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Boosting interlayer charge transfer in polymeric
carbon nitride by Mo ions for efficient
photocatalytic H2 evolution†

Feng Liu,‡ Wencheng Li,‡ Xi Rao, * Shaohui Zheng * and Yongping Zhang *

Tuning the band structure by doping metal elements is an effective way to boost charge transfer and thus

improve the photocatalytic activity of polymeric carbon nitride (CN). Herein, Mo-doped carbon nitride

(Mo–CN) was prepared by calcining melamine, cyanuric acid and sodium molybdate at elevated tempera-

ture. Under visible light at l Z 420 nm, the optimal hydrogen production rate of 3Mo–CN reaches

16.7 mmol h�1, about eight times that of pristine CN. Experimental results demonstrate that Mo doping

reduces the band gap, increases the specific surface area, extends the visible light harvesting range, and

enhances the separation and transfer of photogenerated carriers. Theoretical simulation verifies that the

intercalated Mo acts as a bridging channel for interlayer charge transfer, increases the intramolecular elec-

tron transition distance (Dct) and charge transfer quantity, and enhances the localization of the highest

occupied molecular orbital (HOMO) and lowest unoccupied molecular orbital (LUMO). All these factors

are interwoven to contribute to the enhanced photocatalytic performance of polymeric carbon nitride.

1. Introduction

With the increase of energy demand and environmental dete-
rioration, the search for renewable and clean energy has
aroused widespread concern around the world. The conversion
of solar energy into chemical energy is a very important
and promising clean energy technology. As one of the ideal
‘‘solar energy fuels’’, hydrogen energy has aroused considerable
attention due to its advantages of high calorie capacity and
environmentally friendly green energy. Semiconductor photo-
catalysts were applied to achieve sustainable energy production
under the premise of fully utilizing solar energy to generate
hydrogen or value-added chemicals, providing a potential
solution to energy and environment issues.1–3 Polymeric carbon
nitride (g-C3N4), as a two-dimensional layered n-type semicon-
ductor photocatalyst, has the advantages of low preparation cost,
non-toxicity, suitable band gap and excellent physical and
chemical stability. However, g-C3N4 has a relatively narrow
response range to visible light, and easy recombination of
photogenerated electrons and holes, which limits its catalytic

performance.4–8 Several strategies have been employed to improve
the photocatalytic efficiency, including heterostructure construc-
tion with other semiconductors,9–11 nanostructure formation,12–14

metal doping15–17 and non-metallic doping.18,19 Among all of
those modification techniques, intercalation of metal ions in
the triangle vacancies can not only effectively inhibit the recom-
bination of photogenerated electron/hole pairs, but also increase
the surface reaction sites of g-C3N4, since the triangle vacancy is
an ideal site to anchor the metal ion by forming coordinated
bonds with N atoms with lone electrons.20–22 For example, Na
doping reduced the band gap and effectively improved the
separation and transfer of photoinduced carriers of g-C3N4.23

Mn introduced into g-C3N4 reduced the band gap of g-C3N4 and
improved the absorption of visible light.24 Indium doped in the
g-C3N4 catalyst improved the separation efficiency and migration
ability of the photogenerated carrier.25

Molybdenum (Mo) doped in the g-C3N4 molecular layer
enhanced an uneven distribution of charge density, facilitating
the separation of photoexcited charge carriers.26–30 Mo single
atoms and Mo-based compound catalysts were widely investi-
gated due to its unique electrical, optical and catalytic
properties.31–35 For example, Che et al. prepared Mo-doped
g-C3N4 nanosheets by in situ thermal condensation polymeriza-
tion, with hydrogen evolution efficiency nine times higher than
that of bulk phase g-C3N4.36 Guo et al. introduced Mo into
g-C3N4 by a hydrothermal method, which improved the hydrogen
production performance by six times compared to that of pristine
g-C3N4.37 Wang et al. successfully realized Mo doping of g-C3N4 by

School of Materials and Energy, Southwest University, Chongqing 400715, China.

E-mail: raoxiemail@swu.edu.cn, shaohuizheng@swu.edu.cn,

zhangyyping6@swu.edu.cn

† Electronic supplementary information (ESI) available: Additional information
including XRD, and FTIR spectra, and calculated total, partial, and overlapped
density of states of pristine, and Mo-doped g-C3N4. See DOI: https://doi.org/10.

1039/d3ya00485f

‡ These authors contributed equally to this work.

Received 2nd October 2023,
Accepted 3rd December 2023

DOI: 10.1039/d3ya00485f

rsc.li/energy-advances

Energy
Advances

PAPER

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

2 
D

ec
em

be
r 

20
23

. D
ow

nl
oa

de
d 

on
 2

/1
2/

20
26

 1
0:

26
:2

2 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.

View Article Online
View Journal  | View Issue

https://orcid.org/0000-0002-8159-8002
https://orcid.org/0000-0002-2547-3985
https://orcid.org/0000-0002-6735-1943
http://crossmark.crossref.org/dialog/?doi=10.1039/d3ya00485f&domain=pdf&date_stamp=2023-12-22
https://doi.org/10.1039/d3ya00485f
https://doi.org/10.1039/d3ya00485f
https://rsc.li/energy-advances
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ya00485f
https://pubs.rsc.org/en/journals/journal/YA
https://pubs.rsc.org/en/journals/journal/YA?issueid=YA003001


232 |  Energy Adv., 2024, 3, 231–240 © 2024 The Author(s). Published by the Royal Society of Chemistry

a simple pyrolysis method, and increased the reduction rate of CO2

by seven times under visible light irradiation.38 Although the above
works demonstrated that Mo doping played a positive role in
improving the performance of g-C3N4, there still existed three key
problems to be solved: firstly, relatively little research has been
conducted on the optimal reaction conditions of the catalytic
reaction system; secondly, the coordination mode of transition
metal atoms in carbon nitride molecules remains undecided;
thirdly, how metal doping changes the energy band structure and
the active site of photocatalysis is unknown. We proposed a path-
way to synthesize Mo-doped g-C3N4 by directly calcining melamine,
cyanuric acid and sodium molybdate at elevated temperature.
Experimental and theoretical studies on the doping behavior of
Mo in g-C3N4 can provide a new understanding of the effect of
transition metal ions on the photocatalytic activity of g-C3N4, which
is of great significance for exploring new efficient catalysts.

Herein, Mo-doped g-C3N4 was prepared by calcining mela-
mine, cyanuric acid and sodium molybdate at elevated tem-
perature. Experimental results showed that Mo-doped g-C3N4

exhibits excellent hydrogen evolution performance under visi-
ble light irradiation. Density functional theory revealed that the
intercalated Mo acts as a bridging channel for interlayer charge
transfer, and a built-in electric field, thus improving the
absorption range of visible light and the separation efficiency
of photogenerated electron/hole pairs.

2. Experimental details
2.1 Catalyst preparation

1 g melamine, 5 g cyanuric acid and a certain amount (0.02 g,
0.03 g, 0.04 g) of sodium molybdate (Na2MoO4) were fully ground
with a mortar and pestle. Then the powders were transferred
to a ceramic boat, and calcined in a tubular furnace under a
N2 environment at 550 1C for 4 hours with a heating rate of
5 1C min�1. The prepared photocatalysts were marked as 2Mo–
CN, 3Mo–CN, and 4Mo–CN respectively, according to the amount
of sodium molybdate. Porous g-C3N4 was prepared by calcining
1 g melamine and 5 g cyanuric acid under the same conditions,
denoted as PCN. Pristine g-C3N4 was obtained by calcining 5 g
melamine under the same conditions, recorded as CN.

2.2 Catalyst characterization

X-ray photoelectron spectroscopy (XPS, Thermo Scientific
K-alpha) was carried out to characterize the chemical states of
the catalysts. Nitrogen adsorption–desorption isotherms were
obtained by a Quadrasorb evo 2QDS-MP-30 surface area analyzer.
The absorption property was measured by a UV-vis diffuse reflec-
tance spectrometer (Agilent Cary 5000 UV-vis NIR), using BaSO4 as
the reference. The photoluminescence (PL) spectra were recorded
on a Hitachi F-7000 spectrophotometer with 150 W xenon light as
the excitation source. The transient photocurrent response curve
(I–t), and electrochemical impedance spectroscopy (EIS) were
performed using an AUTOLAB (model PGSTAT302 N) electroche-
mical workstation. 0.25 M Na2SO4 solution was used as the
electrolyte and a 500 W xenon lamp as the light source.

2.3 Photocatalytic reaction

Photocatalytic hydrogen evolution was carried out in a reactor cell
connected to a sealed gas circulation and evaluation system
(Suncat Instrument, Beijing). Typically, 10 mg of the photocatalyst
was dispersed in 30 ml aqueous solution containing the sacrificial
agent 17 vol% triethanolamine (TEOA) and co-catalyst 3 wt% Pt ion
(H2PtCl6�H2O), which was continuously stirred during the reaction
process. The reactor was evacuated to a high vacuum with pressure
of 10�8 torr, and then filled with argon, preceding the photocata-
lytic reaction. Then, the solution was irradiated by a 500 W Xenon
lamp (zolix, gloria-x500a) with a 420 nm cut off filter. The amount
of H2 production was analyzed by an online gas chromatograph
(GC-2018, TCD detector, Shimadzu) using Ar as a carrier.

3. Results and discussion

SEM was used to observe the morphology and microstructure of
the catalyst, as shown in Fig. 1. Pristine g-C3N4 appeared as a
thick blocky stacked structure (Fig. 1a), while PCN (Fig. 1b) and
3Mo–CN (Fig. 1c) appeared as a two-dimensional lamellar
structure, and the sample surface was dispersed by an uneven
microporous structure, which may be caused by the continuous
release of gases generated during the calcination process, such
as NH3 and CO2,39,40 which will greatly increase the specific
surface area. The relative contents of nitrogen, carbon and
molybdenum in 3Mo–CN determined by EDS are 61.5 wt%,
37.8 wt% and 0.7 wt%, respectively, as presented in Fig. 1(d).
EDS electron image and element mapping in Fig. 1(e) show that
the g-C3N4 doped with Mo is composed of rich carbon and
nitrogen elements and dispersed Mo elements. Mo element is
dispersed in the background of C and N elements, which
confirms that the Mo element is successfully introduced into
g-C3N4. The TEM images demonstrated that PCN appeared as
thick layers, while 3Mo–CN appeared as thin layers with curved
profiles, as shown in Fig. 1(f and g).

The XRD patterns in Fig. 2(a) showed two different diffrac-
tion peaks at 13.01 and 27.11. The diffraction peak at 13.01
belongs to the g-C3N4 (100) crystal plane, representing the in-
plane structural arrangement of triazine units. The diffraction
peak at 27.11 belongs to the g-C3N4 (002) crystal plane, repre-
senting the interlayer accumulation of the aromatic system.41,42

The intensity of the diffraction peak corresponding to the (002)
crystal plane decreases with Mo doping, indicating that Mo
doping destroys the stable stacking between layers and reduces
the crystallinity. The FT-IR spectra in Fig. 2(b) demonstrated
that the peak at 810 cm�1 corresponds to the bending vibration
of the triazine structure, the peak at 1232 cm�1, 1313 cm�1,
1399 cm�1, 1455 cm�1, 1539 cm�1, and 1633 cm�1 corresponds
to the tensile vibration of the C–N skeleton structure of con-
jugated aromatic ring, and the wide peak at 3000–3500 cm�1

corresponds to the stretching vibration of N–H caused by
incomplete condensation of amino groups.43 For different Mo
doping amounts, the structure of g-C3N4 remains unchanged,
which is consistent with the XRD results.
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The specific surface area and pore size distribution of all
samples were measured by N2 absorption desorption. As shown
in Fig. 2(c), the samples all showed Type IV isotherms with H3
hysteresis loops, which confirmed that the materials were
mesoporous materials. The specific surface area of pristine
CN is 19.1 m2 g�1, and the specific surface area of PCN is
36.7 m2 g�1. The specific surface areas of 4Mo–CN, 3Mo–CN
and 2Mo–CN are 54.8 m2 g�1, 129.3 m2 g�1 and 105.9 m2 g�1,
respectively. Mo doping resulted in a larger specific surface area
of CN, providing more active reaction sites for catalytic reac-
tion. As shown in Fig. 2(d), the mesopore size is mainly
distributed between 1–5 nm, and more pore size distribution
on the material surface contributes to increasing the specific
surface area and accelerating the photocatalytic reaction.40

The pore volumes of 4Mo–CN, 3Mo–CN, 2Mo–CN and PCN
are 0.43 cm3 g�1, 0.99 cm3 g�1, 0.52 cm3 g�1 and 0.18 cm3 g�1,
respectively, which are higher than 0.11 cm3 g�1 of pristine CN.
This is consistent with SEM observation.

X-ray photoelectron spectroscopy (XPS) was carried out to
further analyze the composition and chemical states of CN,
PCN and 3Mo–CN. The survey spectra in Fig. 3(a) showed C 1s,
N 1s, and O 1s signals for the as-prepared samples. A new peak
at 232 eV can be allocated to Mo 3d for 3Mo–CN. The high-
resolution C 1s spectra in Fig. 3(b) demonstrated that the C 1s
spectra can be fitted into three peaks with the binding energy at
284.4 eV, 285.9 eV and 287.8 eV. The peak at 287.8 eV is
ascribed to the sp2 hybridized carbon in the aromatic C–N
skeleton structure (N–CQN), the peak at 285.9 eV is assigned to
the C atom at the edge of the g-C3N4 plane (C–NH2), and the
peak at 284.4 eV is assigned to the surface adventitious C atom
(C–C, CQC).41,42 High-resolution N 1s spectra in Fig. 3(c) can

be fitted into three peaks at 398.3 eV, 399.7 eV and 400.8 eV,
being ascribed to the sp2 bonded N atom in the aromatic ring
(C–NQC), the sp3 hybridized N atom (N–[C]3) and the N atom
(C–NHx) in the amino group at the end of the aromatic ring
plane.43,44 Compared with CN, the ratio of N atom in C–NHx
increased to 13.6% from 9.3% of CN, indicating that the
polymerization degree of PCN is decreased. The N 1s peak shift
to low binding energy may be caused by breaking some C–N
bonds during the calcination process of melamine and cyanu-
ric acid. Mo doping induces N 1s peak shifts towards low
binding energy, which may be caused by the Coulomb inter-
action of coordination bonds between Mo atoms and the lone
electrons on the N atoms at the edge of the aromatic ring.
The Mo 3d spectrum in Fig. 4(d) can be fitted to 228.6 eV and
231.5 eV corresponding to 3d5/2 and 3d3/2 of Mo(VI), while the
peaks at 231.6 eV and 234.5 eV correspond to 3d5/2 and 3d3/2 of
Mo(IV).45–47 The structure of g-C3N4 contains a large number of
vacancies composed of six nitrogen atoms with a lone electron,
providing a suitable site for the anchoring of Mo6+. A small
amount of Mo exists in the form of Mo4+. The reason for its
existence may be that g-C3N4 releases a large amount of NH3

during the calcination process, reducing the small amount of
Mo6+ exposed on the surface to Mo4+.31 The results support that
the Mo atoms mainly exist in the form of Mo6+ and form a
coordination bond with the N atoms at the edge of the aromatic
ring when intercalated into the hollow triangular holes of the
g-C3N4 aromatic ring plane. The atomic ratio of 3Mo–CN is
44.08%, 55.74%, 0.11%, and 0.07% for C, N, Mo6+, and Mo4+,
respectively. The Mo atomic ratio is 0.18%, corresponding to
(C + N)/Mo = 300 : 1. Since the atomic number of (C + N) is 16 in
the unit cell of g-C3N4, the saturated doping content should be

Fig. 1 SEM images of CN (a), PCN (b), and 3Mo–CN (c). EDS spectrum (d) and electron image and corresponding EDS element mapping (e) of 3Mo–CN.
TEM images of PCN (f) and 3Mo–CN (g).
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(C + N)/Mo = 16 : 1. It was estimated that there is likely only one
Mo ion in every 19 unit cells for 3Mo–CN. The unsaturated doping
leads to the formation of an interplanar heterojunction between
the Mo-doped and undoped domains. The doping ratio deviating
from this optimal value may affect the transfer and separation of
the photoinduced carriers for 2Mo–CN and 4Mo–CN.

UV visible diffuse reflectance spectra were carried out to
investigate the light absorption property of these samples, as

presented in Fig. 4(a). Compared with the pristine g-C3N4, Mo
doped g-C3N4 exhibits enhanced visible light absorption, and
the absorption edges of Mo doped g-C3N4 undergo obvious red
shifts. UV-vis spectra demonstrated that Mo doping signifi-
cantly enhanced the visible light absorption of g-C3N4, and
3Mo–CN shows the strongest visible light absorption among all
these samples. The stronger visible light absorption favors
better visible light catalytic activity. The band gap of the CN,

Fig. 3 XPS survey scan (a), and high resolution C 1s (b), N 1s (c) and Mo 3d (d) spectra of CN, PCN and 3Mo–CN.

Fig. 2 Nitrogen adsorption–desorption isotherms (a), and pore size distribution (b) of the prepared photocatalysts.
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PCN, 2Mo–CN, 3Mo–CN, and 4Mo–CN is 2.75 eV, 2.75 eV,
2.24 eV, 2.22 eV, and 2.33 eV, respectively, estimated from the
intercept of the tangents to the plots of [F(R)hv]1/2 vs photon
energy, as indicated in the Kubelka–Munk function curve in
Fig. 4(b). The narrowed band gap facilitates the absorption of
visible light, and the light absorption enhancement plays an
extremely important role in improving the hydrogen produc-
tion performance.48

VB-XPS spectra in Fig. 4(c) showed that the VB edges (EVB)
of pristine CN, PCN and 3Mo–CN are estimated to be 1.78 eV,
1.78 eV and 1.58 eV, respectively, versus the Fermi level. The
potential of standard hydrogen electrode (NHE) can be calcu-
lated according to the following formula: NHE = j + EVB �
4.44,49 where j is the work function of the analyzer (4.20 eV),
and thus the NHE potentials of the pristine CN, PCN and 3Mo–
CN are 1.54 eV, 1.54 eV and 1.34 eV, respectively. Combined
with the band gap values of CN, PCN and 3Mo–CN being
2.75 eV, 2.75 eV and 2.22 eV, respectively, and the VB position,
the energy band structure of CN, PCN and 3Mo–CN is schema-
tically illustrated in Fig. 4(d).50 Compared with CN, 3Mo–CN has
the CD position still more negative than the H+/H2 potential, and
the VB position more positive than O2/H2O potential.

The transient photocurrent response curve in Fig. 5(a)
revealed that all catalysts underwent a stable light response
under visible light irradiation, with no obvious decrease after 5

cycles. Moreover, under the same bias voltage, the photocurrent
intensity of the Mo-doped samples is higher than that of
pristine CN, and the photocurrent of the 3Mo–CN samples is
about four times that of pristine CN. The results show that
doping Mo facilitates photoelectron generation. The photocur-
rent density bias voltage curve of the sample under visible light
is shown in Fig. 5(b). Under continuous bias voltage, all
samples can continuously and stably respond, indicating that
the samples have good stability, and the photocurrent response
of 3Mo–CN is the highest. The electrochemical impedance
spectrum of the sample is shown in Fig. 5(c). The EIS arc radius
of the 3Mo–CN samples is significantly smaller than that of
other samples, indicating that the interface charge transfer
resistance of Mo-doped g-C3N4 is smaller, which can effectively
promote the transport and separation of photogenerated car-
riers in the catalytic reaction. The photoluminescence spectra
in Fig. 5(d) depicted that the photoluminescence intensity of
the samples doped with Mo atoms decreased significantly,
indicating that Mo doping significantly reduced the recombi-
nation of photogenerated electron hole pairs of g-C3N4 and
promoted the photocatalytic reaction. In general, the stronger
the fluorescence peak of a semiconductor photocatalyst, the
greater the recombination rate of photogenerated electron hole
pairs.48 In addition, due to the influence of Mo atom doping,
the PL spectrum of the samples had a certain red shift.

Fig. 4 UV-vis spectra (a), and the estimated band gaps (b) of CN, PCN, and Mo-doped CN. XPS valence band spectra (c), and schematic illustration of the
band gap structure (d) of CN and 3Mo–CN.

Energy Advances Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

2 
D

ec
em

be
r 

20
23

. D
ow

nl
oa

de
d 

on
 2

/1
2/

20
26

 1
0:

26
:2

2 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n 
3.

0 
U

np
or

te
d 

L
ic

en
ce

.
View Article Online

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ya00485f


236 |  Energy Adv., 2024, 3, 231–240 © 2024 The Author(s). Published by the Royal Society of Chemistry

The photocatalytic performance of CN and Mo intercalated
CN samples was tested toward the photocatalytic hydrogen
evolution in a xenon lamp simulating sunlight (l 4 420 nm).
10 mg of photocatalyst was dispersed in 30 ml of aqueous
solution containing 3 wt% Pt ion (H2PtCl6�6H2O) and 17 vol%
TEOA. Fig. 6(a) indicates that the hydrogen evolution rate of Mo
intercalated g-C3N4 is higher than that of pristine g-C3N4,
and the 3Mo–CN has the highest hydrogen evolution rate of
16.7 mmol h�1, about 7.9 times as much as the pristine g-C3N4.
The H2 evolution rate is higher than the reported data listed in
Table S1 (ESI†). As shown in Fig. 6(b), the hydrogen evolution
stability of the 3Mo–CN photocatalyst was tested. The results
showed that after five times of photocatalytic hydrogen evolu-
tion cycle tests, the photocatalytic activity of the sample did not

decrease significantly, indicating that the photocatalytic per-
formance of the sample was stable and it could be reused. The
XRD patterns of 3Mo–CN before and after the reaction did not
vary obviously, indicating that the 3Mo–CN catalyst is stable
during the irradiation process, as represented in Fig. 6(c).

Based on density functional theory (DFT), Gaussian 09 and
Revision E.01 are used to simulate CN and BCN. B3LYP/
6-31G(d) is used to calculate the structure optimization, density
of states (DOS), molecular orbital (HOMO/LUMO) and electro-
nic transition. To generate the density of states and spin
density, we used the Multiwfn Rev 3.7 software package.51

The optimal structure of CN and Mo intercalated CN was
illustrated in the bottom part of Fig. 7. The MPP (molecular
planarity parameter) and SDP (span of deviation from plane)

Fig. 5 Transient photocurrent response (a), photocurrent density–bias voltage curves (b), EIS Nyquist plots (c), and PL spectra (d) of the prepared
samples.

Fig. 6 Photocatalytic hydrogen evolution (a) of CN, PCN, and modoped CN. Stability test of 3Mo–CN (b). XRD patterns of 3Mo–CN before and after
light irradiation (c).
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parameters are used to quantitatively measure the flatness. The
smaller the value, the stronger the flatness and the closer the
structure is to the plane. The MPP reflects the overall flatness of
the area under consideration, while the SDP measures the
maximum deviation from the fitting plane in the area under
consideration, that is, the maximum span perpendicular to the
fitting plane. The simulation results show that the flatness of g-
C3N4 becomes worse due to the doping of Mo atoms, which is
consistent with the results of BET, and increases the specific
surface area of g-C3N4, thus greatly improving the photocataly-
tic performance.

The spin density of CN and Mo-doped CN was depicted in
the upper part of Fig. 7. The spin density of Mo4+-doped g-C3N4

(with two unpaired electrons and a spin multiplicity of 3) is
mainly located around Mo (green represents positive value) and
adjacent g-C3N4 layers (blue represents negative value). Both

pristine phase and Mo6+-doped g-C3N4 are closed shell systems.
Since the alpha and beta electrons are the same everywhere and
perfectly matched, there is no spin density.

The highest occupied molecular orbital (HOMO) and the
lowest unoccupied molecular orbital (LUMO) are calculated to
theoretically study the photocatalytic active sites of g-C3N4, as
shown in Fig. 8(a). For pristine g-C3N4, holes (HOMO) and
electrons (LUMO) are generated after being excited by light, and
N and C atoms are located at the edge of the aromatic ring,
respectively. The HOMO provides an oxidation site for oxygen
atoms in water, and the LUMO provides a reduction site for
hydrogen ions. It can be speculated that after g-C3N4 is excited
by light, the electrons on the 2p orbital of the N atom at the
edge of the aromatic ring will transition to the 2p orbital of the
C atom at the edge of the ring and the N atom at the center of
the ring. At this time, the photogenerated electron Pt ions on

Fig. 7 The optimized structures (a) and spin density (b) of pristine CN, and Mo-doped CN.

Fig. 8 HOMO, LUMO, and band gap of CN (a), Mo6+–CN (b) and Mo4+–CN (c). The iso-surface value is set at 0.03 e bohr�3. Denotation: C atom – gray,
N atom – dark blue.
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the C atom at the edge of the aromatic ring and the N atom at
the center of the ring can directly reduce H+ in water to H2.
However, the HOMO and LUMO of the pristine phase g-C3N4

show an alternating distribution, leading to the easy recombi-
nation of the photogenerated electron hole pairs, and the short
lifetime reduces the photocatalytic efficiency. It is worth noting
that doping Mo atoms intensifies the separation of the HOMO
and LUMO. Mo atoms act as reduction sites, and photoinduced
electrons easily transition from the valence band to the con-
duction band, which improves the mobility and lifetime of
g-C3N4 photogenerated carriers, thus enhancing the photo-
catalytic reaction. The corresponding band gap is now at the
bottom of the figure. The band gaps of pristine CN, Mo6+ and
Mo4+-doped CN are 3.78 eV, 0.66 eV, and 0.99 eV, respectively.
The reduction of the band gap can promote the absorption of
absorbable light by the photocatalyst, thus promoting the
photocatalytic reaction.

As shown in Fig. 9, the intercalated Mo ions act as a charge
transfer bridge of the g-C3N4 interlayer, while there exists no
interlayer charge transfer for CN. The intramolecular electron
transition distance (Dct) and charge transfer quantity of Mo6+

and Mo4+ doped g-C3N4 are larger than those of pristine g-C3N4,
indicating the easier charge separation of Mo-doped g-C3N4.
Meanwhile, doping Mo6+ will cause a larger dipole moment
(1.5257D - 4.5980D) of the molecule, thereby increasing the
push–pull effect of the intramolecular electrons, which facil-
itates the transfer and separation of photogenerated carriers
and accelerates the photocatalytic reaction.

Taking the above results into consideration, we could gain a
deeper understanding of the mechanism for the efficient photo-
catalytic hydrogen evolution of Mo intercalated CN. Firstly,
introducing Mo in the g-C3N4 results in strong light harvesting
in the visible light range by narrowing the band gap, as con-
firmed by the UV-vis absorption spectra and DFT calculation.
Secondly, the efficient photocatalytic performance can be accre-
dited to the increased specific surface area and pore volume by
Mo-doped CN, which provided more active sites for the photo-
catalytic reaction. Thirdly, Mo doping resulted in a higher
photocurrent density, and lower impedance and PL intensity,
which indicates the efficient transfer and separation of photo-
induced charge carriers. DFT calculation confirmed that Mo
doping leads to electron delocalization and molecular bending.

4. Conclusion

In summary, a facile method was employed to prepare the
Mo-doped g-C3N4 catalyst by calcining melamine, cyanuric acid
and sodium molybdate at elevated temperature. The specific
surface area of 3Mo–CN reaches 129.3 m2 g�1, 6.8 times that
of pristine CN. Meanwhile, Mo doping reduced the band
gap, increased the visible light harvesting, and promoted
the effective separation and migration of carriers. These factors
synergistically contributed to improving the photocatalytic
performance. The optimized photocatalytic hydrogen evolution
rate of 3Mo–CN reached 16.7 mmol h�1, 7.9 times that of
pristine g-C3N4. DFT simulation supported that Mo intercalated
in g-C3N4 facilitated the interlayer charge transfer and nar-
rowed the band gap. This study provided new insight into the
understanding of Mo ions on the photocatalytic activity.
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