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Abstract: In-depth understanding of the mechanisms of
hydrogen sulfide (H2S) adsorption on catalysts during
desulfurization from industrial waste gas streams is
important for developing effective catalysts to be used in
the decomposition of H2S. In this work, the dissociation
behavior of H2S adsorbed on a single-atom catalyst (Ti or
V-decorated Ti2CO2 surface) was investigated by
performing density functional theory (DFT) calculations.
The corresponding diffusion behavior revealed that Ti or V
atoms could be dispersed on the Ti2CO2 monolayer, without
aggregation in the form of single atoms. In addition, analyses of the partial density of states (PDOS), Hirshfeld charges,
and electron density difference indicated that the decorated Ti or V atoms led to charge redistribution on the Ti2CO2 surface
and significantly improved the interaction between the H2S gas molecules and Ti2COz, thereby enhancing the catalytic
activity of V/Ti2CO.. In order to gain a deeper understanding of the mechanism of H2S decomposition (H2S — HS* + H* —
Hz + S*), a comparative analysis of the results for the decomposition of H2S on the Ti/Ti2CO2 and V/Ti2CO2 surfaces was
carried out. The catalytic dissociation behavior of Hz2S is explained as follows: once H2S is adsorbed on the V/Ti2CO2 or
Ti/Ti2CO2 surface, it spontaneously dissociates into HS*/H* without any energy barrier on the catalyst surface.
Subsequently, the V atoms would not only promote the cleavage of the H—S bond, but also play a major role in the
formation of S atoms. Moreover, the rate-limiting step for the entire process proceeded on the Ti/Ti2CO2 surface with an
energy barrier of 0.86 eV, while that for V/Ti2CO2 was 0.28 eV, indicating that the H2S molecules easily dissociated into S
and Hz on the V/Ti2COz2 surface at room temperature. The reaction time for H.S decomposition on the V/Ti2CO2 surface at
500 K was 65.79 ns, which was almost two orders of magnitude higher than that at room temperature. Thus, the
decomposition of H2S on the V-doped Ti2CO: surface is associated very fast kinetics. Furthermore, the S atoms can form
elemental sulfur with aggregation on the V/Ti2CO2 surface to promote recycling reactions. Compared with previously
reported catalytic systems, the single-atom catalyst (SAC) V/Ti.CO: catalyst has greater application prospects in terms of
sustainable economy or removal efficiency for H2S treatment. Our results suggest that V-doped Ti2CO: is an excellent
candidate for a highly effective non-noble metal catalyst applicable to H2S decomposition.
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Fig. 1 Top (a) and side (b) views of the geometry of
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Table 1 The binding energies Ey (eV), Hirshfeld charge (|e|), cohesive energy (eV) and

electronegativity (eV) of 3 single atoms at different decorated sites on the Ti2CO: monolayer.

E, Hirshfeld charge
Metal . A ) ) _ . Cohesive energy Electronegativity
Site 1 Site 2 Site 3 Site 1 Site 2 Site 3

Ti —6.990 —6.276 —6.278 +0.650 +0.690 +0.710 —4.850 3.460

\'% —5.384 —4.644 —4.644 +0.530 +0.580 +0.580 =5.310 3.640

Cr —3.878 -2.947 —2.741 +0.610 +0.630 +0.600 —4.100 3.720
- R B 5 2 96 S5 T R 34 U T 9 O-2p L i
- PN PR HIPDOSFE, JRATATLLEL UL 9 BI7E A8 -6 1
ol P/ R oo K R I3 eV AT, Ti-3dB8R0-2pHUE 1 e
g wfp ~ T RER * - A AR P, 35K 9 2 W 5 5 TR B A e
gost b SO LA, B85 T R R A7 7E TinC L2 T
Eo ey ey g V/TinCOA ML, 3 b V-3aiE 0-2pH1
os*w/ﬁ%(ﬁT,fﬁﬁx*g R AE—6 —0.5813.5 VAT (JLIEI3d). HRIEdH
b TR R TR RO, 4R 5 T BB TE SR AR R
P e s ows s ws Ve 5 B A R A OB S, — v 5 A TR B 1

B2 Ti@HMVObETFETLCO: RE LT HExzE
Fig. 2 The diffusion pathway of anchored Ti (a) and
V (b) on Ti2CO2 monolayer.
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B3 BT Ti@F V(b)RBERE Ti.CO. R 22 R aE B AL AMIRRE, 30 & i 77 25 B {5 9+0.032 a.u..
HFEMLASNRERFRBEMERXIE. (o) TITi.CO: F(d) V/Ti2CO: 4 EAEE, BERRHKE

Fig.3 Top and side views of the deformation electron density of Ti (a) and V (b) atom anchored on Ti2CO: monolayer with

an isovalue of +£0.032 a.u., where the cyan and red regions represent electron accumulation and loss, respectively (color
online). PDOS of Ti/Ti2CO: (¢) and V/Ti2COz (d). The pink dashed line indicates the Fermi level.
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Fig. 4 Energy profiles for H:S dissociation on the
Ti/Ti2CO2 and V/Ti2CO: surface.
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Table 2 The adsorption energies Eads (V) of HS*/H* on
SAC:s surface, the bond length (nm) of the single atom and
S atom, and the bond length (nm) between the S atom with

the corresponding bonded H atom.

E.q/eV L Metal/nmM Ls—p/nm
H,S - - 0.135
HS*/H*-Ti -1.927 0.232 0.136
HS*/H*-V —2.258 0.224 0.137

B 5 H2S 4T Ti/Ti2CO2 (a—c)F V/Ti2CO: (d—)ZR il B 15 72 0 ) Z-ANRZS B IR0 AL

Fig. 5 Top (upper) and side (lower) views of each state of the dissociation process of a
H2S molecule on Ti/Ti2CO:2 (a—c) and V/Ti2CO2 (d—f) surface.

The gold, purple, blue and white balls are Ti, V, S and H atoms, respectively. color online.
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(a) V2
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 wM
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T E

Fig. 6 The top and side views of Ss adsorbed on the

Ti/Ti2COz2 (a) and V/Ti2COz (b) surface, respectively.
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FH DT R 1)« B 70 2 7% 1 A2 HS * W B 75 Ti/ TioCO»
I PDOSK, MEIF ] LA, 78555 TifffE A
T, T AEH-1si8 2 S-3pBLiE M b S Ak 484 7]
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tbFE3d, VIE-FAEHS* IR R, V-3d5LiE
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JE W RE A8 VTR H — S8, MR 2 5 Wi HS* 7
RS, X5 ESHRNE R . Bk
Ui, AHEE T Ti/Ti2COs, HLJFE F 1AL V/Ti,COL
FH—SEEWI T, i A R T HaS o1 B R AR Al 25

(@)

4 —H-1s )
S-3p i
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> i
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S 2 —Ti3d ;
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Energy (eV)
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Fig.7 The PDOS of S, H and single atom before (a) and
after adsorbed on Ti/Ti2CO2 (b) and V/Ti2CO:z (c) surface.

The pink dashed line indicates the Fermi level.
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