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Theoretical investigation of the ORR on boron-
silicon nanotubes (B—SiNTs) as acceptable catalysts
in fuel cells

Razieh Razavi*® and Meysam Najafi (2 *°

Here, the potential of boron doped silicon nanotubes (7, 0) as ORR catalysts is examined. Acceptable paths
for the ORR on studied catalysts are examined through DFT. The optimum mechanism of the ORR on the
surface of B,—SiNT (7, 0) is shown. The ORR on the surface of B,—SiNTs (7, 0) can continue through LH and
ER mechanisms. The calculated beginning voltage for the ORR on B,—SiNTs (7, 0) is 0.37 V and it is smaller
than the beginning voltage (0.45 V) for platinum-based catalysts. In the acidic solution the beginning
voltage for the oxygen reduction process can be evaluated to be 0.97 V, which corresponds to 0.37 V as
a minimum overvoltage for the ORR. The B,—SiNTs (7, 0) are suggested as an ORR catalyst in acidic

rsc.li/rsc-advances environments.

1. Introduction

Fuel cells as energy machines are important due to their low
contamination and great efficiency. The ORR rate in electrodes
of cells is slow, therefore the ORR can be evaluated as a signif-
icant reason to increase the full cell efficiency."* Platinum-
compounds have been used as catalysis in the ORR but
platinum-compounds have low ability to endure CO.>*

The potential of various compounds was investigated to find
and propose effective catalysts for the ORR. Nanostructures and
doped nanostructures with high ability for CO endurance can
be used as suitable replacements for platinum-compounds.****
The B-nanostructures are acceptable catalysts for the ORR in
alkaline conditions and mechanisms of action of B-doped
nanostructures in acidic position are not clear.’***

The nanostructures due to their electrical conductivity and
thermal conductivity can be used to product the transistors and
non-volatile memory devices.>*® The electrical conductivity of
doped carbon/silicon nanotubes indicated that the adoption of
carbon/silicon nanotubes (with various atoms such as B, N, O
and some metals) increased their electrical conductivity,
significantly. These findings improved the application of
carbon/silicon nanotubes in nano-electronic devices and novel
catalyst to ORR.>*® Results demonstrated that the adoption of
carbon/silicon nanotubes increased their electrical conductivity
and enhanced the ORR efficiency.>*®

Wang et al.* demonstrated that boron-doped graphene nano-
ribbons are suitable catalyst to ORR catalyst. Xiao et al.*® proved
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that the layered silicon-carbon nano sheets represented the high
activity in ORR without CO poisoning. Xia and Zhang et al>“*
investigated the mechanisms of ORR of fuel cells in acidic envi-
ronment on graphene cathodes. Stevenson et al.>® proved in ORR
the O, in a 2-electron path is reduced to form OOH on carbon
nanotubes. Hu and Xiong et al.>* confirmed that nitrogen and
boron-doped nanostructures as ORR catalysts have low price, great
durability and excellent potential. Zhao and Wei et al.>**” confirmed
the doping of carbon nanotubes have vital roles on performance of
ORR. Ferrighi et al® demonstrated that boron atoms of nano-
sheets increase the reactions of oxygen with graphene.

In current study, ORR on B-doped silicon nanotube (7, 0) as
acceptable catalysts is examined to find possible mechanisms to
ORR on B,-SiNT (7, 0) and to suggest high activity nano-
catalysts to ORR.

2. Computational details

In this study the silicon nanotube (length and diameter are 1
and 0.475 nm) is modeled and their open elements are satu-
rated with hydrogen atoms to elude border effects. The geom-
etries of nanotubes and studied molecules (such as OOH, OH,
H,0 and CO) are optimized by M06-2X/6-311G+ (2d, 2p) in
GAMESS package.””* The consistent field is investigated by
10~ ° Hartree as convergence value. Vibrational frequencies of
nanotubes and molecules by M06-2X/6-311G+ (2d, 2p) are
calculated.

In the density functional, M06 functionals are extremely
parameterized proximate exchange functionals theory and they
are supported on generalized gradient approximation (meta-
GGA). These functionals are used for traditional quantum
chemistry, solid-state physics calculations and thermodynamic
values of reactions.”® M06-2X as the most accurate functional
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of Minnesota functional is a Global hybrid functional with 54%
HF exchange and it is the ascendancy constructor within the 06
functionals for thermochemistry, kinetics and various chemical
interactions.”® The MO06-2X functional as hybrid meta
exchange-correlation functionals present 32 empirically
improved  factors  within the  exchange-correlation
functional.®**

The energy and Gibbs free energy (G = E, + ZPE + AH + RT —
TS) values of nanotubes are calculated. The E, and ZPE are
electronic energy and zero-point energy and T is 298.15 K.>*7*
Adoption energy (Eqopea) and Gibbs free energy adoption
(Gdopea) of B atoms in SiNT (7, 0) are calculated:

Eqgopea = E(B-SiNT) — E(SiNT) — E(B) (1)
Gaoped = G(B-SINT) — G(SiNT) — G(B) 2)
Edoped = E(By-SiNT) — E(SiNT) — 2E(B) (3)
Gaoped = G(B,-SiNT) — G(SiNT) — 2G(B) (4)

E(B-SiINT (7, 0)) and E(B,-SiNT (7, 0)) are energies of B-SiNT (7,
0) and B,-SiNT (7, 0).

Energy adsorption (AE,q) and Gibbs free energy adsorption
(AGaq) of molecules (such as OOH, OH, H,O and CO) on
surfaces of studied nanotubes (SiNT, B-SiNT, B-B-SiNT and B,-
SiNT) are calculated:

AE,q = E(molecule-nanotube) — E(nanotube) — E(molecule) (5)
AG,4 = G(molecule-nanotube) — G(nanotube) — G(molecule)(6)

E(molecule-nanotube) and G(molecule-nanotube) are E and G
of molecules-nanotubes. G(nanotube) and G(molecule) are G of
nanotubes and molecules. E(nanotube) and G(molecule) are
energy and G of nanotubes and molecules. Natural bond orbital
charges (g) and gap energy (Eurg) complexes are calculated®">
and transition state, reaction energy (AE,) and activation barrier
energy (AE,) are examined by LST/QST method and M06-2X.**

Activation energy (AE, = Ers — Ejg) is difference of energy
between transition (Erg) and initial (Eys) studied complexes. In
this study, the reaction energy (AE, = Egs — Ejs) is difference of
energy between final (Egs) and initial (E) studied
complexes.®*** The AG of ORR on B,-SiNT (7, 0) in according to
standard hydrogen electrode was evaluated through AG = AE +
AZPE — TAS + AGy + AGpy (obtained data were reported in
Fig. 5).°°"* AGpy (AGpn = kT1In 10 x pH) is modification of
proton Gibbs free energy and AGy = — neU. The n, e and U are
electrons, first charge and electrode potential. The U is
requested potential and overvoltage is n = U, U+
Conductor like screening method is used to estimate water
environment (dielectric constant is 78.54).%7

3. Results and discussion
3.1. Molecule adsorptions on nanotube

In this section, the B adoption of SiNT (7, 0) were investigated
and then interactions of B-SiNT (7, 0) structures with O,, OOH,
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OH, H,0 and CO molecules were investigated. The one Si atom
of the SiNT (7, 0) was replaced with one B atom and the B-SiNT
(7, 0) was produced (Fig. 1). Also the two Si atoms of the SiNT (7,
0) in two difference positions were replaced with two B atoms
and B-B-SiNT (7, 0) and B,-SiNT (7, 0) structures were produced
(Fig. 1). Structures of SiNT, B-SiNT, B-B-SiNT, B,-SiNT, O,, OH,
H,0, H,0, and CO are presented in Fig. 1. The adoption energy
(Edopea), adoption free Gibbs energy (Gaopea) and bond lengths
of B-Si of B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT (7, 0) were
reported in Fig. 1. In the B-SiNT (7, 0) the B atom was connected
with three neighboring silicon atoms and the Eqgpeq and Gaopea
were —2.18 and —2.10 eV and average of bonds of B-Si in B-
SINT (7, 0) is 1.95 A. In the B-B-SiNT (7, 0) the B atoms are
connected with four neighboring silicon atoms and the Egopeq
and Ggopeq are —2.23 and —2.14 eV and average of bonds of B-Si
in B-B-SiNT (7, 0) is 1.93 A. In the B,-SiNT (7, 0) the B atoms are
connected with six neighboring silicon atoms and the Eqgpeq
and Gggpeq values are —2.28 and —2.17 €V and average of bonds
of B-Si in B,-SiNT (7, 0) are 1.92 A.

The ¢ and Eyy; of SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0)
and B,-SiNT (7, 0) are stated in Table 1. Eyy g of SINT (7, 0), B-
SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT (7, 0) are 1.84, 1.75, 1.68
and 1.64 eV. The g of B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT
(7, 0) are 0.58, 0.69 and 0.73|e|. The |Eqoped|, |Gaopea| and q
values of B,-SiNT (7, 0) are higher than B-SiNT (7, 0) and B-B-
SiNT (7, 0). Results showed that the Egy g value of B,-SiNT (7, 0)
is lower than corresponding values on surfaces of B-SiNT (7, 0)
and B-B-SiNT (7, 0). Therefore, it can be concluded that the B,-
SiNT (7, 0) is the most stable than B-SiNT (7, 0) and B-B-SiNT
(7, 0) from thermodynamic view point. The B atoms in B-SiNT
(7, 0), B-B-SiNT (7, 0) and B,-SiNT (7, 0) structures are advan-
tageous to adsorption of O, molecule and these B atoms are
active positions of B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT (7,
0) as catalyst for ORR. Therefore, B atoms are essential location
to adsorption of O, molecule and B atoms can be considered as
initiator of first ORR step.

Therefore, O, adsorption on SiNT (7, 0), B-SiNT (7, 0), B-B-
SiNT (7, 0) and B,-SiNT (7, 0) were investigated. The possible
positions of SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-
SiNT (7, 0) to O, adsorption including top position B atom and
bridge positions of B-Si, B-B and Si-Si bonds were examined in
Fig. 2. The B-O, 0-O and Si-O in SiNT (7, 0), B-SiNT (7, 0), B-B-
SiNT (7, 0) and B,-SiNT (7, 0) with O, are presented in Fig. 2 (2a-
2l structures). The AE,q and AGyq of O, on SiNT (7, 0), B-SiNT (7,
0), B-B-SiNT (7, 0) and B,-SiNT (7, 0) are displayed in Table 2.
|AGaq| of O, on B-SiNT, B-B-SiNT and B,-SiNT are greater than
SiNT (7, 0). The |AE,q| and |AG,q| of O, on B,-SiNT (7, 0) are
greater than B-SiNT (7, 0), B-B-SiNT (7, 0). The bridge position
of B-B in B,-SiNT (7, 0) is stable than top position B in B,-SiNT
(7, 0) to O, adsorption.

Wang, Xiao and Xia et al.**** calculated the O, adsorption on
surfaces of boron-doped graphene nanoribbon, silicon-carbon
nano sheets and B and N doped-graphene by theoretical
methods, respectively (results reported in Table 4). The AE,q4 of
O, on B-doped graphene, silicon—carbon nano-sheets and N-
doped graphene are —0.62, —0.53 and —0.60 eV. Therefore
AE,q value (—0.61 eV) of O, on B,-SiNT (7, 0) in present study is

RSC Adv., 2019, 9, 31572-31582 | 31573
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Fig. 1 The initial structures of SiNT, B=SiNT, B-B-SiNT and B,—SiNT and O,, OH, H,O, H,O, and CO molecules.

similar to corresponding values of O, on various nanostructures
were calculated in previous theoretical works.**-*

The charge transfer (g) and HOMO-LUMO band gap (Ewg)
of the complexes of SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0)
and B,-SiNT (7, 0) with O, molecule are displayed in Table 1.
The Ey; g values of O, adsorption on B-SiNT (7, 0), B-B-SiNT (7,

31574 | RSC Adv., 2019, 9, 31572-31582

0) and B,-SiNT (7, 0) are lower than SiNT (7, 0). The Eyy; g values

of O, adsorption on B,-SiNT (7, 0) are lower than B-SiNT (7, 0),

B-B-SiNT (7, 0). The bridge position of B-B in B,-SiNT (7, 0) has
higher g and lower Ey; g than top position B in B,-SiNT (7, 0) to
0, adsorption. Complex of B,-SiNT (7, 0) with O, molecule (2d
structure) is the most stable than other complexes of B-SiNT (7,

This journal is © The Royal Society of Chemistry 2019
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Table 1 Charge transfer (g) (in |e]) and HOMO-LUMO band gap (Ey.c) (in eV) of studied complexes

Complex q Euig Complex q Euig Complex q Euig Complex q Euig
SINT — 1.84 B-SINT 0.58 1.75 B-B-SINT 0.69 1.68 B,-SINT 0.73 1.64
2a 0.36 1.69 2b 0.47 1.61 2c 0.59 1.52 2d 0.64 1.48
2e 0.29 1.75 Zf 0.39 1.68 2g 0.51 1.59 2h 0.58 1.55
2i 0.32 1.72 Zj 0.43 1.64 2k 0.54 1.56 2l 0.61 1.52
2m 0.49 1.35 2n 0.62 1.23 20 0.73 1.17 2p 0.82 1.14
3a 0.41 1.54 3b 0.51 1.45 3c 0.65 1.38 3d 0.73 1.25
3e 0.59 1.14 3f 0.81 1.05 3g 0.84 0.99 3h 0.91 0.95
3m 0.11 1.80 3n 0.14 1.70 30 0.19 1.62 3p 0.21 1.60
3q 0.08 1.82 3r 0.12 1.72 3s 0.15 1.64 3t 0.18 1.63

0) and B-B-SiNT (7, 0) with O, molecule from thermodynamic
view point. It can be concluded that O, adsorbed on B,-SiNT (7,
0) in figure 2d significantly and there are suitable interactions

between the O, molecule and B,-SiNT (7, 0) and the adsorption
of O, molecules on studied surfaces are chemical adsorption
processes.

SiNT (7, 0) B-SiNT (7, 0) B-B-SiNT (7, 0) B,-SiNT (7, 0)
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Fig. 2 Complexes of the SiNT (7, 0), B=SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT (7, 0) with O, and OH molecules.

This journal is © The Royal Society of Chemistry 2019

RSC Adv., 2019, 9, 31572-31582 | 31575


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c9ra05031k

Open Access Article. Published on 04 October 2019. Downloaded on 12/4/2025 9:46:47 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

View Article Online

RSC Advances Paper
Table 2 The AE.q (in eV) and AG,q (in eV) values of studied complexes

Complex AE.q AGaq Complex AE.4 AGaq Complex AE.q AGaq Complex AE,q AG.q

2a —0.41 —0.36 2b —0.61 —0.54 2c —0.84 —0.79 2d —0.88 —0.81
2e —0.39 —0.33 Zf —0.42 —0.38 2g —0.55 —0.51 2h —0.61 —0.55
2i —0.27 —0.24 Zj —0.64 —0.61 2k —0.69 —0.64 2l —0.73 —0.68
2m —2.07 —1.97 2n —2.23 —2.15 20 —2.31 —2.21 2p —2.39 —2.28
3a —0.87 —0.81 3b —1.06 —0.99 3c —1.11 —1.03 3d —1.17 —1.12
3e -3.11 —2.97 3f —-3.59 —3.45 3g —3.67 —3.56 3h —-3.79 —-3.67
3i —2.24 —2.13 3j —2.25 —2.15 3k —2.27 —2.17 31 —2.31 —2.21
3m —0.15 —0.10 3n —0.18 —0.13 30 —0.20 —0.15 3p —0.24 —0.19
3q —0.09 —0.05 3r —0.10 —0.07 3s —0.11 —0.08 3t —0.14 —0.12

In this study the interactions of important intermediates
such as O, H, OOH, OH, H,0 and CO molecules with SiNT (7, 0),
B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT (7, 0) surfaces in
process of ORR were investigated (Fig. 2 and 3). The bonds of Si-
0 of SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT (7, 0)
with molecules are stated. Eyrg, g, AEa4, AGaq of molecules on
SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT (7, 0) are
reported in Tables 1 and 2. OOH and OH intermediates can be
adsorb on B site of B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT
(7, 0). The O intermediate has tendency to adsorb on B-Si and
B-B bridge positions of B-SiNT (7, 0), B-B-SiNT (7, 0) and B,—
SiNT (7, 0). It can be concluded that the complexes of B,-SiNT
(7, 0) with O, H, OOH, OH and H,0 molecules are stable than
SiNT (7, 0), B-SiNT (7, 0) and B-B-SiNT (7, 0).

Wang, Xiao and Xia et al.*" calculated the O, OH and OOH
adsorption on surfaces of boron-doped graphene nanoribbon,
silicon-carbon nano sheets and B and N doped-graphene by theo-
retical methods, respectively (results reported in Table 4). AE.4 of O
on B-doped graphene, silicon-carbon nano-sheets and N-doped
graphene were —3.74, —4.11 and —3.55 eV. AE,q of OH on boron-
doped graphene, silicon-carbon nano-sheets and N-doped gra-
phene were —2.38, —2.87 and —2.41 eV. AE,4q of OOH on B-doped
graphene, silicon-carbon nano-sheets and N-doped graphene are
—1.12, —1.18 and —1.06 eV. AE,4 values of O, OH and OOH (—1.17,
—2.39 and —1.17 eV) on B,-SiNT (7, 0) in present study are similar
to corresponding values of O, OH and OOH on various nano-
structures were calculated in previous theoretical works.**

The H,0 molecule favored to adsorb on above ring position
of SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT (7, 0)

Table 3 The AE, and AE, for ORR on B,-SiNT (7, 0)

and the average of AE,q and AG,q values are —0.19 and
—0.14 eV. The average of ¢ and Ey; values for adsorption of
H,0 molecule on SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0) and
B,-SiNT (7, 0) surface is 0.16|e| and 1.68 eV. H,O molecule can
be adsorbed on SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0) and
B,-SiNT (7, 0) surfaces as physical adsorption processes.

In process of ORR the CO can occupy the positions of catalysts
and the performance of ORR is reduced and efficiency of catalyst
decreases sharply. Previous works showed that reactions between
CO molecule and surface of platinum nano-catalyst was powerful
(AE,q is —1.90 eV) and CO poisoning was happen.?®* The average
of AE,q and AG,q of CO on SiNT, B-SiNT, B-B-SiNT and B,-SiNT
surfaces are —0.11 and —0.08 eV. The average of g and Eyy; g values
for adsorption of CO on SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0)
and B,-SiNT (7, 0) surface is 0.13|e| and 1.70 eV. The CO molecule
can be adsorbed on SiNT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0) and
B,-SiNT (7, 0) surfaces as physical adsorption processes. It can be
concluded that B,-SiNT (7, 0) as acceptable catalyst can be
endurance to CO poisoning and it can solve the major problem of
platinum nano-catalysts.

Wang, Xiao and Xia et al.®®' calculated the H,O and CO
adsorption on surfaces of boron-doped graphene nanoribbon,
silicon-carbon nano sheets and B and N doped-graphene. The
AE,q of H,0 on surfaces of B-doped graphene, silicon-carbon
nano-sheets and N-doped graphene were —0.24, —0.18 and
—0.08 eV. The AE,q of CO on surfaces of B-doped graphene,
silicon-carbon nano-sheets and N-doped graphene were —0.17,
—0.07 and —0.12 eV. The AE,q of H,O and CO (—0.24 and —0.14
eV) on B,-SINT (7, 0) in present study are similar to

Path Studied reaction steps AE, (eV) AE; (eV)
1 0, + B,-SiNT (7, 0) — B,-SiNT (7, 0)-*0, — —0.68
1 B,-SiNT (7, 0)-*0, + H' + e~ — B,-SiNT (7, 0)-*OOH 0.00 -1.07
1 B,-SiNT (7, 0)-*OOH + H' + e~ — B,-SiNT (7, 0)-*O + H,0 0.18 -2.75
1 B,-SiNT (7, 0)-*O + H' + e~ — B,-SiNT (7, 0)-*OH 0.37 -1.57
1 B,-SiNT (7, 0)-*OH + H' + e~ — B,-SiNT (7, 0)* + H,0 0.07 —1.34
2 0, + B,-SiNT (7, 0) — B,-SiNT (7, 0)-*O, — —0.68
2 B,-SiNT (7, 0)-*O, + H' + e~ — B,-SiNT (7, 0)-*OOH 0.00 -1.07
2 B,-SiNT (7, 0)-*OOH + H' + e~ — *OH-B,-SiNT (7, 0)-*OH 0.24 —2.97
2 *OH-B,~SiNT (7, 0)-*OH + H" + e~ — B,-SiNT (7, 0)-*OH + H,O 0.35 —~1.20
2 B,-SiNT (7, 0)-*OH + H' + e~ — B,-SiNT (7, 0)* + H,O 0.07 —1.34

31576 | RSC Adv., 2019, 9, 31572-31582

This journal is © The Royal Society of Chemistry 2019


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c9ra05031k

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

Open Access Article. Published on 04 October 2019. Downloaded on 12/4/2025 9:46:47 PM.

(cc)

View Article Online

Paper RSC Advances
SiNT (7, 0) B-SiNT (7, 0) B-B-SiNT (7, 0) B:-SiNT (7, 0)
H ~ﬂ> H H— H—
{ i-Si \} " i Zﬁ i B -5
oom §‘>’°’L e :;g i/ 3 ss;\;l s o S*;J | j st i{@ 2{;2
s{éx 4( ¥ —s{5t g S‘\ i / S5y s \7 s(}i ’5‘/\\}175(}3‘ S Si- | s{ 5t €< i s{/Si 4 3
X / X ) \ /N
— 2/5‘7 5< S}/? 5@§§ s»ii} sy si\//j . %Q/%i Six/\si s{;* SG\}z— s’ygi ’5’{/ 3 Si\f‘ 2% }’l
g, Si? K | oo | oo | o3 p—e 4y
Bond 3b 3c 3d
\engfh (SI—O 1.95 A) (B-0 1.51 A) (B-0 1.49 A) (B-0 1.53 A)
(00 1.54 A) (00 1.51 A) (0—01.49 A) (0-0 1.47 A)
oo pm el N o I A, Y isi—gicd Mg sigs i 8i B—Si Si
s;\/\% s(gjsii ss S:;ss{&; i;:‘ 55{2-/"51; B il JS ;/ﬁ : :i} e si :’5; *f 71 75}%,
oo % i} \\_ N e ) . . ) Y A i y /i—
O 51\/i s«{\ 5‘<\/s: 55\' s‘\/}?l S;i, y / i§< S;{)\/ 5< i 5%75\ i \ \1 —S( 7 \ %S{\(
s{\ g *5< S sfSi si *5%\1 s{ $i 5/@21 o Si\/éi st 915 si—s ,5* —s;/ 7’ \gi——s{ }‘ " ;‘s:
/ \ ) \/ \ \/ ) X $ Y A\ X /\,
Ly e | o 3% e ol e N
3f 3h
Bond 3e ’ 3g ;
(Si—0 1.83 A) . (Si—0 1.81 A)
length (Si—0 1.85 A) (B—O 147 A) (B-0 1.45 A) (B-0 143 A)
H H
)
“Si5i- !—S?g s: s:;51 St 51 g8 Sic
?‘ .\§ <§; Sé\ 79{ ”S{ L K& Sf;‘
H Stsi Sa/\ >91 i 5( i ,sﬁx Si Si/,sl >$i 2 //§x S;\\$i
J/ . 5/\_} VY s\{ iy Si—S x /si s.;/ \ Si-
sq\ )?’ . 4 \ =y 4 ' SX \9:—5{/3
/_ ) i S\gq- s___ / i g/gi 54 ; 5/51—5{ i /§,75/\
Sigr—si /é o8t } =X =K LV $i—si/ e
Bond 3i 3j
length (Si—H 1.66 A) (Si-H 1.64 A) (Si-H 1.63 A) (Si—H 1.64 A)
H /?\H H A H /?\" W
shoas I b Rl Ry | R R e ek
H0 1o, oS, 5‘\;\5‘ 1/ o AV, O I QW B ! %(5’ S'>\§ (s
{ X { /\ X ; < X A X
sﬁ;?}‘ 54}?1 —~ s] S \s s«;;/s‘ S‘\\\’\/Qi " Si\?/s& o\ Zﬁ s‘\\& v s>$i— o J* s
Qo0 | Qo Sé‘si s | s —ln (| oG o5 ,J}i
: 3m 3n 3o 3p
Dhistanice (distance 3.21 A) (distance 3.17 A) (distance 3.14 A) (distance 3.11 A)
o€ ¢ o—c co
i Si s E' Si Si SigSi “Shpi— siﬁ‘*g" g1 S ST | si gy Si B | —B<_§i SE St g 51:7 . i 31/5‘ >
;xﬁxl Sx = BT | o35y T U e S A e - o ——s{ 7 5i /5’
CcO 2 : s Y é : SS§\ 5\1/ » zt s %ﬁ “\(i %C‘Q/\g' S‘/\ii— s;//zi 52;1 ° é‘ S/\Sl \;ﬂ B
\ ( I\ /N
SéAéa >/\i=—96\ Sis{$ 5{\/'5‘752{i T 'S‘\} = s«;i ! 54\\}%— S}?S ' S\\/‘Sr < <§:— s{ <$' Sl\‘ si s@:iF
s( 1o 3i saysl s{\/;, S«i/\ . Si>. ol Si\ 5 s&//Si Si\>i 5}/\ ol | i@ Si si\ % ‘/i /é:‘—s{\éii
Distance 94 i " -
(distance 3.34 A) (3.274) (distance 3.25 A) (distance 3.22 A)

Fig. 3 Complexes of the SINT (7, 0), B-SiNT (7, 0), B-B-SiNT (7, 0) and B,-SiNT (7, 0) with O and H atoms, OOH, H,O and CO molecules.

corresponding values of H,O and CO on various nanostructures acceptable catalyst through the LH and ER mechanisms were

were calculated in previous theoretical works.**-*

3.2. B,-SiNT (7, 0) as catalyst to ORR

Nano-catalysts processed the chemical reactions through the ER

investigated. As start, O, adsorption is investigated via O,
dissociation or hydrogenation of O, to create B,-SiNT (7, 0)-
*QOH. Firstly, the O, dissociation process can be defined as B,-
SiNT (7, 0)-*O, — *O-B,-SiNT (7, 0)-*O. The dissociated O
atoms were elected to link on B-Si position and activation

and LH paths. The paths for ORR via B,-SiNT (7, 0) as barrier energy is 0.96 eV (figures 2a (IS), 2b (TS) and 2¢ (FS)).
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Fig. 4 The intermediates of ORR and relative energies: (1) B,—SiNT (7, 0)-*0O, — *O-B,-SiNT (7, 0)-*O; (2) B,-SiNT (7, 0)-*OOH — *O-B,-
SiNT (7, 0)=*OH; (3) B,—SIiNT (7, 0)=*OOH — B,-SiNT (7, 0)-*O + H,0O; (4) B,-SiNT (7, 0)-=*O — B,-SiNT (7, 0)-*OH; (5) B,-SiNT (7, 0)-*OH
— B,-SiNT (7, 0)-* + H,O; (6) B,—SIiNT (7, 0)-*OOH — *OH-B,-SiNT (7, 0)-*OH; (7) *OH-B,-SiNT (7, 0)-*OH — *OH-B,-SiNT (7, 0) +
H>0O; (8) Bo—SIiNT (7, 0)-*OOH — B»-SiNT (7, 0) + H,O, —*OH-B,-SiNT (7, 0)—*OH.
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Table 4 The AE 4 (in eV) values of O,, O, OH and OOH on B-doped graphene, silicon—carbon nano-sheets and N-doped graphene®-%” and B—

SiNT (7, 0), B-B-SiNT (7, 0) and B,—SiNT (7, 0) in this study

B-SiNT B-B-SiNT B,-SiNT
Catalysts/species B-doped graphene®’ Si-C nano-sheet™ N-doped graphene®' (7,0) (7,0) (7,0)
O, —0.62 —0.53 —0.60 —0.69 —0.84 —0.88
(@) —3.74 —-4.11 —3.55 —-3.59 —3.67 -3.79
OH —2.38 —2.87 —-2.41 —2.23 —-2.31 —2.39
OOH -1.12 —-1.18 —1.06 —1.06 -1.11 -1.17

Secondary, adsorbed O, can interact via H atom to create B,-
SiNT (7, 0)-*OOH as follow: B,~SiNT (7, 0)-*O, + H' + &~ — B,-
SiNT (7, 0)-*OOH, this process has no any activation barrier
energy.

The OOH adsorption on of B,-SiNT (7, 0) has higher AE,4
than O, ca. 0.29 eV and also O, dissociation on surface of B,—
SiNT (7, 0) has high activation barrier energy. H atom is added
into Si in B,-SiNT (7, 0)-*OOH and H atom reacted via B,-SiNT

(7, 0)-*OOH. Then the B,-SiNT (7, 0)-*OOH dissociated to *O-
B,-SiNT (7, 0)-*OH (figures 2d (IS), 2e (TS) and 2f (FS)), due to
great activation barrier energy (1.31 eV) this process is impos-
sible. The creation of B,-SiNT (7, 0)-*OOH in ORR on B,-SiNT
(7, 0) is suitable than dissociation of O, molecule.

The ORR is done through the B,-SiINT-*OOH intermediate
as follows:

5 ©.4.92
........ - U=0.00V
e.4.24
4 e e U=097V
. "D‘-#3°17 e-U=123V
= 2
&
Qo
©.1.04
<1 b._9.79
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0 e 000 0.00
068" 052
-1 '"1«%1 5
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C 3.17 0.26 -0.52 f 0.00 0.00 0.00

Fig. 5 The G values for ORR on B,-SiNT (7, 0).
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Table 5 The onset-potential (in eV) values for the ORR performed on several catalysts'05-*1°

Catalyst Onset potential Catalyst Onset potential Catalyst Onset potential
Pd/CNT'*® 0.764 Pd-Ni'"’ 1.105 PdNi'% 1.040
Pd/MWCNT'?® 1.014 PtCo/C*”” 0.836 pd'® 0.901
Pd-Ni(3 : 1)/C'*® 1.005 Pd-Fe/C'*® 0.865 Pd-Cu'"® 1.001
Pd,Co/C'?° 0.735 Pd/C'%® 0.920 Pt/C'° 0.900

B,-SiNT-*OOH — B,-SiNT-*O + H,O (7) investigated the onset-potential for the ORR performed on

several catalysts'®™'® and results are stated in Table 5. The G of

B>-SiNT-*OOH — *OH-B,-SiNT-*OH (8) ORRsteps are stated in Fig. 5. The level of the final produce (B,-

SiNT (7, 0)-* + 2H,0) is considered as reference step and ORR

By-SINT-*OOH — B,-SiNT + H,0, steps in U = 0 V is downhill. Reaction steps become downward

— *OH-B,-SINT-*OH (9)  that U is decreased to 0.97 V and beginning voltage for ORR is

In path 1, B,-SiNT (7, 0)-*OOH intermediate was decreased
to H,O molecule and B,-SiNT (7, 0)-*O (AE, = 0.18 eV). In this
process, O-O is fragmented and the first H,O molecule is
created (figures 2g (IS), 2h (TS) and 2i (FS)). Then two hydro-
genation stages were done and B,-SiNT (7, 0)-*OH (figures 2j
(IS), 2k (TS) and 2! (FS)) and the second H,O molecule was
created (figures 2m (IS), 2n (TS) and 20 (FS)). The activation
barrier energies of these two hydrogenation processes are 0.37
and 0.07 eV, respectively.

In path 2, H atom is linked to O and *OH-B,-SiNT (7, 0)-
*OH is created and activation barrier energy is 0.24 eV (figures
2p (1S), 2q (TS) and 2r (FS)). Then, *OH-B,-SiNT (7, 0)-*OH
linked to H atom and the first H,O molecule is created and
activation barrier energy of this stage is 0.35 eV (figures 2s (IS),
2t (TS) and 2u (FS)). In the end stage of path 2, the B,-SiNT (7,
0)-*OH is hydrogenated and in this step the second H,O
molecule is separated.

In the path 3, the B,-SiNT (7, 0)-*OOH is hydrogenated and
the H,0, molecule and B,-SiNT (7, 0) catalyst are created and
activation barrier is 0.31 eV (figures 2v (IS), 2w (TS1), 2x (MS), 2y
(TS2) and 2z (FS)). The H,0, molecule creation is a mediated
state (MS) on surface of B,-SiNT (7, 0) and it cannot effect on
potential of the B,-SINT (7, 0), significantly. In next stage of
path 3, separated H,0, dissociated into *OH-B,-SiNT (7, 0)-
*OH structure and therefore H,O, dissociation has activation
barrier energy about 0.82 eV. The ORR via path 3 continued via
two hydrogenation stage as presented in path 1 in Fig. 4 (figures
4s (IS), 4t (TS) and 4u (FS)) and path 2 in Fig. 4 (figures 4m (IS),
4n (TS) and 4o (FS)).

The parameters of two acceptable paths about reduction of
B,-SiNT (7, 0)-*OOH structure are stated in Table 3. In path 1,
rate-determining stage (AE, = 0.37 €V) on B,-SiNT (7, 0) surface
is creation of B,-SiNT (7, 0)-*OH. In path 2, creation of B,-SiNT
(7, 0)-*OH structure and H,O molecule is rate-determining
stage (AE, = 0.35 eV). In path 2, creation of *OH-B,-SiNT (7,
0)-*OH has higher AE, than formation of B,-SiNT (7, 0)-*O +
H,0 in path 1 ca. 0.06 eV and so path 1 can be considered as
optimal pathway to ORR.

The over-potential of ORR on Pt-based compounds and
graphene are 0.44 and 0.45 V.**"* The experimental researchers

31580 | RSC Adv., 2019, 9, 31572-31582

0.97 V. The B,-SiNT (7, 0) is suggested as suitable ORR catalyst.

4. Conclusions

Performances of boron-silicon nanotube (7, 0) as novel catalyst
to ORR are investigated. The ORR on surface of B,-SiNT can be
continued through LH and ER mechanisms. The rate-
determining stage (AE, = 0.35 eV) for ORR on B,-SiNT (7, 0)
surface is creation of B,-SiNT (7, 0)-*OH structure. The calcu-
lated beginning voltage to ORR on surface of the B,~SiNT (7, 0)
is 0.37 V. In the acidic solution the beginning voltage to oxygen
reduction process can be evaluated to 0.97 V. Results indicated
that the B,-SINT (7, 0) is suggested as catalyst to ORR with
suitable efficiency.
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