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Theoretical insights into single-atom catalysts for
improved charging and discharging kinetics of
Na–S and Na–Se batteries†

Mukesh Jakhar, *a,b Veronica Barone *a,b and Yi Dingc

Dissolution of poly-sulfide/selenides (p-S/Ses) intermediates into electrolytes, commonly known as the

shuttle effect, has posed a significant challenge in the development of more efficient and reliable Na–S/Se

batteries. Single-atom catalysts (SACs) play a crucial role in mitigating the shuttling of Na–pS/Ses and in pro-

moting Na2S/Se redox processes at the cathode. In this work, single transition metal atoms Co, Fe, Ir, Ni, Pd,

Pt, and Rh supported in nitrogen-deficient graphitic carbon nitride (rg-C3N4) are investigated to explore the

charging and discharging kinetics of Na–S and Na–Se batteries using Density Functional Theory calcu-

lations. We find that SAs adsorbed on reduced g-C3N4 monolayers are substantially more effective in trap-

ping higher-order Na2Xn than pristine g-C3N4 surfaces. Moreover, our ab initio molecular dynamics calcu-

lations indicate that the structure of X8 (X = S, Se) remains almost intact when adsorbed on Fe, Co, Ir, Ni, Pt,

and Rh SACs, suggesting that there is no significant S or Se poisoning in these cases. Additionally, SACs

reduce the free energies of the rate-determining step during discharge and present a lower decomposition

barrier of Na2X during charging of Na–X electrode. The underlying mechanisms behind this fast kinetics are

thoroughly examined using charge transfer, bonding strength, and d-band center analysis. Our work

demonstrates an effective strategy for designing single-atom catalysts and offers solutions to the perform-

ance constraints caused by the shuttle effect in sodium–sulfur and sodium–selenium batteries.

1. Introduction

The increased interest in electric vehicles and the widespread
use of portable devices have prompted extensive research to
develop more efficient energy storage technologies. While
lithium-ion batteries currently dominate the battery market,1

their continued expansion faces challenges related to raw
materials supply, safety concerns linked to organic electrolytes,
and high cost, among other factors.2,3 At the same time,
sodium (Na)-ion batteries are drawing more attention due to
the low cost and abundance of Na compared to Li.4–6 Sodium
chalcogen batteries, specifically Na–S batteries, have been
extensively studied and show promising potential for appli-

cations in next-generation sustainable energy storage
systems.7–9 While sulfur (S) and selenium (Se) are promising
cathode materials due to their abundance and impressive volu-
metric capacities of 3467 mA h cm−3 and 3268 mA h cm−3,
respectively.10–12 These battery technologies still face various
challenges for practical applications. Some of these challenges
are sluggish reaction kinetics, complex reaction mechanisms,
and significant volume expansion during charge/discharge
cycles.13,14 To address these concerns, especially in preventing
the shuttle effect, extensive research has focused on the idea
of physical confinement and chemical adsorption that can
effectively immobilize soluble intermediates.15,16 Various low-
dimensional materials have been incorporated to serve as the
framework for the chalcogen (S, Se) cathode system such as
carbon nanotubes,17 graphene,8,18 porous carbon,9,19 poly-
mers,20 and other low-dimensional materials.10 However,
enhancing the affinity between the anchoring materials and
both low (Na2Xn; n ≤ 2) and high order (Na2Xn; n > 2) Na–poly-
sulfide/selenides (Na–pS/Ses) is not sufficient to notably
diminish the shuttle effect arising from the sluggish kinetics
of immobilized Na2S/Se. Hence, there has been a recent
focus on accelerating conversion kinetics by optimizing
the compounds involved in these reactions through the shift
from insoluble Na2S/Se to soluble extended-chain Na–pXs (X =
S, Se).21–23

†Electronic supplementary information (ESI) available: Phonon spectrum curves
for SA@rg-C3N4; charge transfer and AIMD plot for the X8 (X = S, Se) molecules;
the optimized geometric configurations of Na–pXs (X = S, Se); geometric con-
figurations of electrolyte solvent (DOL and DME); Gibbs free energy profile for
sulfur/selenium reduction reactions (S/SeRRs); partial density of states (PDOS) of
Na2X–SA. See DOI: https://doi.org/10.1039/d4nr01134a
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Single atom catalysts (SACs) have been studied as efficient
catalysts for electrochemical reactions within metal–S/Se bat-
teries as they exhibit homogeneous active sites, a high catalytic
activity, and an optimal catalyst utilization compared to con-
ventional nanocatalysts.24 In order to prevent the aggregation
of single atoms (SAs), a substrate that offers effective anchor-
ing sites to trap these SAs is needed. Presently, SACs consisting
of transition metal atoms supported on N-doped defective gra-
phene is the most studied model for electrocatalysis in Li–S
batteries to suppress the shuttle effect and improve the elec-
trode electrochemical performance.25–28

Besides N-doped graphene, metal-free graphitic carbon
nitride sheets (g-C3N4) have attracted attention owing to their
unique porous structure and abundant sites for confinement
of metal atoms facilitated by their high nitrogen
concentration.29–32 In fact, there have been several reports
about utilizing SAs supported by g-C3N4 as reliable electrocata-
lysts for different reactions such as HER,33 OER,34 and
Co2RR.

35 Moreover, few results are also reported with
N-coordinated Fe36 and Ni37 adsorbed on two-dimensional
g-C3N4 for applications in Li–S batteries. However, due to the
lack of the special anchoring sites, pristine g-C3N4 encounters
some challenges in preventing the single metal atoms from
aggregation. It has been reported that a stronger metal–
support interaction can be achieved by introducing
N-vacancies in the g-C3N4 monolayer to boost photocatalytic
H2 production,38 nitrogen fixation,39 and in bifunctional
oxygen electrocatalyst applications.34 To the best of our knowl-
edge, there is no literature studying SACs in N-deficient graphi-
tic carbon nitride for Na–S and Na–Se batteries.

This study systematically investigates the effect of SACs in
the charging and discharging kinetics of Na–S and Na–Se cath-
odes through Density Functional Theory (DFT) calculations. To
this end, we choose seven SA (Co, Fe, Ir, Ni, Pd, Pt, and Rh)
adsorbed on a N-deficient graphitic carbon nitride (rg-C3N4)
monolayer as SACs model systems. We also perform ab initio
molecular dynamics (AIMD) simulations for X8 (X = S, Se)
species adsorbed on SACs models and discuss the interaction
mechanism between the SAC and Na–pXs. Our calculations
indicate that SACs can accelerate the discharging kinetics of
sulfur and selenium reduction reaction and we also compare
their effectiveness in the Na–S and Na–Se systems.
Furthermore, an exploration of decomposition energy barriers
and integrated crystal orbital Hamilton populations (ICOHPs)
is conducted to compare the charging performance of the
SACs models. In both, Na–S and Na–Se systems, SACs demon-
strate a significantly improve charging and discharging per-
formance. These findings can guide experimental investi-
gations for exploration and implementation of SACs in energy
storage systems.

2. Computational methods

Spin-polarized DFT calculations are performed using the
Vienna Ab initio Simulation Package (VASP).40,41 The exchange–

correlation interactions are described using the gradient-cor-
rected Perdew–Burke–Ernzerhof (GGA-PBE) functional42 and
the projector augmented-wave (PAW) method.43 In addition,
van der Waals interactions are included utilizing the Grimme
DFT-D3 correction scheme.44 For the plane-wave expansion,
the cutoff energy is set to 520 eV. The SAC models are built by
adsorbing single atom (SA) on a 2 × 2 × 1 supercell of a
reduced graphitic carbon nitride monolayer (rg-C3N4).
Monkhorst–Pack meshes with 3 × 3 × 1 k-points are used for
geometric relaxation following previous theoretical studies of
SA supported on g-C3N4.

45–47 During the geometric optimiz-
ation of Na–pXs within the SACs models, relaxation of atomic
positions is carried out with a constant cell shape until the
residual force reaches a threshold of less than 0.01 eV Å−1. A
20 Å vacuum space along the z-direction is considered to
prevent interactions with adjacent periodic images. Our
ab initio molecular dynamics (AIMD) simulations are con-
ducted using the Nose–Hoover thermostat at room tempera-
ture (300 K) for X8 (X = S, Se) species on the SACs models. The
climbing image-nudged elastic-band (CI-NEB) method is used
to calculate the decomposition energies of Na2X.

48,49 Bader
charge analysis is carried out to analyze the charge transfer
between Na2X and the SA.50 Phonon dispersion curves are
obtained using DFPT (density functional perturbation theory)
and the PHONONPY packages.51,52 The chemical bond ana-
lyses based on the Crystal Orbital Hamilton Population
(COHP) method were conducted using the LOBSTER
package.53 The d-band center and Gibbs free energy correction
is calculated using vaspkit.54 The VESTA code was used for the
visualization of geometric configurations and charge density
differences.55

The adsorption energies (Eads) of Na–pXs on the rg-C3N4

substrate was evaluated using the following equation56,57

Eads ¼ ENa–pXs þ ESubstrate � ETotal

where ETotal, ESubstrate, and ENa–pXs are the energies of the Na–
pXs (X = S, Se) adsorbed on the rg-C3N4 substrate, the isolated
rg-C3N4 substrate, and an isolated Na–pXs molecule, respect-
ively. According to this definition, a positive Eads indicates a
stable binding between molecule and substrate. Details on the
Gibbs free energy calculations procedure are presented in
ESI.†

3. Results and discussion

As shown in Fig. 1(a), SACs are modeled by embedding a SA on
a N-deficient graphitic carbon nitride (SA@rg-C3N4) mono-
layer. The metals selected as SACs are Co, Fe, Ir, Ni, Pd, Pt, and
Rh as they have been identified as the are most robust SACs
based on their high thermodynamic, electrochemical, and
thermal stability.58 As depicted in Fig. 1(b), the lattice para-
meters (a and b for a 1 × 1 unit cell) of the SA@rg-C3N4

systems exhibit a significant increase compared to the pristine
(a = 6.93 Å, b = 6.95 Å) and reduced (a = 6.91 Å, b = 5.94 Å)
g-C3N4 monolayers. This volume expansion can be attributed
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to the large van der Waals radii of the SAs incorporated in the
manolayer.59 Additionally the optimized configuration and
electronic band structure of g-C3N4 and rg-C3N4 monolayers
are presented in Fig. S1.† In order to verify the dynamic stabi-
lity of the SA@rg-C3N4 systems, we conducted an analysis of
the phonon dispersion spectra. As illustrated in Fig. 1(c) for
Co, Fe, and Ir, and Fig. S2† for the remaining SAs, no notice-
able imaginary phonon modes are detected in the spectra,
indicating the overall dynamic stability of all seven SA@rg-
C3N4 systems.

3.1. Adsorption of X8

Initially, the adsorption of X8 (with X = S and Se) species is
examined on pristine and reduced g-C3N4 as well as SA@rg-
C3N4. The calculated adsorption energies are shown in
Fig. 2(a), where we observe that the adsorption on all sub-
strates is slightly stronger for Se8 than for S8, even though the
overall trends are similar for the two cases. In both cases, the
highest adsorption energy is obtained for the Fe catalyst and
can be correlated to the shortest bond lengths Fe–S (2.16 Å)
and Fe–Se (2.29 Å) among all SAC substrates. With the excep-
tion of Pd and Ni, the adsorption energies on the SAC surfaces

of both S8 and Se8 structures are notably higher than on pris-
tine and reduced g-C3N4 indicating that the incorporation of
SACs can boost the capacity of g-C3N4 to load S and Se active
materials. To further elucidate the adsorption mechanism of
X8 on the SAC substrates, the charge transfer between the X8

molecules and the substrates is obtained (Fig. S4†). In the case
of Pd and Pt catalysts there is a small charge transfer of
approximately 0.016 electrons from S8 to the substrate. For Fe,
Co, Ir, Ni, and Rh SACs, the charge transfer is also small but
occurs in the opposite direction, with approximately in the
range from 0.047 to 0.13 electrons transferred from the sub-
strate to S8.

In order better understand the adsorption behaviour of S8
and Se8 at the early stages of discharge, AIMD simulations
starting at the optimized adsorption configurations on various
substrates are performed. After 5 ps, all adsorption configur-
ations of S8 and Se8 on the SAC substrates (except on the Pd
SAC) remain intact without any apparent migration or defor-
mation (S8 on the Fe SAC is shown as an example in Fig. 2(b)).
However, our calculations indicate that for X8 adsorption on
substrates without metal atom catalysts (pristine and reduced
g-C3N4 substrates), there is a substantial surface reconstruction

Fig. 1 (a) Perspective view of a SA adsorbed on the rg-C3N4 support. (b) Lattice constant of the SA@rg-C3N4 monolayer for a 1 × 1 unit cell as rep-
resented in the inset. (c) Phonon spectra curves of SA@rg-C3N4 for SA = Co, Fe, Ir.
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and deformation of the X8 molecule. The AIMD snapshots of
S8 and Se8 on various substrates are presented in Fig. S5 and
S6,† respectively. The apparent migration and rotation of S8
from the hollow cavity shown in Fig. 2(b) can be correlated to
the lower adsorption energy of S8 on Pd-based SAC compared
to other SA catalysts. Our AIMD calculations indicate that up
to 5 ps, the structure of X8 remains almost intact when
adsorbed on Fe, Co, Ir, Ni, Pt, and Rh SACs, suggesting that
there is no significant occurrence of sulfur or selenium poison-
ing in these substrates.28,60

3.2. Adsorption of Na–pXs (X = S, Se)

During the discharge process, the interaction of Na cations
with the X cathode can generate a series of intermediate com-

pounds from Na2X8 to Na2X (Na2X8, Na2X6, Na2X4, Na2X2, and
Na2X). Therefore, we also investigated the interaction between
both insoluble species (Na2Xn; n = 1, 2) and soluble species
(Na2Xn; n = 4, 6, 8) and the substrates to elucidate the role of
the SAC in mitigating the poly-sulfide and selenide shuttle
effect in Na–S and Na–Se electrodes. The optimized geometric
configurations of all the Na2Xn; n = 1, 2, 4, 6, 8 species are pro-
vided in Fig. S7† and the obtained X–X and Na–X bond dis-
tance agrees well with previous studies (Table S2†).61–63

Fig. 3(a) shows the adsorption energies of Na2Xn (n = 1, 4, 8)
species on the surface of pristine (g-C3N4), reduced (rg-C3N4)
and seven SA@rg-C3N4 catalysts. The most stable configur-
ations of Na–pSs and Na–pSes adsorbed on various substrates
are presented in Fig. S8 and S9,† respectively. The adsorption

Fig. 2 (a) The adsorption energies of X8 (X = S and Se) adsorbed on the surface of pristine, reduced g-C3N4, and SA@rg-C3N4 (SA = Co, Fe, Ir, Ni,
Pd, Pt, and Rh). (b) Snapshot at 5 ps of AIMD simulations of the adsorption of S8 on SA@rg-C3N4 for SA = Fe and Pd.
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configurations of Na–pXs for SACs are very similar. Both X and
Na atoms contribute to their adsorption via SA–X and Na–N
interactions, while the adsorption on pristine and reduced
g-C3N4 primarily results only from the interaction between Na
and N, which is further confirmed by the charge density ana-
lysis in section 3.4. Taking Fe SAC as a representative example,
Fig. 3(b) shows that the Fe–S bond length is shortened from
2.18 Å (Na2S8) to 2.16 Å (Na2S), suggesting an enhanced inter-
action in low-order Na–pXs. Moreover, the adsorption energies
of insoluble Na2X on the surface of SACs are in the range of
3.0–3.8 eV, significantly larger than on pristine and reduced
g-C3N4 (2.5–2.8 eV), which indicates that the introduction of
SAs can enhance the interaction of Na–pXs and rg-C3N4. For
comparison, it is worth noting that Na–pSs (Na2Sn; n = 1, 2, 4,
6) exhibit stronger adsorption energies than Na–pSes.
However, Na2Se8 exhibits a larger adsorption energies than
Na2S8. Among the SACs studied in this work, Fe@rg-C3N4 pre-
sents the strongest interaction for both Na–pSs and Na–pSes,
with adsorptions energies surpassing numerous previously
reported 2D sulfur hosts like graphene,64 MXenes,65 VS2,

66 and
As2S3.

67 Additionally, we have also computed the adsorption
energy for Na2X3 species on pristine, reduced g-C3N4, and Fe
SAC as shown in Fig. S10.† The observed trend of adsorption
strength, with Na2X3 exhibiting greater affinity than Na2X4 and
lesser affinity than Na2X, closely mirrors findings reported in
the literature for Li2S3.

68 It is interesting to compare the Na–
pXs binding strengths on these substrates with the interaction
energies of these species in commonly used electrolyte sol-
vents such as 1,3-dioxolane (DOL) and 1,2 dimethoxymethane
(DME).69 The optimized configurations of DOL and DME with
Na–pXs (X = S, Se) are shown in Fig. S11.† The interaction

energies (0.58–0.81 eV)65 between Na–pXs and DOL/DME are
significantly lower than the adsorption energies (1.65–3.83 eV)
of Na–pXs on SACs, suggesting that these SACs can effectively
preclude Na–pXs shuttling in Na–S and Na–Se batteries.

In order to further understand the underlying physical
mechanisms governing the interaction between Na–pXs and
SAC, we examined the charge transfer of the adsorbed Na–pXs
using Bader charge analysis. Our results (see Table S3†) indi-
cate that overall, as sodiation progresses from Na2X8 to Na2X,
there is a gradual increase in the amount of charge transferred
between the Na–pXs and the substrate. This result indicates
that the interaction between each SAC substrate and Na–pXs
becomes more robust with increased sodiation, which in turn
could explain their greater adsorption affinity for lower Na–
pXs. However, when comparing different substrates, we note
that the charge transfer between Na–pXs and substrates is, in
general, larger in pristine and reduced g-C3N4 than in the SACs
substrates. As the binding energies of Na–pXs are significantly
larger in the SACs substrates, it is then expected that the SACs
substrates increase the covalency of the interactions compared
to pristine and reduced g-C3N4.

3.3. Discharging performance of Na–S and Na–Se electrodes

To analyze the discharging performance of the electrodes, we
next explore the sulfur and selenium reduction reactions on
various g-C3N4 substrates. During the initial discharge process
of a Na–S electrode, the solid-phase S8 undergoes a transform-
ation into a series of soluble Na–pSs (Na2Sn; 4 ≤ n ≤ 8), which
are subsequently further reduced into insoluble Na–pSs
(Na2Sn; 1 ≤ n ≤ 3).70 As discussed previously, the electro-
chemical reaction mechanisms of Na–Se batteries is similar to

Fig. 3 (a) The adsorption energies of Na2Xn (n = 1, 4, 8) adsorbed on SA@rg-C3N4. (b) Geometrical structures of Na2Xn (n = 1, 8) adsorbed on a pris-
tine g-C3N4 and Fe@rg-C3N4 monolayer.
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that of Na–S batteries, with the formation of Na–pSes as inter-
mediate products and Na2Se as the final discharge product.10

The Gibbs free energy of each intermediate reaction step from
S8* to Na2S* and from Se8* to Na2Se* over g-C3N4, rg-C3N4 and
SA@rg-C3N4 (with SA = Co, Ir, and Fe) are shown in Fig. 4(a)
and (b), respectively. The remaining Gibbs free energy plots for
the reduction of Na–pSs and Na–pSes on SA@g-C3N4 (with SA
= Rh, Ni, Pd, and Pt) are presented in ESI (Fig. S12†).
Following current literature notation, * represents an active
site on the catalytic substrate.

For both battery systems, the initial step corresponding to
the reduction of X8 to Na2X8 is an exothermic reaction regard-
less of the substrate, indicating the spontaneous nature of this
conversion. All the following four reactions steps are endother-
mic reactions. Our calculations indicate that for g-C3N4, the
limiting step corresponds to the transition from Na2X4 to
Na2X2, and from Na2X2 to Na2X in the rg-C3N4 substrate. A
similar trend of limiting steps is observed in graphene and
N-doped graphene for Li–S battery systems.71 For Ir, Co, Fe,
and Rh SACs, the last transition from Na2X2 to Na2X is associ-
ated with a notably high positive Gibbs free energy barrier
compared to other steps indicating the last reaction step as the
rate determining (RD) step in the whole process. On the other
hand, for SACs containing Ni, Pd, and Pt, the transition from a
soluble Na2X4 to an insoluble Na2X2 is found to be the RD step

as they present the highest energy barrier. In comparison to
Na–S, Na–Se shows a superior reaction kinetics due to the
lower RD step barrier for selenium reduction reactions on
SACs. The RD step on the surface of SACs is significantly
reduced, falling within the range of 0.68 to 1.0 eV, compared
to the 1.17 eV and 1.01 eV for pristine g-C3N4 and rg-C3N4,
respectively. The obtained RD step barriers for Ni, and Co, Ir,
Fe, Rh are lower than for the reported highly active MXenes for
Na–S batteries (0.85–1.23 eV)72 and Na–Se batteries (0.80–1.4
eV).61 Overall, the presence of a SA in conjunction with a rg-
C3N4 support significantly enhances the discharging perform-
ance for the sulfur and selenium reduction reactions.

3.4. Charging performance of Na–S and Na–Se electrodes

The reaction kinetics during the charging process of Na–S and
Na–Se electrodes are primarily governed by the decomposition
of Na2S and Na2Se, respectively.11 Therefore, reducing the
decomposition barriers of Na2X can significantly enhance the
oxidation reaction kinetics and prolong the life cycle of the
electrodes. We investigated the decomposition mechanisms of
Na2X oxidation (Na2X* → NaX* + Na+ + e−) using the CI-NEB
method.48,49 The energy profiles along the optimal reaction
pathways for Na2X decomposition are illustrated in Fig. 5(a)
and (b). The barriers for the Na2X decomposition on the SACs
substrates (1.44–1.56 eV for Na2S and 1.42–1.48 eV for Na2Se)

Fig. 4 Energy profiles for the reduction of (a) Na–pSs and (b) Na–pSes on g-C3N4, rg-C3N4 and SA@rg-C3N4 (SA = Co, Fe, Ir) monolayer. The inset
images are the top view of Na–pXs adsorbed on the substrates.
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Fig. 5 Decomposition paths and decomposition energies of (a) Na2S and (b) Na2Se on the pristine g-C3N4 and SA@rg-C3N4 monolayers. (c) The
charge density differences of Na2S adsorbed on the pristine g-C3N4 and SA@rg-C3N4 monolayer. The blue regions represent electron accumulation,
and magenta regions represent depletion.

Fig. 6 The strength of (a) Na–S and SA–S bonds and (b) Na–Se and SA–Se evaluated using the integrated COHP (–ICOHP) for the Na2X–SAC
system. (Here, the depicted bond strength (–ICOHP) is the sum of the spin-up and spin-down –ICOHP values in eV per bond.) (c and d) The calcu-
lated partial density of states (PDOS) of Na2X–SAC (SAC = Fe, Pd) systems. The up-spin d-band center values are illustrated on the PDOS plot,
measured with respect to the Fermi level set at zero.
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are significantly lower than in both g-C3N4 (1.83 eV for Na2S
and 1.68 eV for Na2Se) and rg-C3N4 substrate (2.69 eV for Na2S
and 2.53 eV for Na2Se). Furthermore, in Fig. 5(c) we show the
charge density difference, defined as Δρ = ρtotal − ρsubstrate −
ρNa–pXs,

73 where ρtotal, ρsubstrate, and ρNa–pXs stand for the
charge densities of the Na–pXs (X = S, Se) molecule adsorbed
on the SA@rC3N4 substrate, the SA@rC3N4 substrate, and the
isolated Na–pXs molecule, respectively. Fig. 5c, indicates that
in the case of pristine g-C3N4, the charge transfer occurs pre-
dominantly between Na atoms and the substrate. However, for
the SAC substrates, in addition to electron transfer from Na to
the substrate, there is also a substantial flow of electrons
between S and the metal atom (SA). It is worth noting that the
electron transfer is more pronounced in Fe–S than in Pd–S
bonds. This increased electron transfer between S and the SA
atom can lead to the formation of a S–SA bond and a weaken-
ing the Na–S bond.

To further investigate the Na2X decomposition mechanism
on different SAC substrates, the intensity of Na–X and SA–X on
various SACs substrates is evaluated using the Integrated of
Crystal Orbital Hamilton Population (ICOHP) analysis.74,75 For
clarity, on Fig. 6(a) and (b), we present the negative values of
the ICOHP results, –ICOHP, in units of eV per bond.
Therefore, larger values of –ICOHP represent stronger inter-
atomic interactions. The results shown in Fig. 6(a) and (b)
suggest that the strength of both the SA–S and SA–Se bonds is
largest for Fe among all other SACs, in agreement with our pre-
vious analysis. Conversely, for Na–X bonds, –ICHOP results
reveal the opposite trend, i.e., this interaction is weakest for
Fe. Additionally, the Na–X bond strength (–ICOHP = 0.95 eV
for Na2S and 0.96 eV for Na2Se) is larger in pristine g-C3N4

than in SACs based substrates, in agreement with the
decomposition barriers results. The bonding interactions are
further explored by plotting the partial density of states (PDOS)
for SACs to reveal the electronic states of the SA and X (S, Se)
atom. The strength of the SA–X interaction can be correlated to
the position of the antibonding state (relative to the Fermi
level), where a closer position of the antibonding state to the
Fermi level can indicate a stronger SA–X interaction. The
d-band model is extensively utilized to elucidate bond for-
mation and reactivity patterns observed in transition metals.76

Results presented in Fig. 6(c) and (d) show that the d-band
centers (εd) of Fe are closer to the Fermi level than in other
SACs. This proximity results in a stronger interaction between
X and Fe, in agreement with the calculated decomposition bar-
riers and binding strengths and the consequent weakening of
the Na–X bonds in Na2X. The remaining PDOS for Na2X–SAC
(SAC = Co, Ir, Rh, Ni, and Pt) are presented in Fig. S13.†

4. Conclusions

In summary, first-principles calculations are performed to elu-
cidate the charging and discharging kinetics of SACs
embedded on reduced g-C3N4 for Na–S and Na–Se electrodes.
Through an analysis of Na–pS/Ses adsorption energies, the

anchoring functionality of rg-C3N4 monolayer is found to be
enhanced through the incorporation of SACs. AIMD simu-
lations are performed to better understand the adsorption
behaviour of S8 and Se8 species at the early stages of discharge
and indicate no significant occurrence of sulfur or selenium
poisoning on the surface of Fe, Co, Ir, Ni, Pt, and Rh SACs.

During the discharge process, the Gibbs free energy of the
rate-limiting step of S/Se reduction reactions on the SACs is
greatly reduced compared to the pristine g-C3N4 and rg-C3N4

surfaces, indicating a higher catalytic activity in the SACs
substrates.

For the charging of S and Se electrodes, our results indicate
that SACs substrates present a lower decomposition energy
barrier for Na2S and Na2Se indicating a faster charging process
of Na–S and Na–Se electrodes. These results are further sup-
ported by our ICOHP, PDOS, and d-band center analysis of
Na2S and Na2Se adsorbed on SAC substrates.

This study offers solutions to the performance limitations
caused by the shuttle effect and proposes an effective approach
for optimizing single-atom catalysts to enhance the efficiency
of sodium–sulfur and sodium–selenium electrodes.
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