Photocurrent Voltage vs. Light intensity
Sample density (mA em™?) RHE (V) Electrolyte (mW em™?) Ref.
InGaN/GaN 0.16 2 0.1 M Na,SO, 100 63
ZnS/AuNPs/GaN 1.15 0 1 M NaOH 100 2
GaN NRs/Ta foil 0.165 0.6 1 M oxalic acid 100 64
NiO/GaN 0.4 0.5 1 M HCI 100 65
GaN NRs 0.3 0 1 M NaOH 90 66
p—n GaN 0.16 1.23 0.1 M Na,SO4 100 67
GaN nanowire/Si 0.55 0 1 M NaOH 100 68
InGaN 2.4 1.6 1 M HBr 100 69
n-GaN 0.15 0.8 1 M NaOH 100 70
Au/CuO/GaN 4 1.5 0.3 M Na,SO, 100 This work

(0)
&

2H,0

k Working electrode

,tde+4H*

Na,SO,

(o)

Pt electrode

&

Fig. 8 Suggested mechanism of the charge transfer process through the Au/CuO/GaN hybrid structure.

photons on the CuO layer will make a photoexcitation process
and create photogenerated electrons and holes inside it. Based
on the CuO/GaN heterostructure's band alignment, both the
electrons generated by the incident light and the hot energetic
electrons injected by Au in the CuO conduction band will
further transfer from the conduction band of CuO to the
conduction band of GaN. Then the injected and generated
electrons in the conduction band of GaN will transfer to the
external circuit and arrive at the platinum electrode for
achieving the reduction process of H' to H, on this electrode.
Furthermore, the photo-generated holes created near the
surface of CuO and Au layers will be responsible for achieving
the oxidation process of water to O, via the capture of electrons
from the electrolyte (water) and form O,.**

In order to examine the charge transfer processes taking
place at the interface between the semiconductor and the

© 2024 The Author(s). Published by the Royal Society of Chemistry

electrolyte, electrochemical impedance spectroscopy (EIS) was
applied to the prepared photoanodes. The experiment was
tested at 0 V vs. RHE, room temperature (~25 °C) and
frequencies between 0.01 Hz and 100 kHz. Additionally, the
ZsimpWin software was employed for fitting the obtained data
and the extraction of the equivalent circuit. Fig. 9 displays the
Nyquist plots of the fitted and experimental EIS data for all
photoelectrodes; the experimental data are indicated by
symbols, and the fitting curves are displayed as dashed lines.
The circuit model used to fit the obtained EIS data is provided
in the insets of Fig. 9a; it is simply composed of three elements,
namely, R, R and CPE. The values of the equivalent circuit
parameters are recorded in Table 2. Ry is the electrolyte resis-
tance which represents the resistance of the charges within the
electrolyte. For the GaN sample R, was recorded as 97.95 Q cm?,
and this value diminished to 15.14 Q cm? for the Au/CuO/GaN

RSC Adv, 2024, 14, 16846-16858 | 16853
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Table 2 Values of the equivalent circuit parameters obtained from EIS data and anodic (8,) and cathodic (8.) Tafel slopes

Sample Rs (Q cm™?) Ret (Q cm™?) CPEy (F cm ™ ?) CPEp (—) Ba (mV dec™ ) Be (mV dec™ )
GaN 97.95 49902 6.7 x 107® 0.97 225 780
CuO/GaN 54.85 3748.8 1.1 x 1077 0.91 173 1055
Au/CuO/GaN 15.14 102.79 2.5 x 107° 0.83 170 590

hybrid structure. R . denotes the resistance for the movement of
the charges across the interface between the photoanode and
the electrolyte, and the more effective charge transport could be
provided by the small value of R.. R is signified by the diam-
eter of the semicircle in the Nyquist plot, where it decreases as
the semi-circle size decreases.”>* R exhibited the highest value
for GaN as 49 902 Q cm ™2, and this value decreased to 3748.8 Q
em™? and 102.79 Q cm ? for CuO/GaN and Au/CuO/GaN,
respectively. The low R, value for Au/CuO/GaN compared with
the other samples justifies the large obtained photocurrent
density. The capacitance corresponding to the double layer
formed between the active electrode and the electrolyte can be
indicated by the constant phase element (CPE).*”*° Generally,
CPE may manifest as a result of (i) the nature of the electrode,
(ii) porosity, and (iii) the inhomogeneity of the electrode-elec-
trolyte interface.®®** CPE is described in eqn (8):*

1

(CPEqp)(iw) "™ ®)

ZCPE =

where CPE; and CPEp are constants that are independent of
frequency and w represents the angular frequency. The constant

16854 | RSC Adv, 2024, 14, 16846-16858

phase element is identified by two values of CPE and CPEp. The
value of CPEr is associated with the capacitance and active area,
whereas CPEyp is the exponent of the constant phase element
and it corresponds to the surface roughness of the photo-
electrode; rougher surfaces correlate with lower CPEp values.
The CPEp values range from 0 to 1, and for ideal capacitance
without defects, CPEp is 1, whilst CPE, values of 0 and 0.5
signify a resistance and Warburg behavior, respectively.®® As
presented in Table 2, Au/CuO/GaN recorded the highest value
for CPEr (2.5 x 10~° F em™?), which implies that it acquired
a large capacitance among the other electrodes; moreover,
a lower value of CPEp (0.83) indicates its high roughness value.
Finally, from the impedance data, it was observed that the Au/
CuO/GaN hybrid structure achieved a lower value for Ry, R
and CPEp and a larger value for CPEy. All these factors made it
an influential electrode in the PEC water-splitting process
compared with the other electrodes.

For the investigation of the purity of the Au/CuO/GaN pho-
toanode, XRD diffraction patterns were performed after PEC
tests. Fig. 10 displays the comparison between the peaks before
and after PEC measurements. After the PEC measurements,

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 10 XRD diffraction patterns before and after the PEC test for the
Au/CuQ/GaN photoelectrode.

there was no change in the peak positions or the emergence of
new ones, indicating its high stability. However, the intensity of
the peaks slightly decreased compared with the previous PEC
tests. This implied the good stable nature of the Au/CuO/GaN
photoanode.

4. Conclusion

In summary, high-quality nanoflower Au/CuO/GaN hybrid
structures have been successfully prepared by a combination of
techniques, namely, successive ionic layer adsorption and
reaction (SILAR), RF/DC sputtering, and metal-organic chem-
ical vapour deposition (MOCVD). X-ray diffraction (XRD) anal-
ysis revealed the presence of sharp and strong peaks at 35.5°
and 38.6°, ascribed to the (002) and (111) lattice planes,
respectively, indicating the monoclinic phase of CuO according
to the reference (PDF card, no. 01-089-2531). A small intense
peak at 44.4° confirmed the presence of metallic gold. Scanning
electron microscopic (SEM) images displayed the nanoflower
morphology at both high (1 pm) and low magnifications (500
nm). Energy-dispersive X-ray (EDX) spectra confirmed the
presence of N, Ga, Cu, O and Au elements in the hybrid struc-
ture. Transmittance spectra showed low values, indicating
enhanced absorption of the samples within the 350 nm to
800 nm range. Photoelectrochemical (PEC) measurements
revealed an incident photon-to-current conversion efficiency
(IPCE%) of approximately 11.5% at 460 nm, while the anodic
photocurrent bias potential efficiency (APBE%) was recorded as
0.015% at 0 V vs. RHE. Electrochemical impedance spectros-
copy (EIS) measurements exhibited low values for a series
resistance (R,) of 15.14 Q@ cm™ > and a charge transfer resistance
(Rer) of 102.79 Q cm™?, indicating the highly effective perfor-
mance of the nanoflower Au/CuO/GaN hybrid structures in the
PEC water-splitting process. This study demonstrates the effi-
cient preparation and characterization of high-quality nano-
flower Au/CuO/GaN hybrid structures, highlighting their

© 2024 The Author(s). Published by the Royal Society of Chemistry
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potential for enhanced photoelectrochemical water-splitting
applications.
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