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Comparative assessment of FTO and ITO
substrates for BiVO,4 photoanodes:
superior surface quality enabling faster
water oxidation in ITO
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We fabricated bismuth vanadate (BiVO,4) photoanodes using the metal-organic decomposition (MOD)
method on fluorine-doped tin oxide (FTO) and indium tin oxide (ITO) substrates to compare their
photoelectrochemical (PEC) performance. The current density of FTO/BiVO, (F/B, 0.671 mA cm™2 at
1.23 Vgue) was higher than that of ITO/BiVO, (I/B, 0.210 mA cm™2 at 1.23 Vgye). Although the surface
quality of BiVO, appeared to be better when grown on ITO, the poor junction between ITO and BiVO,
was identified as the primary cause of the low current density, as evidenced by the lower charge
separation efficiency and higher resistance observed in the I/B (F/B: 112.1 Q, I/B: 249.3 Q). Pattern-
ilumination time-resolved phase microscopy (PI-PM) further revealed that more electrons remained on
the I/B surface due to inefficient electron transfer to the ITO substrate. In addition, rapid trap-mediated
recombination in the I/B, as confirmed by near-field heterodyne transient grating (NF-HD-TG) analysis,
further supports these findings and likely contributes to the low current density. However, it was
observed that water oxidation occurred more rapidly on I/B (t = 0.281 s) compared to F/B (t = 0.553 s),
which appears to be due to the superior surface quality. This suggests that if substrate damage from
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1. Introduction

Transparent conducting oxides (TCOs) are essential components
of many optoelectronic systems, such as photoelectrochemical
(PEC) cells, solar cells, and LEDs, because they combine high
optical transparency with electrical conductivity."* TCOs serve as
substrates for photoelectrodes by providing strong interfacial
adhesion to mechanically support the photoactive semiconductor
layer and by ensuring efficient charge transfer to the external
circuit through good electrical contact. Ideally, TCOs must possess
high electrical conductivity, excellent optical transparency, and
long-term stability. In addition, they should be composed of
abundant elements, exhibit chemical and thermal stability under
demanding fabrication conditions, and possess smooth surface
morphology.>*>® As such, TCOs with high optical transparency
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heat can be minimized, ITO may be more suitable than FTO for photoelectrodes for water oxidation.

and electrical conductivity, such as fluorine-doped tin oxide (FTO)
and indium tin oxide (ITO), have been widely employed in
practical applications despite not being perfectly ideal, due to
their sufficiently high performance.

FTO is an n-type material with a wide band gap, typically
greater than 3.6 eV, and is heavily doped with fluorine. It
exhibits excellent chemical stability and is composed solely of
elements abundant on Earth. It also offers high carrier mobi-
lity, low resistivity (~3.7 x 10”* Q cm), and high thermal
stability (stable up to ~700 °C). However, it has the drawback
of high surface roughness (R, ~ 13.5 nm)."”® This roughness
hinders effective contact with the semiconductor material and
may result in poor charge transfer at the interface, thereby
adversely affecting electrode efficiency. Despite this limitation,
its above-mentioned advantages make it widely used in the
fabrication of photoanodes for PEC cells.”™*

ITO, doped with indium, is an n-type degenerate semi-
conductor with a wide band gap of more than 3.5 eV. Among
the TCOs, the ITO has the smoothest surface (<1 nm rms) and
exhibits excellent transmittance (86.0% at 550 nm) in the
visible light range. However, it contains indium as mentioned
above, a very rare element, which leads to high production
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costs. Moreover, it has poor temperature stability (stable up to
~250 °C), leading to high resistance.”>* Nonetheless, it con-
tinues to be used in various PEC applications due to its smooth
surface characteristics and high conductivity.">™”

This study aims to identify which of the two substrates, FTO
or ITO, exhibits higher efficiency as a photoanode substrate in a
PEC cell, and to investigate the underlying reasons for the
difference in performance. Bismuth vanadate (BiVO,) was used
as the semiconductor material for the photoanode. In many
studies, both FTO and ITO substrates have been widely
employed for fabricating the BiVO,-based photoanodes.>'%'#2
BiVO, is one of the materials widely used as a photoanode in
PEC cells due to its narrow band gap (2.4-2.5 eV) and the
appropriate energy position of its valence band (VB) edge, which
provides a strong driving force for water oxidation.>*** The main
methods for depositing BiVO, on conductive substrates include
electrodeposition,”?” hydrothermal synthesis,”**° and the
metal-organic decomposition (MOD) method.”?°** Among
these, we selected the MOD method to deposit BivO, on FTO
and ITO substrates in this study.

In this study, the F/B, in which BiVO, was deposited on FTO,
exhibited a higher current density than the I/B, where BiVO,
was deposited on ITO. To investigate the origin of efficiency
differences depending on the substrate, various techniques
were employed, including electrochemical measurements
and spectroscopic methods such as pattern-illumination time-
resolved phase microscopy (PI-PM) and near-field heterodyne
transient grating (NF-HD-TG), which observe charge carrier
dynamics. In particular, the NF-HD-TG method provides
detailed information of the individual components of charge
carrier dynamics within a photoelectrode and has been
employed in several studies®*—> to extract time constants for
processes such as water oxidation and recombination. We also
used this method to investigate charge carrier dynamics. The
surface quality appeared to be better when BiVO, was grown on
ITO than on FTO, as evidenced by the SEM images and
photovoltage. However, the primary reason for the low current
density observed in the I/B was identified as the poor junction
between ITO and BiVO,, which resulted in reduced charge
separation efficiency and increased resistance. Nevertheless,
NF-HD-TG measurements revealed that water oxidation
occurred more rapidly in the I/B than in the F/B, which is likely
attributable to its superior surface quality. This finding sug-
gests that if thermal damage to the substrate can be minimized,
ITO may offer greater suitability than FTO for photoelectrode
applications.

2. Experimental
2.1 Synthesis

A BiVO, photoanode of monoclinic scheelite (MS) phase was
fabricated via the MOD method.®?°3?3¢ The precursor was
prepared with a 1:1 molar ratio of Bi to V (0.9 mmol each).
Bismuth(m) nitrate pentahydrate (Bi(NOj);-5H,O, Sigma-
Aldrich) was completely dissolved in acetic acid (0.6 mol L")
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and vanadyl acetylacetonate (VO(acac),, Sigma-Aldrich) was
dissolved in acetylacetone (0.09 mol L '). The two solu-
tions were mixed and stirred at 70 °C and 1500 rpm for over
30 minutes. The FTO (~7 Q sq !, Sigma-Aldrich) and ITO
(8-12 Q sq ', Sigma-Aldrich) substrates were first washed with
a synthetic detergent and then sonicated in a mixed solution of
acetone and ethanol for 30 minutes. After spin-coating 260 pL of
the BiVO, precursor at 2000 rpm for 20 seconds on each cleaned
substrate, the film was annealed at 450 °C for 30 minutes in a
furnace. This spin-coating and annealing process was considered
one cycle, and this process was repeated 15 times. In the final
step, an additional annealing was performed at 450 °C for
10 hours to achieve complete crystallization.

2.2 Characterization

Scanning electron microscopy (SEM, Carl Zeiss, Gemini 560)
was used to analyze the film morphologies. In addition, the
crystal structures of the films were confirmed by analyzing their
X-ray diffraction (XRD) patterns using an X-ray diffracto-
meter (Rigaku, Miniflex 600). UV-Vis absorption spectra were
observed in the range of 400-800 nm using a UV-vis spectro-
photometer (Agilent Technologies Cary 8454 UV-vis) to analyze
the optical properties of the photoanodes. In addition,
the elemental compositions of the samples were obtained
using X-ray photoelectron spectroscopy (XPS, Ulvac-PHI, PHI
Quantera-II).

2.3 PEC measurements

A potentiostat (CHI650E) was used to investigate the photo-
electrochemical properties of the films under AM 1.5 G light
provided by a solar simulator (100 mW cm 2, Xe lamp).
Photocurrent density-voltage curves (J-V curves), photocur-
rent density-time curves (J-t curves), photoelectrochemical
impedance spectra (PEIS), open-circuit potentials (OCPs), and
Mott-Schottky (M-S) plots were measured using the potentio-
stat. All PEC measurements were performed using a PEC cell
equipped with a three-electrode system consisting of BiVO,-
based photoanode (working electrode), Pt (counter electrode),
and Ag/AgCl (reference electrode), with 1 M potassium borate
buffer solution (KBi, pH 9.0) as the electrolyte. The applied
potential was converted to the reversible hydrogen electrode
(RHE) scale using the Nernst equation below (eqn (1)), with
Exg/agar calculated as 0.197 V at 25 °C.

Erue = Eagiagcr + 0.059pH + EQgiagci (1)

Charge separation and transfer efficiencies were calcul-
ated using the following equations based on previous
studies.®”®

Photocurrent = Japs X fsep X Nerans (2)
Nsep :]Nazso3/.]abs (3)
TMtrans :JHZOUNaZSOS (4)
q [
Jabs = h_J AP ped” (5)
€J300

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Jabs represents the photon absorption rate expressed as
photocurrent density. It was calculated using eqn (5) according
to a previous study,*” and the wavelength range was set to 300-
520 nm considering the band gaps of the samples. In eqn (5),
g is the charge of an electron, while & and c¢ represent the
Planck constant and the speed of light, respectively. Here, @,
corresponds to the photon flux of the AM 1.5 G solar spectrum,
and nyge is the light harvesting efficiency. 5, denotes
the charge separation efficiency, and #.ns refers to the charge
transfer efficiency. In the presence of a hole scavenger, #ans iS
assumed to be 1, allowing eqn (3) to be derived from eqn (2).
The photocurrent density measured in the presence of Na,SO;
(Jnays0,) Was used to calculate #ans using eqn (4), which is
derived from eqn (2) and (3).

2.4 Time-resolved measurements

To investigate the dynamics of photo-excited charge carriers in
photoanodes, we utilized the NF-HD-TG technique. The
detailed principle of this method has been described in pre-
vious studies.’>**?*3392 I brief, the third harmonic output of
a Nd:YAG laser was used as the pump light (355 nm, 0.7 mJ per
pulse, 10 Hz), and a continuous wave (CW) diode laser (638 nm)
served as the probe light. The pump light was irradiated onto
the films to generate a transient grating, and both signal and
reference (Oth order diffraction) were detected at the Oth order
spot. By controlling the distance between the sample and
the transmission grating, the signal intensity was optimized
through interference between the signal and the reference.
A photodiode (Thorlabs, PDA36A2) was used as the detector,
with an edge filter (Semrock RazorEdge, LP02-355RU, 355 nm)
and a long pass filter (Thorlabs, FELH0600, 600 nm) placed in
front of it to remove the scattered pump light and fluorescence
generated from the excited sample. The NF-HD-TG responses
were monitored and recorded using an oscilloscope (Teledyne
LeCroy, T3DS03504). These measurements were performed at
0 Vgye in 0.1 M phosphate buffer solution (KPi, pH 7) and at
1.4 Vgye (in KBi, pH 9) using the same three-electrode system as
employed in the PEC measurements.

The pattern-illumination time-resolved phase microscopy
(PI-PM) method is a time-resolved pump-probe microscopy
where the pump (355 nm, 0.5 m]J per pulse, 0.5 Hz) and probe
light (532 nm, 0.02 mJ per pulse, 0.5 Hz) are collimated to
illuminate the sample surface with a diameter of ~0.5 mm and
the photo-excitation of charge carriers is observed via the
phase-contrast imaging, namely a refractive index change by
adjusting a slightly modified focus point.** Both the pump and
probe lights are pulsed light with a pulse width of a few
nanoseconds (3-4 ns), and the time-resolved image can be
obtained by controlling the timing of the two pulses. An
arbitrary pump light pattern is used to photo-excite charge
carriers within the sample. These carriers are then subjected to
processes such as charge trapping, recombination, and trans-
fer. The spatial distribution of the photoexcited charge carriers
is visualized. There are several key points to this method: the
noisy image due to pulse-laser imaging is recovered by math-
ematical and statistical calculations called “total-variation

© 2025 The Author(s). Published by the Royal Society of Chemistry
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regularization” and the pattern-illumination is used for this
purpose, and this mathematical procedure naturally connects
the spatial and temporal tensor data and recovers the image
sequence using a penalty term that sums the derivatives in the
spatial and temporal directions;** the carriers trapped at the
surface/defect states are efficiently observed through changes
in the refractive index, which are not observed directly by the
transient absorption or time-resolved photoluminescence; dif-
ferent types of carriers on a surface are distinguished by the
sign of the refractive index change and the distribution change
by the carrier scavengers contacting via the solution interface.
A sample film on a substrate was sandwiched by another glass
substrate with a rubber spacer (thickness; 0.5 mm). An amount
of 0.15 mL of liquid was introduced into the gap layer. Each
sample was measured in contact with acetonitrile (ACN), etha-
nol (EtOH), and a solution of 0.1 mM nitrobenzene in EtOH
(NB/EtOH), respectively. ACN was used as an inert solution to
prevent charge transfer from the photocatalytic materials to the
liquid. EtOH was used as a hole scavenger, while the NB/EtOH
served as a scavenger for both electrons and holes.

3. Results and discussion

XRD patterns, as shown in Fig. 1, were measured to confirm
the crystallinities of the films. The at symbol (@) indicates
a diffraction peak originating from the SnO, of the FTO
substrate,”>*® and the asterisk (*) sign corresponds to the
In,0; peak from the ITO substrate.””*® The hash (#) sign
represents the BiVO, in the MS phase.”*° These results confirm
that BiVO, was successfully synthesized on both the FTO and
ITO substrates.

The surface morphologies of each film were examined using
SEM. The cross-sectional SEM images of the films, provided in
Fig. S1 in the SI, show that the BiVO, layer has a thickness of
approximately 200 nm on both substrates. Additionally, as
shown in Fig. 2, typical BiVO, morphology was observed on

@FTO —1/B
200004 * |TO # ——FIB
# BiVO,

15000 -
10000
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N

@
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Signal intensity (a.u.)

30 40 50

2 theta
Fig. 1 XRD patterns of F/B (black) and I/B (red) films. The at (@) sign
corresponds to the diffraction peaks arising from SnO, of the FTO
substrate (JCPDS No. 01-079-6887), the asterisk (*) indicates the diffrac-
tion peaks of In,O5 originating from the ITO substrate (JCPDS No. 01-089-
4597) and the hash (#) corresponds to the BiVO,4 (JCPDS No. 14-0688).
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both substrates, although the particle arrangement differed.
The F/B exhibited well-defined BiVO, particles with visible
pores, while the I/B showed a more densely packed and con-
tinuous structure. Namely, the I/B exhibited a lower degree of
surface porosity compared to the F/B. As excessive porosity can
allow the electrolyte to penetrate through to the substrate,
which negatively impact cell performance,* the reduced por-
osity in the I/B may be beneficial.

To investigate whether the absorption properties of BiVO,
are influenced by the choice of substrate, UV-vis absorption
spectra were measured, as shown in Fig. 3a. The corresponding
Tauc plots, derived from these spectra, are presented in Fig. 3b.
As shown in Fig. 3, the absorption characteristics of BiVO,
were not significantly affected by the use of either FTO or ITO
substrates. To obtain reliable direct band gap values, we
applied an proper extrapolation (PE) method>'"” to fit the Tauc
plots. The direct band gap®*>* values were consistent with the
theoretical direct band gap of the BiVO, (2.4-2.5 eV).

To analyze the chemical and electronic environments of the
film surfaces, XPS measurements were conducted. As shown in
the XPS survey spectra in Fig. S2 in the SI, the presence of Bi, V,
and O peaks confirmed that BiVO, was successfully deposited
on both substrates. In Fig. 4a and b, Bi 4f peaks were observed
at binding energies of approximately 164.6 eV (Bi 4fs,) and
159.3 eV (Bi 4f;),) for both the F/B and the I/B. Similarly, V 2p
peaks appeared at around 524.4 eV (V 2py,,) and 516.9 eV (V 2p;),),
as shown in Fig. 4c and d. The O 1s spectra in Fig. 4e and f
displayed signals corresponding to lattice oxygen (Oy), oxygen
vacancies (Oy), and chemisorbed oxygen species (0,),>*>
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N
n
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Fig. 3
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observed at 530, 531.4, and 532.5 eV, respectively. Detailed
information from the XPS spectra (e.g., binding energies,
intensities, and FWHM) is presented in Tables S1 and S2 in
the SI. Based on the Bi 4f and V 2p spectra, we were able to
confirm once again that BiVO, was successfully grown on both
FTO and ITO substrates, with no chemical shift observed in the
XPS spectra. In the O 1s spectra, the intensity of Oy was
observed to be higher in F/B than in I/B, indicating that I/B
possesses fewer active sites.

To assess the PEC performances of each sample, linear
sweep voltammetry (LSV) was conducted to obtain J-V curves.
From these measurements, both the onset potential and photo-
current density were determined. As illustrated in Fig. 5a, the
F/B showed a current density of 0.671 mA cm ™2 at 1.23 Vgyg,
whereas the I/B exhibited 0.210 mA cm 2. In terms of onset
potential, the F/B demonstrated a value of 0.509 Vgyg, while the
1/B displayed 0.687 Vgyg. Based on a previous study,>® the onset
potential was defined as the point at which the first derivative
of the J-V curves first reached 0.2 mA cm ™2, Since the I/B exhibited
a higher onset potential and lower current density compared to
the F/B, it clearly indicates that BiVO, deposited on FTO offers
significantly better PEC performance than on the ITO.

Fig. 5b shows the J-t curves measured to evaluate the
stabilities of the samples. The measurements were conducted
at 0.8 Vgug based on conditions from a previous study,”” using
a 1 M KBi buffer solution (pH 9), which was also used in all
PEC measurements. The photocurrent density of the F/B
decreased for approximately 1000 s and then increased, while that
of the I/B rapidly decreased within about 300 s and subsequently
increased gradually. According to X. Cao et al., the initial decrease
is attributed to the dissolution of V°*, while the subsequent
increase results from a photoactivation process.”” The faster
current decay in the I/B indicates a more rapid V> dissolution,
suggesting that its stability is lower than that of the F/B. Further-
more, the photoactivation effect appears to be more prominent in
the F/B. This suggests that additional consideration of the electro-
Iyte is required when employing ITO for BiVO,.

Applied bias photon-to-current efficiencies (ABPEs) were
calculated based on the LSV data using the equation described

b) 30
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(a) Absorption spectra obtained from UV-vis measurements in the 400—800 nm range, and (b) the Tauc plots of the F/B and the I/B films.
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Fig. 5 (a) J-V curves obtained via linear sweep voltammetry (LSV) under illumination (solid lines) and in the dark (dotted lines), (b) J-t curves measured
at 0.8 Vrpe, (€) charge separation and (d) transfer efficiencies measured in the presence of hole scavenger (Na,SOs) in the electrolyte. Data for the F/B
(black) and the I/B (blue) films.

in a previous study.’®>® As shown in Fig. S3 in the SI, the ABPE% To evaluate the charge separation and transfer efficiencies of
of the F/B was observed to be higher than that of the I/B the films, J-V curves were measured in the presence of the hole
(F/B: 0.083%, I/B: 0.029% at 1.0 Vgyg). scavenger Na,SO; (Fig. S4 in the SI). As shown in Fig. 5¢ and d,
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Fig. 6 (a) OCP vs. time plots of F/B (black) and I/B (blue) measured for 200 s each under dark and illumination conditions. (b) OCP values and

photovoltages under dark (red circle) and illumination (grey square) conditions.

the efficiencies were calculated using the eqn (2)—(4). The Japs
values were 6.200 mA cm ™2 and 6.307 mA cm ™ for the F/B and
1/B, respectively. In the terms of charge separation efficiency
(Fig. 5¢), the F/B exhibited significantly higher efficiency than
the I/B across the entire applied voltage range (0.55-1.4 Vgyg),
indicating that photogenerated carriers in the bulk of the I/B
were not effectively separated. This inefficiency may be attrib-
uted to the poor junction between ITO and BiVO,, which could
have induced Fermi level pinning and consequently reduced
the charge separation efficiency.

In contrast, for the charge transfer efficiency (Fig. 5d), the
I/B exhibited lower efficiency than the F/B at relatively low
applied voltages, but an inversion occurred at higher voltages,
where the I/B exhibited better transfer efficiency. At relatively
low voltages, the I/B exhibited poor charge separation and
transfer efficiencies, which likely explains its higher onset
potential. However, at higher applied voltages, the improved
transfer efficiency in the I/B may result from differences in the
BivO, growth conditions depending on the substrate. This
enhancement suggests that BiVO, exhibits superior surface
quality on ITO compared to FTO, as supported by the SEM
images.

The OCPs measured under dark and illumination condi-
tions (Fig. 6) were used to determine the photovoltage of the
films. The photovoltage, defined as the difference between the
OCP values under dark and illuminated conditions, was
observed to be larger for the I/B. This suggests that the space
charge layer was more effectively generated in the I/B than in
the F/B, indicating that the interfacial junction between the
BiVO, surface and the electrolyte is more favorable when BiVO,
is deposited on ITO under unbiased conditions. This result
provides additional evidence that the surface quality of BiVOj, is
enhanced when grown on ITO. In addition, the slower voltage
decay observed in the I/B upon light-off further indicates that
the space charge layer is more effectively formed in the I/B
(Tables 1 and 2).

Fig. 7 shows the M-S plots of each sample measured under
dark conditions at 500 Hz. The flat band potential (Veg) was
determined from the x-intercept of the M-S plot, and the donor

Mater. Adv.

Table 1 List of flat band potentials (V¢g) and donor densities (Np) of the
F/B and the I/B films

Vin Np/10*® em ™
F/B 0.71 2.18
/B 0.58 3.03

Table 2 The resistance values of the F/B and the I/B films. (Rs: the
resistance between the conductive substrate and the semiconductor, Rq:
the resistance in the bulk, and R;: the resistance between the semicon-
ductor and the electrolyte)

Rs () Ry (Q) R, (Q)
F/B 112.1 111.9 1390
1/B 249.3 251.3 35733

density was calculated using the following eqn (6).°° In this
equation, Ny, represents the donor density, V is the applied
potential, and ¢, is the relative permittivity®" (68 for BiVO,). The
Vs and Np values are summarized in Table 1.

1.41 x 10%(cm x F2 x V7!)

-3\
Np(em™) = & x A2(cm*) x slop(F~2 x V-1)

(6)

The Vyp is closely related to the onset potential; generally, a
lower Vg corresponds to a lower onset potential. However,
although the I/B exhibited a lower Vg compared to the F/B, it
showed a higher onset potential, as shown in Fig. 5a. According
to a previous study,®® photovoltage and water oxidation kinetics
can influence the V. In the case of the I/B, the large difference
between the onset potential and Vg may be due either to an
insufficient number of surface-trapped holes or to a low-rate
constant for water oxidation.

The Np was found to be higher in the I/B, which may be one
of the causes of Fermi level pinning. Due to Fermi level
pinning, charge carriers could not be effectively separated,
which is consistent with the charge separation efficiency results
shown in Fig. 5c, likely leading to the lower PEC performance
observed in the I/B.

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 7 M-S plots of F/B (black) and I/B (blue) films, measured in an
aqueous solution under the dark condition at 500 Hz.

PEIS was conducted to investigate the transport and transfer
kinetics of charge carriers by analyzing the resistance values at
interface. Fig. 8 presents the Nyquist plots of the F/B and the
I/B, with the inset displaying the equivalent circuit diagram
used for fitting. In this model, R, represents the overall series
resistance of the circuit, R; corresponds to the bulk resistance,
and R, denotes the interfacial resistance between the semi-
conductor and the electrolyte. The resistance values for each
film are listed in Table 2.

R, is associated with the junction quality of the film; when
the contact between the conductive substrate and the semi-
conductor is inadequate, R; tends to increase. A signifi-
cantly larger Ry was observed for the I/B, suggesting that the
junction at the ITO/BiVO, interface was not properly formed.
As a result of this poor contact, the charge separation effi-
ciency was also diminished as shown in Fig. 5c. Since ITO is
thermally less stable, repeated processing at high tempera-
tures (450 °C) may have damaged the substrate. This, in turn,

10000

= F/B
= /B
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E
=
o
=
N 4000
2000 -
SnO, Semiconductor
0 -1 T T T
0 2000 4000 6000 8000
Z'/ohm

Fig. 8 The Nyquist plots of the F/B (black) and the I/B (blue), measured at
0.5 Vrpue; the inset displays the equivalent circuit diagram used for fitting.
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likely impaired its ability to form a proper junction with
BiVO,, resulting in a poorly formed interfacial contact
between ITO and the BiVO,.

R, is related to the bulk conductivity, while R, corresponds
to the hole transfer efficiency. In agreement with the charge
separation efficiency results, the F/B exhibited better conduc-
tivity than the I/B, which showed a higher R, value. Although
the I/B exhibited better surface quality, its higher R, and R,
were likely due to the poor interfacial junction and inefficient
charge separation, which may have resulted in a lower concen-
tration of surface-trapped holes or a smaller reaction rate
constant for water oxidation.

Based on the SEM images and photovoltage results, the
surface quality of BiVO, appears to be superior when deposited
on ITO. However, the poor junction between ITO and BiVO,
seems to have degraded the bulk quality of the film. This is
considered the main factor limiting the performance of the I/B,
despite its other favorable properties.

The PI-PM method was applied for the F/B and I/B. This
method monitors the density change of the trapped charge
carriers after the free charge carriers (electrons and holes) at
the conduction and valence bands are trapped to the surface/
defect states, followed by recombination. This technique ana-
lyzes locally trapped charge carrier responses with the micron-
level resolution to provide distinct responses for electrons and
holes,®> which can be confirmed by the scavenger effect (Fig. S5
and S6 in the SI, for the F/B and I/B, respectively). Fig. 9 shows
the comparison of the trapped charge carrier behavior between

A
(C) 50

N
o

)
o

Signal intensity(a.u.)
o

-50
1072 10° 102
Time(us)
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3 25
©
=
B
g 0
IS
T
c
©-25
w
50 : : :
—_— 102 10° 102
10 ym Time(us)

Fig. 9 The PI-PM analysis results for the (A) F/B and (B) the I/B, respec-
tively. (a) Corresponds to a microscopic image, and the corresponding
categorized map is shown in (b), and the scale bar corresponds to 10 pm.
The averaged responses for the categorized responses are shown in (c).
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F/B and I/B. Both the F/B and I/B exhibited two types of
responses: positive (electron) and negative (hole). Both charge
carriers decayed for 0.3-1.3 microseconds. After checking sev-
eral different regions, the decay times of the holes and elec-
trons for the I/B became faster and slower than those of the F/B
(the hole decay time: 0.6 to 0.3 ps; the electron decay time: 0.7
to 1.3 us), and the electron response for the F/B surface was
much weaker than that of the I/B.

The result indicates that the electrons are transferred to an
FTO substrate more smoothly, which caused the signal
response to be smaller. On the other hand, more electrons
remained for I/B and trapped in the surface states, causing the
slower decay. This suggests that the electrons were not effi-
ciently transferred to the ITO substrate, which is likely due to
the poor junction between the ITO and the BiVO,, consistent
with the higher Rq.

NF-HD-TG responses were measured in KPi (pH 7) at 0 Vgyg
and in KBi (pH 9) at 1.4 Vgyg to investigate the dynamics of
photo-generated holes and electrons in the F/B and I/B. Under
the 0 Vyyy condition, water oxidation does not occur;*** thus,
the slow decay of long-lived holes can be attributed to recom-
bination. The NF-HD-TG responses measured at 0 Vgyg, along
with the corresponding fitting curves, are shown in Fig. 10a
and b. In contrast, at 1.4 Vgyg, where water oxidation occurs,®
the slow decay of long-lived holes is likely associated with water
oxidation process. Fig. 10c and d display the NF-HD-TG
responses measured at 1.4 Vgyg accompanied by the corres-
ponding fitting curves. The observed responses at 0 Vgyg were

View Article Online
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fitted using a combination of a power-law function and two
exponential functions, as described by eqn (7). For the
responses at 1.4 Viyg, eqn (8), combines a power-law function
with three exponential functions, was employed to include the
third exponential function.

I[t) — at—b +A1e—t/r| +Azeft/rz

)
(8

I(t] — atfb +A1e7t/11 +A2e7t/12 +A3e7t/13

The fast decay component, fitted by the power-law function
(at™”), was assigned to bimolecular recombination, which
refers to the recombination between holes in the space charge
layer in the VB and free electrons in the conduction band
(CB).>*%%7 The second (A;e “™) and third (4,e ™) compo-
nents were fitted using exponential functions and attributed
to thermal diffusion and trap-mediated recombination,
respectively.”**®® These components appeared identically
under both 0 and 1.4 Vgxyg conditions; however, at 1.4 Vgyyg,
an additional third component (4;e 7*) appeared, which was
fitted using an exponential function and assigned to water
oxidation.’?%®® To distinguish these components, NF-HD-TG
responses were compared for grating spacings (4) of 30 pm
(Fig. 10) and 70 pum (Fig. S7 in the SI). As shown in Table 3 and
Table S3 in the SI, one decay component showed strong
dependence on the A, while the other did not. The second
component that varied with A was assigned to thermal diffu-
sion. The third component was identified as the trap-mediated
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Table 3 List of the time constants of the F/B and the I/B films at O Vgye at
the grating spacing of 30 um

7, (x 107" s) 7, (x 1072 s)
F/B 1.8 20.0
1/B 1.88 0.61

recombination, referring to the recombination between free
electrons in the CB and holes trapped at the surface. As
confirmed by the PI-PM and charge separation efficiency
results, electron transfer from BiVO, to ITO is hindered in
the I/B. Consequently, a greater number of electrons remain in
the CB rather than being transferred to the substrate, increas-
ing the likelihood of recombination with surface-trapped holes
and thus supporting the assignment to the trap-mediated
recombination. As shown in Tables 3 and 4, the rate constant
of the trap-mediated recombination in the F/B was 0.2 s
at 0 Vrygg and 0.00503 s at 1.4 Viyg, while it in the I/B was
0.0061 s at 0 Vgyg and 0.00151 s at 1.4 Vgyyg. This indicates
that the trap-mediated recombination occurs more rapidly in
the I/B, which may contribute to its lower current density.
Consistent with the PI-PM results, the faster recombination is
likely due to inefficient electron transfer to the ITO substrate,
thereby increasing the probability of recombination with
surface-trapped holes. According to Table 4, the water oxida-
tion time constant was 0.553 s for the F/B and 0.281 s for the
I/B. The faster water oxidation in the I/B was consistent with
the higher charge transfer efficiency shown in Fig. 5d. XPS
results (Fig. 4e and f) indicate that the number of active sites
in I/B was lower than in F/B; however, the number of active
sites is not the sole factor determining the charge transfer
rate. Despite having fewer active sites in which fewer photo-

Table 4 List of the time constants of the F/B and the I/B films at 1.4 Vgne
at the grating spacing of 30 pm

7, (x 107* s) 7, (x 1073 5) 73 (s)
F/B 1.52 5.03 0.553
1/B 1.75 1.51 0.281
a) BiVO,
. e
e\/e' ele e J
&
S,
mn
- %ﬁ 0,
(@] ?,% .h
% H,0
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) h+eh*
h) m— he
Electrolyte

Fig. 11 Schematic diagram of (a) F/B and (b) I/B.
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generated holes could be trapped, effective water oxidation
was still observed in I/B, suggesting that the superior surface
quality of BiVO, grown on the ITO enables more efficient
water oxidation.

The summary of this study is illustrated in the schematic
diagram in Fig. 11. As shown in the SEM images in Fig. 2, BiVO,
grown on the ITO substrate exhibited fewer pores, indicating a
denser surface structure. Furthermore, the OCP results in Fig. 6
showed that the I/B had a higher photovoltage and NF-HD-TG
results indicated that the water oxidation occurred significantly
faster in the I/B. These consistent observations—a denser sur-
face structure, higher photovoltage, and markedly faster water
oxidation—strongly demonstrate that the I/B possesses super-
ior surface quality compared to the F/B. However, as demon-
strated by the -V curves in Fig. 5a, the overall PEC performance
of the I/B was significantly lower. This was mainly attributed to
the poor interfacial contact between ITO and BiVO,, as evi-
denced by the high Ry observed in the PEIS (Fig. 8). This
unfavorable junction impeded efficient charge separation
(Fig. 5c) and hindered electron transfer to the ITO substrate,
as indicated by the PI-PM results (Fig. 9). Moreover, the NF-HD-
TG results revealed that the trap-mediated recombination
occurs much more rapidly in the I/B, which likely contributed
to its lower current density. As mentioned in the introduction,
ITO has poor thermal stability, and the repeated high-
temperature annealing steps required in the MOD process for
BiVO, deposition are likely to damage the substrate, resulting
in a degraded interfacial junction between ITO and BiVO,.
Therefore, although growing BiVO, on the ITO substrate can
result in a better surface, its PEC performance was found to be
significantly lower than that of the F/B. If a method can be
developed to deposit BiVO, without damaging the ITO sub-
strates, it is expected that ITO could potentially outperform
FTO. There are, in fact, several reported studies'®?*%° in which
ITO has been successfully used as a conductive substrate for
BivVO,. These reports suggest that, with careful adjustment of
the annealing temperature and number of cycles, ITO may
serve as a promising substrate for constructing BivO, photo-
anodes more effectively.

Poor junction
1
b) BiVO,

€% € e € € e'J
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4. Conclusion

In this study, we fabricated BiVO, films on both FTO and ITO
substrates to compare their PEC performance and investigate
the underlying causes of the observed differences. We found
that the F/B exhibited a higher current density and lower onset
potential compared to the I/B, which was attributed to the poor
interfacial junction between the ITO and BiVO,. While the SEM
image, photovoltage and water oxidation time constant suggest
that the surface quality of the BiVO, is better when grown on
the ITO, repeated high temperature annealing likely damaged
the ITO substrate, resulting in a degraded interface between the
ITO and the BiVO,. This led to significantly reduced charge
separation efficiency and increased overall resistance in the
electrode. Indeed, charge carrier dynamics analysis revealed
that electrons were not efficiently transferred to the ITO sub-
strate, remaining in the CB and recombining with surface-
trapped holes. As a result, these trapped holes were not
effectively utilized for water oxidation. This issue could potentially
be addressed by employing a deposition method that requires
only a single annealing step, such as electrodeposition,*® sol-gel
method,”® and spray pyrolysis.”
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