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monolayer: a first-principles study†

Mehdi D. Esrafili * and Safa Heydari

Converting toxic air pollutants such as nitric oxide (NO) and carbon monoxide (CO) into less harmful gases

remains a critical challenge for many industrial technologies. Here, by performing first-principles

calculations, we introduce a cheap, stable and novel catalyst for the conversion of NO and CO

molecules into N2O and CO2 using Al-doped MoS2 (Al–MoS2). According to our results, dissociation of

NO molecules on Al–MoS2 has a large energy barrier (3.62 eV), suggesting that it is impossible at

ambient temperature. In contrast, the coadsorption of NO molecules to form (NO)2 moieties is

characterized as the first step of the NO reduction process. The formed (NO)2 is unstable on Al–MoS2,

and hence it is easily decomposed into N2O molecules, and an oxygen atom is adsorbed onto the Al

atom (Oads). This reaction step is exothermic and needs an activation energy of 0.37 eV to be overcome.

Next, the Oads moiety is removed from the Al atom by a CO molecule, and thereby the Al–MoS2 catalyst

is recovered for the next round of reaction. The side reaction producing NO2 via the reaction of NO with

the Oads moiety cannot proceed on Al–MoS2 due to its large activation energy.
1. Introduction

Air pollution originating from the burning of fossil fuels in
different mobile and stationary power plants is a serious threat
to human health and the environment.1 Nitric oxide (NO),
which accounts for more than 90% of nitrogen oxides (NOx), is
a highly toxic gas emitted into the atmosphere with many
negative impacts on the environment such as acid rain and
photochemical smog formation, and ozone layer depletion.2

Moreover, any exposure to this toxic gas can cause many
devastating effects on human health. Therefore, it is desirable
to develop and search for efficient approaches to reduce the
atmospheric concentration of NO. The catalytic reduction of NO
has gained much attention in recent years,3–7 due to its high
efficiency, selectivity and simplicity. Previous studies8–14 have
indicated that NO could be converted into N2O, N2 or NO2

species in the presence of CO as the reducing agent. This is
promising, since it also provides a route for removing toxic CO
from the atmosphere. For instance, Gopinath and co-workers15

have investigated the reduction of NO by CO over the Pd(111)
surface by means of molecular beam technique. First-principles
calculations have also indicated that NO molecules could be
easily transformed into N2O over Au(111) via a dimer mecha-
nism.16 Clearly, for large-scale applications, low cost noble-
iences, University of Maragheh, P. O. Box
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metal free catalysts with high catalytic performance are
desirable.

Recently, layered materials have attracted much scientic
attention due to their diverse applications in many elds of
chemistry, physics and material science.17–24 Molybdenum
disulde (MoS2) is a layered material with unique properties
such as chemical inertness, high chemically stability, photo-
corrosion resistance and specic optical properties.25,26 In
addition, owning to its high specic area, MoS2 can act as an
ideal substrate to anchor atomically dispersed metal atoms.
However, pure MoS2 is chemically inert to effectively stabilize
deposited metal atoms, due to the absence of any dangling
bonds. Hence, further optimization of active sites is desirable to
increase the overall catalytic performance of MoS2.27–29 For
instance, the basal plane of MoS2 has been successfully acti-
vated for hydrogen evaluation reaction (HER) by generating
sulfur vacancies.30,31 González et al.32 have indicated that the
introduction of defects in MoS2 leads to a notably increase of
the adsorption energy of small inorganic molecules (CO2, CO,
H2O, NO, NO2, H2 and N2) accompanied by a larger charge
transfer. On the other hand, intensive theoretical and experi-
mental studies33–38 have proven that doping of MoS2 with
foreign atoms can considerably modify its surface reactivity and
electronic structure. Earlier quantum chemical calculations
have indicated that Fe-,39 Co- or Ni-40 doped MoS2 exhibits
distinctive catalytic activity for reduction of O2 molecule. Using
density functional theory (DFT) calculations and experiments,
Park and coworkers41 have indicated that adding cobalt (Co)
clusters on MoS2 can greatly catalyze the HER process. Inter-
estingly, the highest HER activity was obtained when the metal
RSC Adv., 2019, 9, 38973–38981 | 38973
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clusters are decorated over the S-vacancies with the interface of
Co–Mo as the preferred active site. Recently, Li and coworkers42

have found that a single Al atom supported by defective MoS2
can serve as a robust and promising catalyst for oxidation of CO
molecule. Apart from such outstanding catalytic activity, these
metal-doped substrates show also high structural stability
owning to strong binding of the metal atom to MoS2, which
render them as ideal catalysts used in automotive exhausts,
industrial gas streams or fuel cells.

Experimental studies and theoretical calculations have
shown that a variety of structural defects could be unavoidably
introduced in the MoS2 monolayer.43–45 S-vacancy is one of the
most popular intrinsic structural defects in MoS2, which can be
produced in a controllable way by low-energy argon sputtering46

as well as electron irradiation47,48 process. First-principle
calculations have shown that the formation of S-vacancy
defects in MoS2 is energetically more favorable than Mo-
vacancy ones.39,45 A recent study49 has also shown the poten-
tial of S-vacancy defective MoS2 monolayers to serve as an active
substrate in dissociation of H2O molecules.

While much research attention has been paid to study the
adsorption behavior of chemically doped MoS2 monolayer
toward small gas molecules, however, as far as we know, there is
still a lack of detailed information about the mechanism of NO
reduction over these systems. The present study aims to inves-
tigate the reaction pathways and energy barriers for reduction of
NO molecules over Al-doped MoS2 (Al–MoS2) using the DFT
calculations. We chose Al, since it is cheap, environmentally
friendly and abundant in the Earth's crust, which meets our
requirement to seek low-cost catalysts for reduction of NO. In
addition, the large adsorption energy of Al atom suggests that it
is tightly anchored on the vacancy site, prohibiting its diffusion
over the MoS2 surface. As a result, Al–MoS2 is introduced as
a stable catalyst for reduction of NO. According to our results,
the low-temperature reduction of NO is most likely to occur over
Al–MoS2 due to its low energy barriers.

2. Computational details

The rst-principles DFT calculations were carried out with the
DMol3 code,50,51 by employing the Perdew–Burke–Ernzerhof
(PBE)52 density functional and a double numerical plus polari-
zation (DNP) basis set. The relativistic effects in the Mo atoms
were treated by the DFT semicore pseudopotentials (DSPPs)
core method.53 The weak van der Waals interactions were
considered via the Grimme's DFT-D2 scheme.54,55 The conver-
gence threshold for self-consistent iteration in the geometry
optimization was set at 10�5 Ha, while the convergence criteria
for the force and displacement was set to 0.001 Ha �A�1 and
0.005�A, respectively. The Monkhorst–Pack k-point mesh was set
3 � 3 � 1 in the geometry relaxations, while 10 � 10 � 1 in the
density of states (DOS) analysis. To locate transition state
structures, the complete linear synchronous transit and
quadratic synchronous transit (LST/QST) method was adopted
and their nature (with only one imaginary frequency) was
identied by the frequency calculations. Zero point energies
(ZPE) obtained from the frequency calculations were then used
38974 | RSC Adv., 2019, 9, 38973–38981
to correct energy barriers. In addition, thermal correction to the
energy barriers and reaction energies was also considered.

The pristine MoS2 is a hexagonal layered material with the S–
Mo–S sandwich layers. To model it, we employed a 5 � 5 � 1
monolayer, which involves 25 Mo and 50 S atoms. The Al–MoS2
was then obtained by replacing one S atom of the pristine MoS2
with a single Al atom. The interaction between the layers was
avoided by setting 20�A empty space along the z-direction. Aer
the full geometry relaxation, the lattice parameters of 3.18 �A
were obtained for the pristine MoS2, which are in excellent
accordance with those of earlier experimental and theoretical
studies.56,57

To evaluate the relative stability of Al–MoS2 with respect to
the pure MoS2, the formation energy (Eform) was calculated as

Eform ¼ EAl–MoS2
� EMoS2

+ ES � EAl (1)

where EAl–MoS2, EMoS2, ES and EAl is the energy of the Al–MoS2,
pure MoS2, a single S atom and Al atom, respectively.

The adsorption/coadsorption energy (Eads) was obtained
using the following equation:

Eads ¼ Etotal � EX � Esubstrate (2)

where Etotal is the total energy of the adsorbate(s) + substrate
conguration, EX is the energy of the free adsorbate and
Esubstrate is the energy of the bare Al–MoS2 substrate. Based on
this equation, a negative Eads value should correspond to an
energetically favored adsorption or coadsorption process.
3. Results and discussion
Surface properties and stability of Al–MoS2

We rst examine the possibility to introduce an Al atom in the
single S-vacancy of MoS2. Fig. 1 shows the optimized geometry,
charge density difference map and total density of states (TDOS)
plot of Al–MoS2. It is evident from Fig. 1a that Al atom is stably
anchored in the vacancy site of MoS2 due to the formation of
three covalent bonds with the neighboring Mo atoms. The
relaxed Al–Mo bond distances in Al–MoS2 are 2.64�A, which are
larger than the S–Mo bond lengths in the pure MoS2 (ca. 2.44�A).
The adsorption energy of Al atom over the vacancy site of MoS2
is �3.55 eV, which is larger than the cohesive energy of the bulk
Al (�3.35 eV).58 This nding ensures that Al atom prefers to be
adsorbed on the defective MoS2 in the form of single atoms and
thus the clustering of the Al atoms might be avoided. On the
other hand, the formation energy (Eform) of Al–MoS2 is obtained
as 2.57 eV, which is in excellent accordance with the value re-
ported in the ref. 21. Considering the charge density difference
map in Fig. 1b, it is seen that a quite large electron density loss
area appears above Al, which indicates the potential of this
atom to interact with nucleophilic species. Similarly, the
Hirshfeld analysis reveals that about 0.20 |e| shis from Al to
the defective MoS2, and each of the three nearest Mo atoms has
a positive charge of 0.18 |e|. Furthermore, the doping of Al atom
is proven to decrease band gap of MoS2 from 1.73 eV in the pure
state to 0.30 eV in Al–MoS2. The latter is mainly related to the
This journal is © The Royal Society of Chemistry 2019
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Fig. 1 (a) The relaxed geometry, (b) charge density difference and (c) TDOS/PDOS plot of Al–MoS2. The red and violet regions in charge density
differencemap indicate the charge loss and accumulation regions, respectively. The dashed line in the TDOS/PDOS plot indicates the Fermi level
(set to be zero).
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localization of impurity Al-3p states between the valence and
conduction bands (Fig. 1c). Considering that a small band gap
corresponds to low kinetic stability, thus it is suggested that the
Al-doping signicantly tunes the surface reactivity and elec-
tronic structure of MoS2. This is very important for capture and
activation of NO and CO molecules, as which will be discussed
in the following sections.

To further clarify the stability of the Al–MoS2 substrate, we
also investigate the reaction path and energy prole for the
migration of the Al atom into neighboring hallow sites. Fig. S1
of ESI† represents the optimized geometry of involved
stationary points in this process. Looking at Fig. S1,† one can
see that the activation energy required for the migration of Al
atom on MoS2 is quite high (0.98 eV). This conrms our above
nding that the Al atom binds tightly at the defect site of MoS2,
and hence the clustering problem would be avoided. Besides,
the relatively large positive reaction energy reveals that the nal
structure is thermodynamically less stable than the initial one.
These results demonstrate that Al–MoS2 would remain as
a stable catalyst at normal temperatures.
Adsorption of NO and CO molecules

Aer studying the surface reactivity and stability of Al–MoS2, we
now focus on the catalytic activity of this substrate for NO
reduction. Considering that the initial adsorption conguration
of reactants on the catalyst surface plays a critical role in the
subsequent reaction pathway, we rst consider the most stable
adsorption congurations of NO and CO molecules on the Al–
MoS2 substrate. Fig. 2 indicates the optimized geometries,
along with the corresponding partial density of states (PDOS)
and electron density difference (EDD) maps. To compare the
adsorption behavior of NO and CO, adsorption energy (Eads) and
net charge-transfer (qCT) values are obtained and summarized
in Table 1.

Looking at Fig. 2a and b, one can see that NO molecule
adsorbs onto Al–MoS2 through either its N- (conguration C1)
or O-site (conguration C2). For both congurations, it is found
that NO adopts a linear conguration above Al atom, like as
those reported on other nanostructures.7,59,60 The minimum
distance between NO and Al atom in C1 is 1.79 �A, which is
shorter than that of C2 (1.88 �A). Moreover, comparing the Eads
values in Table 1 reveals that the formation of C1 conguration
This journal is © The Royal Society of Chemistry 2019
is about 0.90 eV more favorable than C2. This result is in
accordance with those of other reported theoretical works,61 and
might be ascribed to the greater contribution of the N atom in
the single-occupied molecular orbital (SOMO) of NO molecule
(Fig. S2†). From Table 1, it is found that the adsorption of NO is
accompanied with a shi of 0.05 |e| from Al–MoS2 to NO, which
occupy the half-led 2p* orbital of NO and hence leads to an
increase in the N–O bond distance. Such a favorable orbital
interaction can be also understood from the PDOS plots in
Fig. 2a and b, in which the 3p states of Al atom are considerably
mixed with the 2p* states of NO around the Fermi level. Note
that because of the stronger interaction, this orbital hybridiza-
tion is more dominant for the conguration C1 than C2. As
indicated in Fig. 2a and b, the adsorption of NO on the title
surface leads to a considerable shi in the energy of NO-2p*
states. Meanwhile, the energy of the NO-5s state remains
almost unchanged. Besides, the corresponding EDD maps
reveals that the adsorption of NO molecule induces a consider-
able electron density redistribution above NO molecule. In
particular, a large electron density accumulation between the Al
and NO in C1 implies the formation of a strong covalent Al–N
bond, and hence the chemisorption of NO.

From Fig. 2c, it is found that CO is chemisorbed over the Al
atom and forms an Al–C bond with a length of 1.99 �A (cong-
uration C3). The C–O bond distance of the adsorbed CO is
stretched to 1.15 �A, which is 0.01 �A larger than that of isolated
CO (1.14 �A). This indicates that CO is also activated over Al–
MoS2 substrate. The calculated Eads and qCT values of CO are
�1.34 eV and 0.13 |e|, respectively, demonstrating that it is
strongly chemisorbed on the Al atom. Note that the obtained
Eads value is in good agreement with that of reported in the
earlier study (�1.30 eV).42 Considering the PDOS plots, the CO
adsorption onto the Al atom is mostly ascribed to the hybrid-
ization of empty Al-3p and lled CO-5s states around the Fermi
level. Consequently, the density of states arising from the 5s
state of adsorbed CO is smaller than that of free CO molecule.
On the other hand, there also exists an orbital mixing between
the Al-3p and empty CO-2p* orbitals, which accounts for the
elongation and activation of C–O bond. This results in also
a notable shi in the energy of CO-2p* states towards the Fermi
level (Fig. 2c). These ndings are supported by the EDD map in
Fig. 2c, in which the chemisorption of CO onto the Al atom is
RSC Adv., 2019, 9, 38973–38981 | 38975
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Fig. 2 The geometry configuration, PDOS and EDD plots of (a) NO, (b) ON and (c) CO adsorbed over Al–MoS2. The dashed line in the PDOS plots
shows the Fermi level (set to be zero). The green and violet colors in the EDD plots indicate electron density accumulation and loss regions,
respectively.

Table 1 Adsorption/coadsorption energy (Eads, eV), and net Hirshfeld
charge-transfer (qCT, |e|) values of the most stable configuration of NO
and CO molecules on Al–MoS2

Species (conguration) Eads qCT
a

NO (C1) �1.92 �0.06
NO (C2) �1.01 �0.05
CO (C3) �1.34 +0.13
2NO (D1) �4.71 �0.52
2NO (D2) �3.55 �0.44

a A positive qCT value indicates the charge-transfer from the adsorbate to
the surface, while a negative qCT value indicates the charge-transfer
from the surface to the adsorbate.
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characterized by a large electron density redistribution on the
interacting moieties. Interestingly, the depletion of electron
density between the C and O atoms of CO veries the charge-
transfer from the substrate to the CO-2p* orbital. Noteworthy
is that the Eads value for the adsorption of CO (conguration C3)
is less than that of NO (conguration C1), suggesting that the
tendency of Al–MoS2 to capture CO molecule is lower than NO.
That is, in the presence of a CO/NO mixture as a reaction gas,
38976 | RSC Adv., 2019, 9, 38973–38981
the active site of the catalyst (i.e., Al atom) would be covered by
NO molecules. Hence, the CO poisoning of Al–MoS2 would be
avoided.
Reaction mechanisms of NO reduction

To study the potential of Al–MoS2 as a catalyst for reduction of
NO to N2O, both the well-known “direct dissociation” and
“dimer”mechanisms are investigated.61 The formermechanism
involves dissociation of NOmolecule into Nads and Oads species,
both adsorbed onto the catalyst surface. Aer that, the second
NO attacks the Nads to yield N2O molecule. On the other hand,
NO molecule in the dimer mechanism is attached to the pre-
adsorbed NO to produce (NO)2 species, which its subsequent
dissociation results in N2O and Oads moieties. Fig. 3–6 show the
optimized stationary points on the potential energy surfaces of
these reaction mechanisms. Table 2 also summarizes the ther-
mally corrected energy barrier (at 298 K and 1 atm), the corre-
sponding imaginary frequency, change of enthalpy and Gibbs
free energy for the different reaction steps of NO reduction
these reaction steps on Al–MoS2.

Providing that NO reduction follows the direct mechanism,
the adsorbed NO should be rst dissociated into Nads and Oads
This journal is © The Royal Society of Chemistry 2019
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Fig. 3 The Gibbs free energy profile for the dissociation of (NO)2 moiety on Al–MoS2. All bonds distances are in �A.
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species. The Gibbs free energy prole for the dissociation of NO
is given in Fig. 3. As evident, the most stable adsorption
conguration of NO (i.e., C1) is adopted as the initial state for
Fig. 4 The Gibbs free energy profile and relaxed stationary points for the
Al–MoS2. All bonds distances are in �A.

This journal is © The Royal Society of Chemistry 2019
this process (IS-1 in Fig. 3). Next, the bond distance between
the N and O atoms increases until the nal state FS-1 is ach-
ieved. At FS-1, the Nads and Oads moieties are strongly
coadsorption of (NO)2 moiety to form (a) D1 and (b) D2 complexes on

RSC Adv., 2019, 9, 38973–38981 | 38977
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Fig. 5 The Gibbs free energy profile and relaxed stationary points for the dissociation of (NO)2 on Al–MoS2. All bonds distances are in �A.
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chemisorbed between the Mo and S atom of the surface. Own-
ing to the formation of new chemical bonds in FS-1, this process
is exothermic by 0.32 eV. In addition, the Gibbs free energy
change (DG298) for this reaction is negative by 0.14 eV, indi-
cating that it is a thermodynamically favorable process at
normal condition (Table 2). However, the large energy barrier
(3.62 eV) to reach FS-1 shows that the dissociation of NO cannot
be completed at ambient temperature. Therefore, the direct
dissociation mechanism is unlikely to happen over the Al–MoS2
substrate.

If NO reduction proceeds via the dimer mechanism, two NO
molecules should be rst coadsorbed over the catalyst. Fig. 4
shows the potential energy diagram and corresponding
stationary points involved in the formation of coadsorbed NO
congurations. Aer careful structural optimizations, two most
stable coadsorbed congurations are found for the NO mole-
cules (congurations D1 and D2 in Fig. 4). In both congura-
tions, NO molecules are attached together via their N atoms.
The optimized N–N bond lengths in D1 and D2 are calculated to
be 1.25 and 1.31�A, which are longer than the experimental N–N
38978 | RSC Adv., 2019, 9, 38973–38981
bond distance (1.970 �A) in gas phase (NO)2.62 As Fig. 4a indi-
cates, (NO)2 dimer in D1 adopts a trapezoid OadsNNOads

conguration in which NO molecules are attached to the Al
atom through their O-site. From Fig. 4, it is evident that the
calculated energy barrier required for the formation of D1 is
only 0.40 eV, which suggests that it can be easily completed at
ambient condition. Meanwhile, the change of enthalpy (DH298)
and Gibbs free energy (DG298) is negative by �4.48 and
�3.89 eV, respectively, demonstrating that this reaction is
exothermic and a thermodynamically favorable process at room
temperature (Table 2). From Table 1, it is also seen that about
0.50 |e| shi from the substrate to NOmolecules in D1, which is
largely accumulated over the Oads atoms. Unlike D1, NO mole-
cules inD2 adopt a trans ONadsNOads conguration in which the
Al–Nads and Al–Oads bond distances are 2.03 and 1.83 �A,
respectively. The coadsorption energy of NO molecules in D2 is
�3.55 eV, which is 1.16 eV smaller (less negative) than that of
D1. As shown in Fig. 4b, an energy barrier of 0.48 eV should be
overcome to reach D2, which is larger than the obtained value
for D1. From Table 2, one can see that the formation of D2 is
This journal is © The Royal Society of Chemistry 2019
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Fig. 6 The Gibbs free energy profile and relaxed stationary points for the removal of Oads by (a) CO and (b) NOmolecule. All bonds distances are in�A.

Table 2 Thermally corrected energy barrier (Ebar, eV) and corre-
sponding imaginary frequency (n, cm�1), change of enthalpy (DH298,
eV) and change Gibbs free energy (DG298, eV) values at 1 atm and 298 K
for different reaction steps of NO reduction on Al–MoS2

Reaction Ebar n DH298 DG298

IS-1 / FS-1 3.62 786i �0.32 �0.14
IS-2 / D1 0.40 808i �4.48 �3.89
IS-3 / D2 0.48 748i �1.60 �1.24
D1 / FS-4 0.37 692i �0.62 �0.76
D2 / FS-5 0.49 927i �0.40 �0.48
IS-6 / FS-6 0.08 826i �1.26 �0.92
IS-7 / FS-7 0.39 664i �1.95 �1.61
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also accompanied with a large negative DH298 and DG298 values.
These results, together with the large coadsorption energies and
low energy barriers, indicate that the dimer mechanism should
be the most favored pathway to reduce the NO molecules.
This journal is © The Royal Society of Chemistry 2019
In the next step, (NO)2 moiety is dissociated over Al–MoS2 to
form N2O and Oads species. Fig. 5 gives the optimized geometry
of different stationary points involved in this reaction step.
Starting from the coadsorbed NO congurations, one of the N–
Oads bond of (NO)2 is elongated until the N2O and Oads species
are formed on the Al–MoS2 substrate. This leads to 0.12 |e|
increase in the positive charge of the Al atom. From Table 2, it is
seen that this process is exothermic for both D1 and D2
congurations. The corresponding transition state structures
TS-4 and TS-5 are characterized by an imaginary frequency of
692 and 927 cm�1, respectively, which is related to the cleavage
of Al–N, Al–O or N–O bonds. The corresponding energy barrier
is calculated to be 0.37 and 0.49 eV, which implies that this
reaction step is most likely to complete at normal conditions.
We note that these energy barriers are smaller than those re-
ported values over traditional noble metals, like Ag.4 Finally, the
RSC Adv., 2019, 9, 38973–38981 | 38979
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produced N2Omolecule detaches from the surface owning to its
small Eads value (�0.12 eV).

In the nal step of the reaction, the Oads is removed from the
Al atom by interacting with the CO molecule. To this aim, a CO
molecule is allowed to approach the Oads. The Gibbs free energy
prole for the CO + Oads / CO2 process is shown in Fig. 6a. The
Hirshfeld charge density analysis reveals that about 0.45 elec-
trons transfer from the Al–MoS2 substrate to the Oads. At IS-6,
the C atom of CO is about 2.80 �A away from the Oads and the
Eads value of CO is obtained to be about �0.20 eV. As CO
approaches the Oads, the Al–Oads bond distance continually
increases and nally CO2 molecule is reached on the Al atom.
Meanwhile, the atomic charge on the Oads decreases from IS-6
to FS-6. From Table 2, this reaction step is thermodynamically
favored (DG298 ¼ �0.92 eV) and needs a very small activation
energy (0.08 eV). Note that this activation energy is much
smaller than the reported value for the removing of the Oads

species from Pd (0.91 eV), Ru (1.68 eV) and Pt (0.79 eV)
surfaces63 or transition metal-doped C2N (z0.50 eV).64 Also, the
energy barrier for the CO + Oads / CO2 reaction on Al–MoS2 is
smaller than those of reported over Si- (0.29 eV) and Se-doped
graphene (0.68 eV),65 indicating the high catalytic perfor-
mance of the former system toward the oxidation of CO.
Besides, this energy barrier is almost identical with that of re-
ported value by Li and co-workers in the ref. 42. On the other
hand, the Eads value of CO2 is only �0.14 eV, which is less than
the proposed value by Deng et al. (�0.52 eV)66 to hinder the
poisoning of catalyst at ambient temperature. Thus, the formed
CO2 molecule detaches from the Al atom and this refreshes the
catalyst surface to initiate a new round of the reaction.

One can expect that the Oads may also interact with a NO
molecule to produce NO2. The energy prole for this side
reaction is given in Fig. 6b. As evident, this reaction step begins
with the physisorption of the NO molecule. This leads to the
formation of the initial state structure IS-6, in which NO is
about 3 �A far from the Oads. Passing the transition state TS-6
with an energy barrier of 0.39 eV, the Al–Oads bond breaks
and nally NO2 molecule is formed on the Al atom. The
Hirshfeld analysis indicates that the atomic charge on the Oads

decreases from�0.45 to�0.18 |e| during this reaction step. The
produced NO2 in FS-6 attaches the Al atom via its N atom, with
the N–O bonds oriented upwards, like as those other reported
studies.67–70 This process is highly exothermic (DH298 ¼ �1.95
eV) and thermodynamically feasible at normal temperature.
However, unlike CO2, NO2 is found to interact strongly with the
Al atom, and thus blocks the active site of catalyst. However, the
larger activation energy of the NO + Oads / NO2 compared to
CO + Oads / CO2 guaranties that the former reaction should be
almost impossible over the Al–MoS2 substrate.

4. Conclusions

Using the rst-principles calculations, the reactions pathways
and activation energies of NO reduction catalyzed over Al–MoS2
were investigated. Our computations indicated that the doping
of Al atom could greatly tune the surface properties and elec-
tronic structure of MoS2. The reduction of NO molecules over
38980 | RSC Adv., 2019, 9, 38973–38981
Al–MoS2 follows the dimer mechanism, initiated by the coad-
sorption of two NOmolecules and formation of (NO)2 moiety on
the Al atom. The latter process was found to be exothermic. The
subsequent dissociation of (NO)2 moiety into N2O and Oads was
found to need 0.37 eV activation energies. The Oads is then
eliminated by addition of a CO molecule by overcoming a very
small activation energy (0.08 eV). These results suggest that Al–
MoS2 may be used as a novel catalyst with high efficiency and
stability for reduction of NO molecules.
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