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Transition metal atoms embedded in monolayer
C,13N3 as OER/ORR bifunctional electrocatalystsy

Xiaoxue Yu,? Junkai Xu,® Yunhao Wang,? Jianjun Fang,*® Xianfang Yue,*®
Breno R. L. Galvdo ®*< and Jing Li ®*2

Developing bifunctional electrocatalysts for efficiently catalyzing the oxygen evolution/reduction reaction
(OER/ORR) is essential for water electrolysis and other processes. Herein, we have investigated the OER
and ORR performance of monolayered TM-Cy3N3 by first-principles calculations, where TM includes Cr,
Mn, Fe, Co, Ni, Cu, Ru, Rh, Pd, Ag, Os, Ir, Pt, and Au. The results show that Pt-C;3Ns has excellent
bifunctional OER/ORR activity with overpotentials of 0.27 V for the OER and 0.39 V for the ORR. In
addition, volcano plots and contour maps based on the linear relationship between the adsorption energies
of oxygenated intermediates were established to characterize the OER/ORR activity trends of TM-C;3Ns.
The origin of the OER/ORR activity is revealed by analyzing Bader charges, the d-band center, and the

rsc.li/catalysis

|. Introduction

The overconsumption of fossil fuels has greatly impacted
human production and life, and it is vital to develop green
energy sources to replace them.” Hydrogen energy, as the
most ideal alternative to fossil fuels, has several advantages:
it is non-polluting, recyclable and has a high calorific
value.*® The hydrogen energy cycle can be realized by the
following technologies: water electrolysis reaction,” fuel cells,®
and rechargeable metal-air batteries,” among others.
However, the kinetics of the oxygen evolution reaction (OER)
and the oxygen reduction reaction (ORR), the two core
reactions of these technologies, are sluggish.'® In industry, Pt
and RuO, are still the most popular OER and ORR
electrocatalysts."'> However, these noble metal catalysts have
certain drawbacks, such as high cost, instability, and low
earth abundance compared to Fe, Co, and Ni, which limit
their commercial application.'® Furthermore, these noble
metal catalysts are also unifunctional catalysts."* For example,
although Pt(111) can catalyze the ORR effectively, it is less
effective in catalyzing the OER. For this reason, here we try to
find a single catalyst to replace both noble-metal ones. The
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crystal orbital Hamiltonian population (COHP).

design of efficient OER and ORR bifunctional catalysts is
crucial to realize large-scale electrolytic water recycling
applications and solve the clean energy shortage.'>™*°

The proposal of single-atom catalysts (SACs) opens an
avenue to design novel catalysts.”® On the one hand, the
active sites of SACs reduce to the atomic scale to maximize
the use of metal atoms.”’ Compared to bulk catalysts,
nanocatalysts and subnanocatalysts, the utilization rate of
metal atoms increases to 100%. On the other hand, the
activity of the SACs is modulated by adjusting the
coordination environment of the carrier material.*>?*

Designing single-atom catalysts around C,N, materials is
gradually becoming a popular research topic. For example,
Zhang et al. reported anchoring a series of transition metal
atoms on a C,N monolayer."* Almost all TM,@C,N catalysts
exhibit metallicity and have excellent charge transfer
capabilities. Notably, Mn;@C,N was found to act as a
bifunctional electrocatalyst for both the hydrogen evolution
reaction (HER) and OER."> The feasibility of a single
transition metal embedded in defective g-C3N, for
bifunctional electrocatalysis was reported by Niu et al.>* The
rhodium doped defective g-C3;N, with N vacancy (Rh/VN-CN)
was found to exhibit low overpotentials of 0.32 V and 0.43 V
for the OER and ORR, respectively, and was considered as an
excellent bifunctional catalyst. Zhou et al>® reported that
transition metal atoms loaded on CoN, monolayers can bond
with surrounding nitrogen atoms to stabilize the structure.
The diffusion barrier of doped TM from its stable adsorption
site to neighboring sites is high. In their work, Ni@CoN, was
found to be a promising bifunctional electrocatalyst, with the
lowest overpotential for the OER of 0.31 V.

This journal is © The Royal Society of Chemistry 2025


http://crossmark.crossref.org/dialog/?doi=10.1039/d4cy01160k&domain=pdf&date_stamp=2025-02-14
http://orcid.org/0000-0002-4184-2437
http://orcid.org/0000-0002-5453-1574
https://doi.org/10.1039/d4cy01160k
https://doi.org/10.1039/d4cy01160k
https://doi.org/10.1039/d4cy01160k
https://pubs.rsc.org/en/journals/journal/CY
https://pubs.rsc.org/en/journals/journal/CY?issueid=CY015004

Published on 07 Januar 2025. Downloaded on 19.02.26 19:46:07.

Catalysis Science & Technology

Recently, Tan et al.*® reported a novel monolayered C;3N;
material, and found that the Gibbs free energies of C,3N; are
all lower than those of all synthesized 2D carbon nitride
materials (g-CN, C,N, C3N, g-C3N,), and showed that it has
great potential for future high-performance electronics
applications. C;3N; is a conductor and, for this reason, also
has potential as an electrocatalyst. Moreover, it is a porous
carbon nitride material with a high specific surface area,
providing increased -catalytic active sites. It presents a
marked enhancement in catalytic activity when employed as
a visible-light photocatalyst for hydrogen evolution.””

In this work, we investigated the potential of SACs with
stoichiometry TM-C,3N; (TM=Cr, Mn, Fe, Co, Ni, Cu, Ru,
Rh, Pd, Ag, Os, Ir, Pt or Au) for the OER and ORR by first-
principles calculations. First, we evaluated the stability as
well as the OER and ORR activities of the proposed catalysts.
Next, the trend in their catalytic activity was illustrated by
volcano plots and contour maps. They predicted not only the
optimal activity, but also the potential-determining step
(PDS) for the OER and ORR. Among the results, we highlight
that Pt-C{3N; could be used as a bifunctional OER/ORR
catalyst with OER and ORR overpotentials of 0.27 and 0.39 V,
respectively. Finally, the origin of the excellent OER and ORR
catalytic activity of Pt-C;;N; was rationalized by analysing the
d-band center and crystal orbital Hamiltonian population
(COHP) of the proposed materials.

Il. Methods

A. Calculation details

In this work, all calculations were performed in the Vienna
ab initio simulation package (VASP) using the DFT
method.”®*® The ion-electron interaction was described by
the projector augmented wave (PAW) method with a cutoff
energy of 500 eV.’® The exchange-correlation interaction is
determined by the Perdew-Burke-Ernzerhof (PBE)*!
functional in the generalized gradient approximation (GGA),
and the GGA + U method is employed to consider the
correction of electron correlation,*” with an empirical value
of U = 3 for the TM-C;3N3;. The thickness of the vacuum layer
between the two TM-C,5N; sheets was set to 20 A to avoid
interlayer interactions. The convergence thresholds for energy
and force are set to 10> eV and 0.02 eV A, respectively, thus
ensuring that all atomic positions are fully relaxed. A 4 x 4 x
1 gamma-centered k-point grid is used. In addition, the
crystal orbital Hamiltonian population (COHP) of the bond
strength of the catalyst to the reaction intermediates was
calculated using the Lobster software.>® Ab initio molecular
dynamics (AIMD) simulations were used to evaluate the
thermal stability of TM-C,3N; at a temperature of 1000 K
using a step of 1 fs for 5 ps.>*?> Charge transfer is analyzed
by Bader charge analysis.*®

B. Free energy diagram for the OER and ORR

The OER catalytic properties of TM-C;3N; were
investigated considering the four-electron pathway under
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acidic conditions (pH = 0)*”*®* and employing the
computational hydrogen electrode (CHE) model.** In the
first step, TM-C;3N; (denoted as *) takes an H,O molecule
and decomposes it to form an H" + e  pair and *OH. In
the second step, the *OH intermediate dissociates into
*0, releasing a second H' + e pair. In the third step, *O
reacts with another water molecule to form *OOH and
releases another H' + e  pair. In the last step, finally,
*OO0H dissociates into O, releasing the fourth H™ + e
pair. The four elementary steps of the OER can be
described as:

*+H,0(l) - *OH+H' + e (1)
*OH — *O+H +¢e (2)

*0 + H,O() — *OOH + H' + ¢~ (3)
*OOH — * + 0,(g) + H + e~ (4)

To calculate the free energy changes of the above
reactions, the free energy (G) of the H" + e  pair can be
replaced by half of that of an H, molecule at 298 K,
following the CHE model.** The free energy of gas-phase
O, is written in terms of the free energies of H,O and H,
molecules (Gy,o and Gy,) using the experimental value for
the energy of the 2H,0 — O, + 2H, reaction (4.92 eV).
Therefore, the free energy change at each step can be
written as:

AG; = AGropy (5)
AG, = AGso — AGroy (6)
AG;3 = AGxoon — AGxo (7)
AG4 = 4.92 = AG+pon (8)

where AGxon, AGxo, and AGxoou denote the adsorption
energies of *OH, *O, and *OOH. These adsorption energies
are defined as:

AG+op = Gron — G+ =~ G0 + 1/2Gy, 9)
AG*O = G*O -G+ — GHZO + GH2 (10)
AG*OOH = G*OOH - Gx — ZGHZO + 3/2GH2 (11)

where G, Gson, Gro, and G«oon denote the free energies of
* *OH, *O, and *OOH, respectively. Each of these Gibbs free
energies (G) can be calculated as:

G= EDFT + ZPE + AU — TAS + GU + GPH (12)

where Eppr corresponds to the energy calculated by DFT and
ZPE is the zero-point energy. AU denotes the internal energy
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increment from 0 K to 298.15 K. AS is the entropy change,
and Gy = -n.U, where n. denotes the number of electrons
and U is the electrode potential. Gpyy = kg7 x In10 x pH is the
proton concentration free energy correction formula, where
ks is the Boltzmann constant and 7T is the absolute
temperature of 298.15 K (room temperature), and the pH
value is set to 0 in an acidic medium.

The step with the highest increase in energy for the OER
process is defined as the potential-determining step (PDS).
To evaluate the catalytic activity, the OER overpotential (7ogr)
is defined as:

max(AGy, AG,, AG;, AGy)

Nopr = . -1.23 (13)

where 1.23 V is the equilibrium potential.
The ORR process is the reverse OER. Therefore, the
overpotential of the ORR (7orgr) can be written as:

min(AG;, AG,, AG3, AG
Norr = ~ (AGy, 627 3 AGy) +1.23 (14)

C. Construction of Pourbaix diagrams

Pourbaix diagrams reveal a clear relationship between
chemically stable structures in electrochemical systems as pH
and electrode potential (U).*”*! In this study, we constructed
Pourbaix diagrams for Pt-C,3N; by calculating the free energy
changes of adsorbed species (i.e., *O, *OH, and *OOH). Here,
* refers to the corresponding surface catalytic site. For all
adsorbed species, each reaction can be written as:

*+H,0 - *O+2(H +¢) (15)
*+ HyOH — *O+H' + e~ (16)
* + 2H,0 — *OOH + 3(H' + ¢) (17)

View Article Online
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Then, adsorption energies (AE) for each species were
calculated at zero potential and standard conditions to
obtain the following equations:

AE+o = Exg + Ey, — Ex — E o (18)
AEsoy = Exon + 0.5Ey, = Ex — Ey o (19)
AE+oon = Exoon + 1.5Ey, = Ex = 2Ey o (20)

According to the free energy equation, the AG of a
substance as a function of pH and U can be defined as
follows:

AG(pH, U) = AE + AZPE — TAS - W(H")-kzT"In 10-pH
-v(e)-eU (21)

where kg is the Boltzmann constant, and the value of kgT-In
10 is 0.059; v(H') and v(e) are the values for the
stoichiometric coefficients of the transferred protons and
electrons of the corresponding adsorption processes (eqn
(15)—(17)), respectively.

I1l. Results and discussion
A. Structure and stability of TM-C;;N;

We built a carbon nitride monolayer of C;3N; as shown in
Fig. 1(a) and (b). Crystal structures can be constructed from
graphene superlattices by removing the six-membered rings
of C atoms and replacing the edge C atoms with N atoms.
The lattice parameter of Cy3N; is a = b = 10.72 A. In order to
perform the calculations on the expected TM-C,3N; catalysts,
different metals were allowed to be embedded in the edges of
the aperture to bond with two N atoms as shown in Fig. 1(c).
The selected metals were Cr, Mn, Fe, Co, Ni, Cu, Ru, Rh, Pd,
Ag, Os, Ir, Pt, and Au.

a
1T
T

Ag

Fig. 1 Schematic structures of (a) graphene, (b) C13Ns and (c) TM-Cy3N3, and embedded TM atoms.
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After full geometrical optimization, we calculate the
binding energy (Eping) and dissolution potential (Ugiss, versus
SHE) to evaluate the stability of TM-Cy3N;. Similar to
previous work,*>™** the binding energy (Epinq) is expressed as:

Epind = Eeor ~ EC13N3 - ETM-single (22)

where E, is the total energy of TM-C,;3N3, Ec, n, denotes the
energy of C;3N; (without the metal atom), and Eygingle refers
to the energy of an isolated transition metal atom (gas-
phase). A negative Ep;,gq indicates the thermodynamic
stability of the catalysts, with a more negative Ey;,q indicating
a stronger binding of the metal atoms to the substrate. The
specific values of Ep;nq are shown in ESIf Table S1 and Fig. 2.
Except for the coinage metals and Pd, the magnitude of all
binding energies is higher than 4 eV. Even for the weakest
binding energy (gold), we observe a sufficiently high metal-
Cy3N; interaction.

Furthermore, we calculated the cluster energy (Ecjuster) tO
describe the aggregation possibility of these anchored
transition metal atoms on the TM-C;3N; SACs, which is
defined as:

Ectuster = Ebind ~ Econ (23)

where E o, is the cohesive energy of the TM atoms (Econ =
Enibui/? = Entsingle), and Eyppuk Tefers to the energy of the
transition metal bulk and n is the number of TM atoms in
a unit bulk. If E user iS less than 0, metal atoms do not
readily aggregate to form clusters during preparation and
cyclic catalysis, and vice versa. As shown in Fig. S1 (ESI}),
Cr-Cy3N;, Mn-Cy3N;, Cu-Cy3N;, Pt-Cy3N;, and  Ag-Ci3N;
conform to E.useer > 0, indicating that they do not readily
aggregate to form clusters during preparation and cyclic
catalysis.

Next, we evaluate the electrochemical stability of the
catalyst by using the dissolution potential Ugiss (Ugiss =

4.0 = Ag

35 Ru
5 mg, EPt
3.0 OIr
EPd
ENi m Co ECu DAu
O Fe

15 BOs mcr
1.0 | BMn

@ Stable
0.5 |

0.0 e

25

20

Dissolution Potential (V)

_0.5 1 1 1 1 1 1 1
-6.0 -5.5 -5.0 -4.5 -4.0 -3.5 -3.0 -25 -2.0

Binding Energy (eV)
Fig. 2 Eping and Ugiss calculated by the TM-Cy3N3 system.
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Fig. 3 Variation of energy as a function of time in the AIMD simulation
within 5 ps at 1000 K for (a) Pt-C;3N3 and (b) Rh-C43Ns.

Udiss-bulk — Eeluster/Me)- Udiss-bulk and 7. represent the standard
dissolution potentials of TM bulk and the number of
transferred electrons during the process of dissolution,
respectively. The catalyst needs to satisfy two conditions
simultaneously: Epinq less than 0 and Uy greater than 0. As
shown in Fig. 2, all the binding energies are negative and the
dissolution potentials are positive, demonstrating the
stability of TM-C;;N; systems.

In addition, AIMD simulations at 1000 K lasting 5 ps were
performed with Pt-C;3N; and Rh-C3N; as examples. Fig. 3
shows that the energies of Pt-C;3N; and Rh-C3N; oscillate
within a 3 eV interval, which is not sufficient to overcome the
binding energy, further illustrating the thermal stability of
the TM-C,;N; materials.

On the basis of AIMD simulations, we calculated the bond
lengths between the metal Pt and the connected N atoms, as
shown in Fig. 4. During the sustained 5 ps, the bond length
oscillates around 2 A and it seems that the peaks in the two
graphs (N;-TM and N,-TM) do not occur at the same time.
This means that one of these two variables is always small,
and thus it only goes to neighboring sites.

Moreover, in order to further understand the stability of
Pt-based catalysts, we used climbing image nudged elastic
band (CI-NEB)*® to evaluate the barrier for diffusion of the Pt
atom from the cavity of g-C;3N3; to the bridge of carbon
atoms, as shown in Fig. 5. The results reveal that the
diffusion not only is highly endergonic with an energy
demand of 2.69 eV, but also requires a very large diffusion
barrier of 2.95 eV. The significantly large binding energies
and negligible structural deformation around 1000 K, and
large diffusion barrier indicate the enhanced thermal
stability of Pt-C;3N; catalysts.

(@) (b)
4.75 4.75

425 LS 4.25
2 375 PO ™ ¢ 2375 Q q
L ] 23757

= 3.25 {} -{ = 3.25 °u°{

¥ bd o
T 275 T.2.75
7 225 7225
1.75 175

L N B N N
0 1000 2000 3000 4000 5000 0 1000 2000 3000 4000 5000

Times (ps) Times (ps)

Fig. 4 Dynamic evolution of (a) N;-Pt and (b) N,-Pt bond length in the
AIMD simulations.
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Fig. 5 The energy pathway of the anchored Pt atom to diffuse to the
neighboring site in C13N3 and the optimized structures of the initial
state (IS), transition state (TS) and final state (FS).

B. OER/ORR performance

After determining the stability of TM-C;3N;, we further
evaluated the catalytic performance of TM-Cy3N;. For that,
we first calculate the adsorption energy of each oxygen-
containing intermediate (*O, *OH, and *OOH), which is
shown in ESIf Table S2. According to previous studies,”’
similar TM-O bonds between the metal and oxygenated
intermediates resulted in a similar adsorption behavior for
all three species. For this reason, the adsorption energies
of OH, O, and OOH may be correlated via linear
relationships. As shown in Fig. 6, this has also been
observed within our results for the TM-C;3;N; substrates.
The relationship between AG:o vs. AGxoy can be expressed
as AG«o = 1.44 + 130 with a high coefficient of

determination (R*> = 0.72). The relationship between
6
5L AG.gog =0.88AG. oy +3.24 _--"B
5 BB .m
d.) - -
=k G- .- Ag
?4 @Dﬂ% T ppamsa
23 g dCu. -
= _
= i -
2, Mn B C0 ElN,l’EIPt
g Fe ]:HjDIEI Rh AG.o =1.44AG. oy +1.30
21 7 Cr ORu
O OOH
of @Oos a o

-0.5 0.0 0.5 1.0 15 2.0 25
AGiog (eV)

Fig. 6 Scaling relations between the adsorption energies of
intermediates (AGxo vs. AG«on in orange; AGsoon Vs. AGson in gray) on
TM-Cy3Ns.
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AG+oou VS. AGsoy can be expressed as AGroou
0.88AGxoy + 3.24 (R* = 0.91).

The free energy changes for each step of the ORR and
OER on TM-Cy3N; were calculated as eqn (5)-(8) and are
shown in ESIt Table S3 and Fig. 7(a) and (b), in which the
equilibrium potential of 1.23 V was applied in
Fig. 7(a) and (b). While the OER proceeds following * + H,O
— *OH — *O — *OOH — * + O,, the ORR process occurs in
the reverse direction (* + O, — *OOH — *O — *OH — * +
H,0). We recall that the rate of the OER or the ORR is limited
by the PDS, which has the largest free energy change. This
crucial step is not the same for the different metals, as can
be seen by analyzing the energy changes in Fig. 7. Taking Cr-
C;3N; as an example, the OER process is mainly hindered by
the *O — *OOH step, while the ORR one is hindered by *OH
— * + H,O.

The ORR and OER overpotentials of the candidates are
summarized in Fig. 7(c). Among all the TM-C,3N; samples,
Pt-C;3N; had both the lowest OER overpotential (7ogr = 0.27
V) and the lowest ORR overpotential (7org = 0.39 V).
Furthermore, the overpotentials for the OER and ORR on Pt-
C,;3N; are even lower than those of conventional noble metal
catalysts such as Pt (jorr = 0.45 V) and RuO, (17opr = 0.42
V)."*® Note that even though our proposed catalyst also
includes the noble metal Pt in its structure (as the
conventional catalyst for the ORR), its percentage in both
mole and weight is substantially lower, turning the material
proposed here potentially cheaper due to the inclusion of
earth-abundant elements. Even more promising is its usage
as a bifunctional catalyst that can work for both the OER and
ORR in the same apparatus. In addition to Pt-Cy3Nj, Cu-
C13N; also showed considerable ORR performance with an
overpotential of 0.5 V, suggesting that it may also be an
excellent ORR catalyst, without including expensive metals.

Although the four-electron associative pathway was
discussed above, we also evaluated the possibility of the two-
electron mechanism occurring in Pt-C;3N3;, by calculating the
energy barrier of O, dissociation. We considered the reaction
pathways for O, dissociation on Pt-C;3N; as shown in ESIf
Fig. S2. The energy barrier for O, dissociation on Pt-C;3N; is
2.93 eV, which is much higher than the 0.53 eV on Pt(111).*
Our results indicate that the dissociative ORR is unlikely to
happen on Pt-C;;3N3;.

C. Trend of catalytic activity

According to Sabatier's principle,®® too strong or too weak
adsorption of intermediates on TM-C;3N; may negatively
affect its catalytic performance. If the intermediates are too
strongly adsorbed on the catalyst, the reaction products will
be difficult to desorb. In contrast, if the adsorption is too
weak, it will hinder the activation of the intermediates. Thus,
a volcano plot may represent the catalytic activity, and the
best catalysis can be located at the top. Based on the above
linear relationship, the descriptors of the OER and ORR
volcano plots are AGxo - AGxon and AGxon, respectively, as

This journal is © The Royal Society of Chemistry 2025
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Fig. 7 OER and ORR free energy diagrams of TM;3 N3, (a) from Cr to Cu and (b) from Ru to Au. The OER is from left to right, while the ORR is
contrary. The equilibrium potential of 1.23 V is applied. (c) The OER and ORR overpotentials of TM33 N3 (from Cr to Au).

shown in Fig. 8(a) and (b). The best OER catalyst possesses a
AG+o — AG+oy value of 1.44 eV, while the AG«oy value of 0.83
eV is required for the best ORR catalyst. It can be seen that
Pt-C;3N; has the most potential as a bifunctional catalyst
among all the candidates. The corresponding structures of
the oxygenated intermediates (*OH, *O, and *OOH) adsorbed
on Pt-C3N; are shown in Fig. 8(c). The PDSs of the OER and
ORR for different SACs are also shown in Fig. 8(a) and (b).
Clearly, the two main PDSs for the OER are step 2 (*OH —
*0) and step 3 (*O — *OOH). The two main ORR PDSs are
step 1 (* + O, — *OOH) and step 4 (*OH — * + H,0).

In this case, the linear relationships of the OER and
ORR with AG:«oy and AG:«o - AG:oy were established to
describe  the  catalyst activityy =~ As  shown in
Fig. 9(a) and (b), contour maps of OER and ORR activities
on TM-Cy3N; can be established when AG:oy and AG:o -
AG+oy are selected as descriptors. In previous studies,
contour plots have been widely used to characterize
catalyst activity trends.”’*> Obviously, Pt-C;;N; as the best
bifunctional catalyst is located at the best position of the
contour plot with 7nogr of 0.27 and norr of 0.39. Overall,
Pt-C;3N; exhibited low overpotentials for the OER and

This journal is © The Royal Society of Chemistry 2025

ORR, elucidating its excellent catalytic performance for the
OER and ORR.

D. Origin of catalytic activity

We now rationalize the origin of the OER and ORR activities
of TM-C;3N; by studying the electronic structure of the
proposed materials. The charge transfer of the N atoms of
Cy3N3, Pt-C13N;, and Os-Cy3N; is given in the Bader charge
analysis as shown in Fig. 10. We have chosen these metals
because Pt-C;3N; possesses the best bifunctional catalytic
activity, while Os-C;3N; exhibits the least desirable
performance. First, we note that for both of the TM-C;3N;
samples, the two nitrogen atoms bonded to the metal show
an increase in charge compared to C;3N;, while the other
nitrogen atoms show a reduction. It can be seen that Pt
induces a stronger charge transfer than Os. This suggests
that charge transfer is an important descriptor for evaluating
catalytic activity.

Fig. 11 shows the partial density of states (PDOS) of the d
orbitals of the transition metal atoms in TM-C;;N; with the
position of the d-band center marked. The specific values for

Catal. Sci. Technol, 2025, 15, 1122-1133 | 1127
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the center of the d-band are shown in Table S4.f According to
previous studies, it has been shown that as the number of d
electrons increases, the center of the d-band gradually moves
to the more negative position, which leads to weaker
intermediate adsorption.*® For example, the d-band
centers of 5d transition metal atoms show the following
trend: Os (-1.30) >Ir (-1.37) >Pt (-1.85) >Au (-2.38). For 3d
and 4d transition metal atoms, different shifts of their
d-band centers imply different adsorption strengths for the
intermediates. Fundamentally, this is because when
adsorption occurs, the d orbitals of the transition metal
atoms interact with the electronic states of the intermediates,
leading to orbital hybridization and the formation of bonding
and antibonding states. The lower d-band center leads to a
high occupation of the antibonding state, which reduces the
adsorption energy. Obviously, the d-band center value of Pt-
Cy3N; is lower than that of Os-C,3N;. This indicates that Pt-
Ci3N; has a more suitable adsorption strength for the
intermediates compared to Os-C;3N3.

We further calculated the bonding and antibonding states
of the OH intermediates by the COHP method, which was
used to analyze the structural bonding information,>”®
where positive and negative values of -COHP indicate

This journal is © The Royal Society of Chemistry 2025

bonding and antibonding states, respectively. As shown in
Fig. 12(a)-(c) and as shown in ESI{ Fig. S3, TM-C3N; is
occupied by various degrees of antibonding states near the
Fermi level. To obtain more quantitative information, the
integrated value of -COHP below the Fermi level ((ICOHP) of
the *OH intermediate was calculated as shown in Fig. 12(d)
for all TMs studied here. The larger the -ICOHP value is, the
stronger is the interaction strength between the TM and O
atom of the *OH molecule.”®*® The results show that the -
ICOHP value on Os-C;3Nj is larger than that on Pt-C;3N; (too
strong interaction), while the value on Au-C3N;3 is smaller
(too weak interaction). The interaction between Pt-C;3N; and
*OH is moderate. Therefore, charge transfer changes the
electronic structure of TM-C,3N; SACs, which affects the
adsorption strength of TM-Cy3N; SACs on the reaction
intermediates, leading to changes in catalytic activity.

E. Suppression of the HER and surface stability of Pt-C,3N;

We discuss the catalytic activity of the HER and OER of Pt-
Cy3N; via the calculated adsorption energies. Hydrogen
adsorption energy is a good descriptor for the HER, which
has been widely used to describe the HER catalytic activity.®*

Catal Sci. Technol.,, 2025, 15, 1122-1133 | 1129
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The Gibbs free energy of adsorbed hydrogen atoms was
calculated as follows:

AG*H = AE*H + AEZPE - TAS (24)

where AE.y is the adsorption energy of H and AEzpg is the
zero point energy difference between the adsorbed and gas
phases. AS ~ -1/2Sy,, where Sy, is the entropy of H,. For the
adsorption of hydrogen atoms on the surface, the Gibbs free
energy can be written as AGsy = AExy + 0.24 eV and for
oxygen adsorption, the free energy is written as AGxo = AE«q
+ 0.33 eV, where E corresponds to the adsorption energy of
adatom. As shown in Fig. 13, the Gibbs free energies of Pt-
Cy3N; are -1.57 eV and 0.14 eV for the HER and OER,
respectively. A big negative AG shows a strong hydrogen
binding to the catalytic surface and hence difficulty in
generation and release, while a large positive AG represents
the weak binding between the hydrogen atoms and catalytic
surface.®” Therefore, the AG for optimal HER and OER
activity should be close to zero. Notably, the release of
hydrogen inhibits the HER activity on Pt-C;3N3, and it shows
that Pt-C;;N; is a suitable material for the OER.

The surface stability of TM-C;3N; further depends on
whether the doped metal (Pt) is covered by adsorbed species
in aqueous solution under operating conditions. Therefore,
we constructed surface Pourbaix plots of the doped metal as
a function of pH and standard hydrogen electrode (Uspg)- As

130 | Catal Sci. Technol.,, 2025, 15, 1122-1133

shown in Fig. 14, without applying a bias potential, i.e., in a
strongly acidic environment, the Pt atoms are covered by
*OH groups, and as the pH increases, the *OH groups shift
toward the *O groups.

However, as the electrode potential increases, the
tendency of *O/*OH removal from the Pt surface increases,
thus successively exposing the active center. In particular, the

Fd
n
T

Gibbs Free Energy (eV)
& o
n =]
T

=
=)
T

Fig. 13 Hydrogen adsorption free energy (AG«y) versus O adsorption
free energy (AG-o). The inset shows a map of *H and *O adsorption
sites on Pt-C;3Ns3.
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Fig. 14 Surface Pourbaix diagram of Pt atoms on C;3N3, including
alkaline and acidic dissolution.

minimum potential required for the removal of *O/*OH is
1.60 V for Pt atoms at pH = 0. This value is more positive
than the limiting potential of 1.50 V for Pt-Cy3N3,
demonstrating that Pt-C;3N; has an excellent stability against
surface oxidation under operating conditions.

V. Conclusion

In summary, we investigated the feasibility of a series of TMs
(TM = Cr, Mn, Fe, Co, Ni, Cu, Ru, Rh, Pd, Ag, Os, Ir, Pt, and
Au) embedded in C;3N; monolayers as highly efficient
bifunctional OER and ORR catalysts. We first assessed the
thermodynamic stability of the proposed TM-C;3N;
nanosheets, finding that all of them have favorable energetics
towards anchoring the TM atom. Molecular dynamics
calculations show this stability to hold up to 1000 K. By
calculating the transition states, it is demonstrated that the
Pt atom does not easily diffuse into neighboring sites with a
diffusion energy barrier as high as 2.95 eV. Their
performance as electrocatalysts for the OER and ORR was
evaluated by calculating their overpotentials, which were
compared to the standard materials currently employed as
unifunctional catalysts (Pt for the ORR and RuO, for the
OER). Pt-Cy3N; was found to be a promising bifunctional
catalyst, having the low OER and ORR overpotentials of 0.27
V and 0.39 V, which are lower than the traditional
unifunctional catalyst for each reaction individually. In
addition to showing a lower overpotential, its bifunctional
properties would allow its usage as either the anode in an
electrolyzer cell or the cathode of a fuel cell, which could be
unified in single apparatus. Since the material proposed here

This journal is © The Royal Society of Chemistry 2025
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has a large percentage of earth-abundant elements (carbon
and nitrogen), it is also possible that it could benefit from
being cheaper than the conventional ones made of only
noble metals.

Volcano plots and contour maps were created based on
the scalar relationships between oxygenated intermediates
(*OH, *O, and *OOH). In addition, Bader charge analysis,
d-band center, and ICOHP methods were used to reveal the
origin of OER and ORR activity. We have investigated and
characterized the OER and ORR properties of TM-C;3Nj,
which provide theoretical guidance for future clean energy
technology conversion and the development of new efficient
electrocatalysts.
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