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Abstract—Realizing a long-term, high-performance, and affordable photocatalytic setting for water splitting processes
remains challenging despite the tremendous promise. We present a direct fabrication of graphitic carbon nitride-wrapped
titanate nanotube array (gC;N,-wrapped TNA) heterojunction photoelectrodes via a chemical vapor deposition-like
process that leverages the pyrolysis and sublimation of melamine at 500 °C. The gC,N,-wrapped TNA heterojunction
photoelectrodes show a 16 times enhancement of current density and photo-response than bare TNAs. Such a remark-
able enhancement comes from the effective charge separation of the gC;N,/TNA interfaces, consequently accelerating
water splitting to generate oxygen under visible light. In addition, our gC;N,-wrapped TNA photoelectrodes are devel-
oped under a neutral condition that significantly increases their widespread use for practical devices.
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INTRODUCTION

Photoelectrochemical (PEC) water splitting to generate hydrogen
and oxygen plays a central role in realizing our ambitious 2030 Sus-
tainable Development Goals of energy efficiency and sustainable
energy [1-5]. The origin of this remarkable progress comes from its
sustainability, recyclability; low cost, and high energy conversion effi-
ciency. However, it remains challenging to have a practically effi-
cient energy conversion device.

Developing stable and high-performance photocatalytic materi-
als for water splitting processes has been one of the most active re-
search areas in this modern era. The astonishing performance gen-
erally comes from noble or rare materials [6-10]. However, such
noble materials are rare and costly, undoubtedly hindering their
widespread adoption in large-scale applications. Thus, several strat-
egies have been implemented against the dependence of these noble
and rare materials by using such materials in the form of single
atoms or ultrathin layers [11-21]. Despite the possible reduction in
the use of noble materials, these approaches inevitably consume an
incredible total of noble materials, inadvertently affecting the goals
for a sustainable nature.

Titanate nanotube arrays (TNAs) represent a unique class of pho-
toelectrode materials for water splitting because of their highly ori-
ented charge transport paths, significant specific surface areas, photo
and chemical stability, slow charge recombination, ease of fabrica-
tion, and low cost [22-29]. Therefore, extensive approaches have
been proposed to use TNAs as a photoelectrode for efficient water
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splitting. Such strategies include metal loading [30,31], doping [23,
32], bandgap engineering [33,34], narrow bandgap semiconductor
coupling [35,36], and surface engineering [37,38].

Notably, coupling with metal-free graphitic carbon nitride (gC;N,)
holds great potential for constructing practically efficient photoelec-
trodes. The origin for making such a combination to leap comes
from the tremendous inherent advantage of gC;N,, showing an
excellent visible light response, non-toxicity; low cost, and ease of
manufacture [39-44]. Specifically, gC;N,/TNA heterojunction mate-
rials significantly improve PEC water splitting performance [45-47].
This remarkable combination originates from the proper bandgap
configuration between TiO, and gC;N,. However, the documented
performance of these gC;N,/TiO, heterojunctions is strictly con-
strained because of the low specific surface area and poor electri-
cal conductivity of gC;N, [48,49]. Additionally, the conventional
approaches for fabricating these structures are complicated, labori-
ous, poorly reproducible, and time-consuming, which hinders their
potential for scalable manufacturing. In addition, reported studies
mainly focus on alkaline media, which do not meet the practical
conditions [50-53].

In this work, we directly fabricated gC;N,-wrapped TNA het-
erojunction photoelectrodes via a chemical vapor deposition-like
process. We induced deposition of gC;N, on the surface of TNAs
through the melamine sublimation at 500°C. The as-obtained
gC;N,-wrapped TNA photoelectrodes show an excellent photo-
response ability because of their enhanced charge density and effec-
tively prolonged charge recombination, indicating an improvement
in water splitting under visible light. Also, our gC;N,-wrapped TNA
photoelectrodes are developed under neutral conditions, which
has practical significance in the environmental and economic ad-
vantages.
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Scheme 1. A schematic illustration of the deposition of gC;N, onto TNA photoelectrodes. The objects are not drawn to scale for clarity.

EXPERIMENTAL

1. Chemicals and Materials

Titanium (Ti) foils with a thickness of 0.125 mm were provided
by Alfa Aesar (USA). Sodium hydroxide (NaOH, 99%, Fisher chemi-
cal, USA), hydrochloric acid (HCI, 36.5%, Fisher chemical, USA),
acetone (C;H,O, Fisher BioReagents, USA), and absolute ethanol
(C,H;OH, Fisher BioReagents, USA) were used to clean the surface
of Ti foils. Ethylene glycol (C,H,O,, 99%, Fisher Chemical, USA),
deionized water (DI) (MilliQ, 18 MQ cm "), and ammonium flu-
oride (NH,E 96%, Fisher Chemical, USA). Melamine (C;HN),
K,Cr,0,, and KI chemicals were provided by Acros Organics (USA)
with a purity of 99%.
2. Preparation of Materials

Preparation of TNAs: Highly ordered TNAs were prepared via
a two-step anodization oxidation process [54]. Briefly, the Ti foils
were cut into 1 cmx2 cm pieces and polished by sandpaper (Kovax
P1000), followed by immersing in 10% HCI and 12M NaOH solu-
tions, respectively, to remove surface contaminants. Next, these Ti
pieces were sonicated in acetone, ethanol, and DI water, respec-
tively, followed by a drying step at 60 °C for 30 min. The electro-
lyte solution was prepared by dissolving 0.25 g NH,F in 4.5 mL DI
water. Then, 40.5 mL of ethylene glycol was added with continu-
ous stirring for 15 min. Anodic oxidation was performed in a two-
electrode electrochemical cell in a Teflon-lined steel reactor. The Ti
foil and Pt wire were used as anode and cathode, respectively. In
the first anodic oxidation cycle, the Ti foil was applied a DC volt-
age of 30 V for 2 h, resulting in TiO, and partly developed TNAs
on the surface of Ti pieces. Next, this surface was treated with son-
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ication in a DI water medium for 10 min, removing the unneces-
sary oxide layer and leaving nucleation sites for the later growth of
TNAs. The surface was then ready for the second anodic oxidation
cycle at the same voltage for 30 min. Commonly, the sample was
rinsed with DI water after the anodization process, followed by dry-
ing and annealing steps at 60 °C and 500 °C for 2 h, respectively.

Preparation of gC;N,-wrapped TNA photoelectrodes: gC;N,-
wrapped TNAs were fabricated through a chemical vapor deposi-
tion-like process based on the pyrolysis of melamine, as illustrated
in Scheme 1. Briefly, 0.3 g of melamine was placed in a crucible to-
gether with a TNA photoelectrode, covering the surface of melamine
(Scheme 1). A hole with a diameter of 6 mm was drilled on the lid
of the crucible where the TNA was positioned, followed by an an-
nealing process at 500 °C for 2 h.
3. Characterizations of Materials

Fourier transform infrared spectrophotometer (FTIR) analysis
was studied in the range of 400-4,000 cm™" using a JASCO V4700
to investigate molecular vibrations of the materials. The material
layer was collected from the Ti substrate, then mixed with KBr at a
1/300 (sample/KBr) ratio. The sample was prepared by molding it
into a pellet shape with a diameter of 1 cm. X-ray diffraction (XRD)
patterns were used to determine the materials’ phase composition
and crystal structure using a Bruker D8 X-ray diffractometer with
the Cu K radiation (1=0.154064 nm) and the scanning rate of 0.02°
min in the 26 range of 10°-80°. The surface morphology of the
materials was observed by scanning electron microscope (SEM)
images, captured on a Hitachi SEM Hitachi S4800 at an accelerat-
ing voltage of 10 kV. The X-ray photoelectron spectra (XPS) were
conducted on a PHI Hybrid Quantera photoelectron spectrome-
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ter, using a monochromate 450 W Al K source as the exciting
source.
4. Photoelectrochemical Water Oxidation Properties of Materials
The PEC water splitting of the materials was studied in a neu-
tral medium, using a three-electrodes PEC cell on a Biologic SP-200
(France). The as-prepared materials were used as a working elec-
trode, Pt wire was used as a counter electrode, and Ag/AgCl 3 M
NaCl were reference electrodes. A 1 M Na,SO, (pH 7.4) solution
was used as the electrolyte solution. The light source was provided
by a solar simulator lamp, ABET Instruments, using a Xenon lamp
with a power of 150 W. A UV filter was used to leave only the visi-
ble light passing. The potential V vs. Ag/AgCl was converted into
a V vs. RHE relation using the Nernst equation (Eq. (1)).

Erir=EagagartEo (agagey+0.059xpH (1)

where E;4y4,=0.210 V at 25 °C, a pH value of 7.4 was recorded
for the electrolyte solution.

The linear sweep voltammogram (LSV) analysis of the as-pre-
pared materials was recorded by observing the current density vs.
the applied linear potential in the range of —1 to 1V vs. Ag/AgCl in
a neutral medium. The photo-response ability of the materials was
captured by applying a potential voltage of 0V vs. Ag/AgCl under
repetitive on-off illumination conditions.

Mott-Schottky plots were obtained at a frequency of 1 kHz, ampli-
tude of 10 mV; in the potential range of -1 to 1V vs Ag/AgCL The
flat band potential is generally obtained from capacitance versus
voltage (CV) measurements. The observed capacitance values are
subsequently incorporated into the following Mott-Schottky equa-
tion to evaluate the flat band potential, according to Eq. (2) [55]:

e (V‘Vf‘li) 0)

C" egA"qNy q
where, C is the semiconductor/metal or semiconductor/electro-
lyte junction capacitance, ¢ is the dielectric constant of semicon-
ductor, V is the applied potential, V} is flat band potential, N, is
doping density, A is the area of the depletion region/space charge
region, k; is Boltzmann’s constant, T is the absolute temperature at
which the measurement is performed. The above equation plot yields
a straight line from which the flat band potential V; of a given semi-
conductor can be extracted.

RESULTS AND DISCUSSION

1. Material Characterization

Fig. 1 shows the diffraction peaks of TNAs at 26=25, 47.16°, and
70.05°, characterized by the (101), (200), and (220) lattice planes of
anatase phase TiO,, respectively (JCPDS No. 21-1272). In addition,
the diffraction peak recorded at 260=37.27° represents the (100)
lattice plane of the titanium substrate. The XRD pattern of gC;N,
presents two characteristic peaks at 26=13.1° and 27.9°, correspond-
ing to the (100) and (002) planes of gC;N,, respectively (JCPDS 87-
1526). Also, these two peaks are attributed to the in-plane struc-
ture of tri-s-triazine units and the interlayer stacking of conjugated
aromatic groups in gC;N,. For the gC;N,-wrapped TNA sample,
the presence of, at the same time, typical diffraction peaks of gC,N,
and TNAs is observed, indicating the success in making gC;N,/TNA
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Fig. 1. XRD patterns of TNA (a), gC;N, (b), and gC,N,-wrapped
TNA samples (c).

composites. The diffraction peak intensity of gC;N, in the gC;N,-
wrapped TNA sample is relatively low; likely due to the low con-
centration of gC,N, introduction in the heterojunction. Such a com-
bination also induces a change in the crystal orientation of the
composite where the (220) lattice plane is the most oriented. The
difference in crystallinity of TiO, materials after combining with
other materials to form heterojunctions was previously observed
because the formation of this heterojunction structure relates to
the competitive growth between component materials [56,57].
The compositional information and chemical bonds of TNA,
gC;N,, and gC;N,-wrapped TNA samples are characterized by
FTIR spectroscopy. In Fig. 2(a), the typical peaks in the region from
450 cm™' to 750 cm™' for TNASs are attributed to Ti-O-Ti and Ti-O
stretching vibration modes in anatase TiO, crystals. The formation
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Fig. 2. FTIR spectra of TNAs (a), gC;N, (b), and gC;N,-wrapped
TNAs (c).
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Fig. 3. SEM images of TNAs (a), gC;N, (b), and gC;N,-wrapped TNAs (c).
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of the gC;N, material is characterized through C-N oscillation states
ranging from 1,200 to 1,640 cm™' (Fig. 2(b)). Besides, a sharp peak
at 809 cm™ is attributed to the characteristic breathing mode of tri-
s-triazine units. Furthermore, the FTIR result of the gC,N,-wrapped
TNA in Fig. 2(c) has given the most distinctive peaks of gC;N, and
TiO,. The coexistence of TiO, and gC;N, in gC;N,-wrapped TNA
heterojunction is thus confirmed.

The morphology of the materials is captured via SEM images, as
shown in Fig. 3. After the two steps of the anodic oxidation pro-
cess, the surface of the Ti foil is densely covered by hollow nano-
structures with uniformity in diameter size (~75 nm), as shown in
Fig. 3(a). Specifically, the nanotubes arrange closer to each other,
eliminating the cavities between nanotubes. Fig. 3(b) shows the
morphology of the gC;N, after an annealing process at 500 °C, gener-
ally having a sheet-like structure. Upon being combined by our
chemical vapor deposition-like process, the surface of the TNAs is
wrapped by gC;N, sheets, as shown in Fig. 3(c). In addition, this
result shows a significant change of the morphology of the TNAs
upon being combined with gC;N,.

The high-resolution XPS (HR-XPS) spectra are recorded to accu-
rately analyze the surface chemical composition and valence state
of the elements in the as-obtained materials. Fig. 4(a) shows the
HR-XPS of the Ti 2p orbital; three deconvoluted peaks at 462.40,
45742, and 456.68 €V are observed for the TNAs sample, indicat-
ing Ti 2ps,, Ti™", and Ti 2py, states, respectively [58]. This result indi-
cates that the oxidation state of Ti ions is not wholly Ti*" since there
is a small amount of Ti** states. The HR-XPS Ti 2p profile of the
gC:N,-wrapped TNAs sample shows a slight shift toward higher
binding energies, suggesting a possible migration of electrons from
the gC;N, to TNAs [59]. Total area percentages of fitting spectra
for Ti 2p in TNAs and gC;N,/TNAs are shown in Table 1. Briefly,
the total area percentage of Ti 2p;, peak in TNAs is 51.68%, while
gC;N,/TNAs is only 27.44%. In the reverse direction, the total area
percentage of Ti’" in TNAs is 17.0%, but considerably increased to
38.8% in the gC;N,/TNAs. However, the density of Ti 2p,, remains
unchanged. The total area percentage of Ti 2p,;, in TNAs is 31.32
and is 33.74% in gC;N,/TNAs. These results indicate the migra-
tion of electrons from gC;N, to TNASs, causing a additional reduc-
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Table 1. Percentage of the total area for Ti 2p, Ti"* in TNAs and

gC;N,/TNAs
Peak area by integrating data (%)
Sample S
Ti 2ps, Ti 2py T
TNAs 51.68 31.32 17.0
gC,N,/TNAs 27.44 33.74 38.82
tion of Ti*" to Ti™".

O 1s peaks are recorded at 529.8 and 531.5€eV for the TNAs
sample (Fig. 4(b)), which are typically assigned to the lattice oxy-
gen (O*) and oxygen vacancies (O,) in TiO, materials [60]. How-
ever, the peak of O shifts to higher binding energy, located at
530.1 eV, suggesting an interfacial interaction between TNA and
gC;N,. In the HR-XPS C 1s profiles of the obtained materials, two
typical peaks are observed at 284.6 and 287.9 eV, presenting the C-
C and N-(C), bonds, respectively (Fig. 4(c)) [61]. In addition, the
N 1s peaks of sp -hybridized aromatic N(C=N-C) (398.4 eV) and
C-N-H groups (399.9 eV), as shown in Fig. 4(d). However, these
peaks show an apparent shift toward higher binding energies. Pre-
cisely, the shifted peaks are located at 285.2 eV for C-C, 288.5eV
for N-(C),, 3989 eV for N(C=N-C), and 400.2 eV for C-N-H. These
observations strongly support the hypothesis on the migration of
electrons from gC;N, to the TNAs, leading to decreased electron
density. Thus, the HR-XPS results indicate the strong interaction
between TNAs and gC;N, at the interface. This evidence has dearly
shown the formation of the heterostructure gC;N,-wrapped TNAs.
The results present a remarkable agreement between the charac-
terization results, clearly indicating the successful fabrication of the
gC;N,-wrapped TNA nanocomposites via our direct chemical vapor
deposition-like process.

2. Photoelectrochemical Water Oxidation Ability in the Neu-
tral Medium of gC;N,-wrapped TNAs

The LSV in the dark and under the illumination of the materi-
als is explored for the oxygen evolution reaction (OER) studies with
a three-electrode electrochemical cell in 1 M Na,SO, solution at a
pH of 7.4 (Fig. 5(a)). The difference of TNAs with the thermal treat-
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Fig. 5. LSV of materials (a), and photocurrent density of materials at 0.63 V vs. RHE (b) in 1M Na,SOj electrolyte (pH 7.4).
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Table 2. A comparison of photocurrent on this work with other publications

Electrode

Morphology

Applied

Current density

materials Method of materials potential Electrolyte pH medium (nA/cm?) Ref.
¢-CN/TiO, gf:(fz;losmon Eigii:ﬁi s (S)ZEVS‘ 0.5M Na,SO,  Not provided 1.79 [65]
Pt/g-C;N,/TNTs \Cfil};)eor?i(;:;)osition Eizz}:lizt:/rrays z;f A\;gi 0.1 M Na,SO, Not provided 10 [65]
g CN/INAs  Electrochemical Eigiﬁszt:/rrays 0Vvs.SCE  0.5M Na,SO, Not provided 4 [66]
g-C;N,/TiO, Electrodeposition Eizz}llliztz/rrays j\;//;‘isg a 1M Na,SO, Not provided 140 [67]
g-C.N,/PUTIO, Sf;?;fiigf;rp tion I;Tl’:ril:ee“/ - IMNaSO,  Not provided 008 (68]
¢-CN/TIO, x:tﬁgz;mque Eigﬁ;ﬁfe“ - 0.5M Na,SO,  Not provided 638 [69]
g-C,N,/TNAs g?:orgglosiﬁon Eigi‘;jt:/rrays (;SEV Y 1M NaSO, 74 206 This study

ment at 500 °C and TNAs without the thermal treatment has also
been indicated as in Fig. SI. In detail, the photoresponse ability of
TNAs without thermal treatment has a current density of 2.87 pA/
cm’, while that of TNAs 500 °C is around 17.51 pA/cm’ in the first
cyde of irradiation. Therefore, we conducted investigations of TNAs
500 °C sample in the experimental works. As in Fig. 5(a), the cur-
rent density of the materials under dark conditions is negligible.
However, under the illumination, all the materials present the abil-
ity to generate current. Specifically, under the illumination and the
applied potential scanned from —0.37V vs. RHE to 1.63V vs. RHE,
the PEC ability of the gC;N,-wrapped TNAs presents the highest
value. The onset potential of TNAs is obtained at —0.22 vs. RHE,
and the current density at the highest applied potential value is about
14 pA/cm’. The onset potential of gC;N, is about —0.07 V vs. RHE,
and the current density at the highest applied potential value is about
433 pA/em’. A superior OER activity is recorded over the gCsN|,-
wrapped TNAs sample. In detail, the onset potential of gC,N,-
wrapped TNAs is obtained around —0.05V vs. RHE. The current
density slope is enormously increased from 0.6 V vs. RHE and lin-
ear to the applied potential. At 1.63V vs. RHE, the current density
of gC;N,-wrapped TNAs can reach around 895.1 pA/cm’, 64 and
21 folds higher than that of the TNAs and gC,N, samples, respec-
tively (Fig. 5(a)). This result means that the charge recombination
is hindered by accelerating the electron’s transfer. In addition, at
the applied potential of 1.23 V vs. RHE, which is known as E, for
splitting O, from H,O (at pH 0), the gC,N,-wrapped TNAs sam-
ple expresses a current density of 635.1 pA/cm’, indicating a strong
performance in PEC in comparison with the single-component
samples. By these results, the increase of carrier concentration after
creating the interface between gC,N, and TNAs is achieved.

The photo-response ability of the materials under visible light is
shown in Fig. 5(b). The discontinuity cycle of the illumination is
kept at 30s. The interaction of the materials to the visible light is
obtained through the difference of current density under on-off
operations. As shown in Fig. 5(b), the current density of the TNAs
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sample under irradiation is about 4.3 pA/cm’. In contrast, that of
gC:N, is very low, just about 1 p1A/cm’. However, the formation of
gC;N,-wrapped TNAs heterojunctions strongly enhances the pho-
tocurrent density. The current density of the gC;N,-wrapped TNAs
is obtained at about 274.1 pA/cm’ in the early stage of illumina-
tion and kept stable at around 206 pA/cm” even after five cycles.
This result is still 48-fold higher than that of the TNAs sample.
This result again demonstrates the success in increasing the car-
rier concentration and amending the recombination of e - h* in
the heterojunction. Such an observation is already evidenced from
the XPS results, leading to an increase in the current density and
likely enhancing the PEC performance. A comparison is made to
demonstrate the improvement in PEC performance of the gC;N,-
wrapped TNAs heterostructure in our work, as shown in Table 2.
In addition, the effect of sacrifical agents (s.a.) to the PEC activities
of materials was investigated to determine the role of carriers in
the catalysis process. In detail, we used 0.1 mM of K,Cr,O; and KI
as scavenger agents of photogenerated e and h’, respectively; to
add the Na,SO, 1 M electrolyte solution in the photocatalytic reac-
tion [62,63]. The results of the effect of the s.a. are indicated in Fig.
S2(a). Therein, the LSV of gC,N,/TNAs with the presence of KI in
the electrolyte displays a low current density. At 123V vs. RHE,
the current density under irradiation is only around 41.5 pA/cm’.
This result indicates the importance of h* in the OER process of
PEC water splitting. Otherwise, LSV of gC;N,/TNAs with the pres-
ence of K,Cr,O; in the electrolyte shows a strongly enhanced cur-
rent density in comparison with that of normal electrolyte. Fig. S2(b)
shows the current density at an applied potential of 1.23 V vs. RHE
under irradiation can reach to 975.4 pA/cm’. The improvement in
current density is explained due to the presence of scavenger agent,
which reduces the recombination of € - h" pairs. In addition, maxi-
mum photocurrents are also affected by the presence of the K,Cr,O,
as a strong h" donor agent, leading to enhance OER process in PEC
water splitting [64].

The Mott-Schottky plot is considered an effective method to ana-
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Fig. 6. Mott-Schottky plots of TNAs, gC;N, (a) and gC;N,-wrapped TNA (b).
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lyze the electrochemical properties of materials, the behavior of the
carriers, states of the semiconductor materials. As shown in Fig. 6,
the Mott-Schottky plots of all materials in this contribution have
been obtained through positive slopes. This indicates that all sam-
ples pose n-type semiconductor properties.From the Mott-Schottky
results in Fig. 6 and according to Eq. (2), the CB levels of the materi-
als are obtained at —0.31 V vs. RHE, —047V vs. RHE, and 045V
vs. RHE for TNAs, gC;N, and gC;N,-wrapped TNAs, respec-
tively. As shown in Fig. 6(a), the CB of gC;N, is much higher than
that of TNAs. This could promote the ™ migration from gC,N, to
the TNAs. As shown in Fig. 6(b), the CB of gC;N,-wrapped TNAs
is shifted to a higher level than TNAs. Besides, the intensity of 1/
C slope of gC;N,-wrapped TNAs is much lower than that of TNAs
and gC;N,, indicating a higher charge storage capacity. A smaller
slope suggests that the gC;N,-wrapped TNAs sample has a higher
carrier density and much faster carrier transfer, agreeing with the
PEC results. This evidence has proven the richness of ™ after cre-
ating the heterojunction.

To evaluate the interaction of the materials with radiation, DRS
spectra and Tauc plots of the materials were obtained and shown
in Fig. 7. As can be seen in Fig. 7(a), the TNAs sample is only acti-
vated in the UV range, which is demonstrated through an absorp-
tion edge at 389.5 nm in the DRS result. Besides, the DRS spectrum

2.0 25 3.0 35 40 45
Energy (eV)

of gC;N, shows an absorption edge.

In contrast, the gC;N, material shows an absorption edge at
471.8 nm, which allows gC;N, to perform photocatalytic reactions
in the visible light region. Moreover, for this reason, gC;N, is con-
sidered as a potential candidate for modification of pristine TiO,
material to form a heterostructure that could enhance optical interac-
tion. This phenomenon is indicated by the DRS spectra of gC;N,/
TNAs heterostructure. The absorption band edge is shifted to 432.1
nm compared to pristine TNAs. Furthermore, the absorbance of
gC;N,/TNAs in the range after 432.1 nm is also higher than that
of TNAs and gC;N,, which allows this heterostructure to enhance
photoelectrochemical water splitting signals. To evaluate the opti-
cal bandgap energy for the indirect bandgap semiconductor, such
as TiO, and gC,N,, Tauc plots of the materials are extrapolated
through the Eq. (3) and shown in Fig. 7(b) [70].

chv=A(hv-Eg)" ©)

The bandgap of TNAs, gC,N,, and gC,N,/TNAs is calculated at
about 321eV, 2.71¢V, and 3.02 eV, respectively. As can be seen,
the bandgap of gC;N,/TNAs is strongly reduced compared to that
of TNAs. These results have demonstrated the efficiency in the
modification of TNAs by gC,N,

We have successfully obtained a gC;N,-wrapped TNA photoelec-
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Fig. 8. Schematic illustration of charge transfer pathway in gC;N,-
wrapped TNAs heterojunction for water oxidation activity.

trode based on the presented results, showing excellent water oxi-
dation in a neutral medium under visible light. The enhanced water
oxidation originates from efficient charge separation because of
the formed interface between gC;N, and TNA through the chemi-
cal vapor deposition-like process. Based on the Mott-Schottky plots
and Tauc plots, a proposition of possible mechanism for the pho-
tocatalytic water oxidation of the gC;N,-wrapped TNAs has been
shown in Fig. 8. Because the conduction band (CB) position of the
gC:N, is more negative than that of the TiO, [41,71], an internal
local electric field is formed. This phenomenon induces the migra-
tion of photogenerated electrons from the CB of gC;N, to the TNAs
and the Ti electrode, which contributes significantly in the PEC
activity of gC;N,-wrapped TNAs (as in Fig. S2). Spontaneously, the
holes in the valence band (VB) of the TNAs transfer to the VB of
the gC;N,, which readily oxidize the surrounding water and leads
to efficient charge separation and effective water splitting.

CONCLUSION

We have described the direct fabrication of gC;N,-wrapped TNA
heterojunctions via a chemical vapor deposition-like process by tak-
ing advantage of the pyrolysis of melamine to form gC,N, that then
is quickly deposited on the surface of TNAs. The gC;N,-wrapped
TNA heterojunctions show excellent water splitting at a neutral
medium. Precisely, such a gC;N,-wrapped TNA heterojunction has
a current density of 224 pA/cm’ at 0.6 V vs. Ag/AgCl, which is 16
times higher than that of the TNAs. This enhancement originates
from forming an interface between gC;N, and TNAs, accelerating
the photo-response of this heterojunction under visible light.
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Fig. S1. LSV (a) and photoresponse ability (b) TNAs treated at 500 °C and TNAs without thermal treatment.
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Fig. S2. LSV (a) and photoresponse ability (b) of gC;N,/TNAs without sacrificial agent and with K,Cr,O; and KI as sacrificial agents.



