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C—H activation of light alkanes is one of the most important reactions for a plethora of applications but
requires catalysts to operate at feasible conditions. MXenes, a new group of two-dimensional materials,
have shown great promise as heterogeneous catalysts for several applications. However, the catalytic
activity of MXenes depends on the type and distribution of termination groups. Theoretically, it is desired
to search for a relation between the catalytic activity and the termination configuration by employing a
simple descriptor in order to avoid tedious activation energy calculations. Here, we show that MXenes
are promising for splitting C—H bonds of light alkanes. Furthermore, we present how a quantitative
descriptor — the hydrogen affinity — can be used to characterize the termination configuration of Ti,CT,
(T = O, OH) MXenes, as well as the catalytic activity towards dehydrogenation reactions, using propane
as model system. First-principles calculations reveal that the hydrogen affinity can be considered as
an intrinsic property of O and OH terminated Ti,C MXenes, in which the mean hydrogen affinity for the
terminated Ti,C MXenes is linearly correlated to the statistical average of their OH fraction. In addition,
the C—H activation energies exhibit a strong scaling relationship to the hydrogen affinity. This quantity
can therefore yield quick predictions of catalytic activity of terminated Ti,C MXenes towards C—H activa-
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the hydrogen affinity will accelerate the discovery of further applications of the broad family of MXenes
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1. Introduction

Light alkanes (C; to Ce) are the principal components in
petroleum, natural gas and have been widely used as building
blocks for the synthesis of plastics, medicines and chemical
components.'™ For instance, the production of olefins via
direct C-H activations of light alkanes has been considered
as a profitable strategy to satisfy the fast growing demand of
olefins in the past several decades.” Furthermore, it has been
long desired to achieve further reactions, e.g. polymerization
and cyclodehydrogenation, via direct C-H activations of light
hydrocarbons.”® Due to the chemical stability of C-H bonds,
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however, such activations not only require high energy input,
but also depend on catalysts with high efficiency.” Various
strategies have been developed to activate C-H bonds under
mild conditions by employing noble metals such as Pt, Pd and
Ru.®'° Nevertheless, the practical challenge remains in the
poor chemoselectivity of C-H activations. Such drawback leads
both to low yield and a rapid deactivation due to quenching of
active sites by side-products. Conventionally, the efficiency
of C-H activations can be increased by applying geometric
confinements, e.g. reconstructed metal surfaces with grooves,
or alloying catalysts with a different metal to create discrete
active sites."™? For example, alloyed Pt-Sn catalysts have been
widely used for achieving the selective dehydrogenations of pro-
pane with high efficiency, in which the over-dehydrogenation
process would be effectively prevented due to the presence of Sn
atoms.">"® Despite this, C-H activations still suffer from obstacles
such as high cost and fast deactivation, which can be ascribed to
the difficulty in generating catalysts with desired active sites.'®
Alternatively, two-dimensional (2D) materials, including
metal-organic frameworks and metal anchored CN monolayers,
have been demonstrated to possess high activity as heterogeneous
catalysts due to low-coordinated and uniformly-distributed
active sites.'”'® In particular, MXenes, a bourgeoning class of
2D materials,"® are of considerable interests in many aspects
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including energy storage, nanoelectronics and catalysis owing
to high surface area, tunable electronic structure and good
thermal stability.>>*' MXenes, originated from so called MAX
phases,?® are of the general formula M,,,X,T,, where M is a
transition metal, X is C and/or N, n equals 1-3, and T represents
surface termination groups. Previous studies have shown that
O terminated MXenes not only exhibit significant properties
but also serve as the support surface in anchoring single-atom
active sites.”>** For instance, the 2D molybdenum MXene
(M0,CT,, T = O, OH and F) exhibit a distinguished catalytic
activity towards hydrogen evolution reaction (HER) with an
initial overpotential of 283 mV.>® Theoretical calculations have
shown that such high activity can be ascribed to O terminal
groups on the MXene serving as active sites. However, the
catalytic activity of MXenes are profoundly influenced by the
termination group distribution.>* Gao et al. have theoretically
predicted that the catalytic activity of the terminated MXenes
(V,C, Ti,C and TizC, etc.) towards HER can be tuned by
achieving different stoichiometric ratios of O and OH terminal
groups.>® Such tunable terminations of MXenes can be achieved
by changing the preparation and/or post processing method.””
Moreover, O-containing groups are demonstrated to be active
sites for dehydrogenations on MAX phase catalysts.*® Recently,
Liu and co-works have experimentally achieved the dehydrogena-
tion of ethylbenzene on the fully O terminated Ti;C, MXene, in
which the reactivity of the Ti;C, MXene is much higher than that
of graphene and nanodiamond.>® Hence, fully O terminated
MXenes are promising as catalysts for dehydrogenations of light
alkanes. Furthermore, as OH terminations are a natural conse-
quence of dehydrogenation, their influence is inevitable for such
reaction protocols. Therefore, the influence of OH termination
on the catalytic activity for MXenes still need to be stressed.
Mechanistically, the C-H activation on an oxygen-promoted
catalyst occurs via either the catalysts-stabilized or the radical-
like pathway.*® In the first, the dissociated C radicals are
stabilized by chemisorption on the catalyst surface, resulting
in the co-adsorption of the dissociated H atoms and C radicals
(H(ad) + C,Hj,+1(ad)). In the second, however, the radical-like
intermediate is stabilized by the formation of OH bond instead
of the interactions between the C atom in the radical and
the active site, leading to the final state of the reaction as
H(ad) + C,H,,.:1(2).>" As a consequence, the transition state (TS)
energies for various pathways are distinctively different.>” The
TS energy is often characterized by the scaling relationship
of chemical reactions - the Brensted-Evans-Polanyi (BEP)
relation - in which the energy of transition state is proportional
to the corresponding reaction energy.>® Such linear relation-
ship has been widely applied to heterogeneous catalysis on
transition metals as well as their oxides.>**> In addition, Vifies
and co-workers have extended the universality of the BEP
relation to metal carbides surfaces by using the O, dissociation
as the model reaction.*® However, it is debatable to what extent
the BEP relation can be used to generalize a particular reaction,
and it has been suggested that a distinction should be made by
differentiating pristine surfaces from defect sites.>” Alterna-
tively, previous studies have shown that the activity of the metal
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oxides is closely related to the functionalization groups. For
example, Kostestkyy and co-workers have proposed that the
existence of the OH groups would decrease the activity of
the metal oxides towards alcohol dehydration.*® In addition, the
hydrogen binding energy has been introduced as a descriptor for
unravelling the relationship between the structure and activity of
the metal oxide catalysts. For example, a volcano relationship can
be observed between activity and dissociated H, binding energy of
v-Al, O3, while a linear correlation has been established on a range
of metal oxides.***° Furthermore, hydrogen affinity (Ey;) has been
considered as an effective quantitative descriptor for radical-
like dehydrogenation of small hydrocarbons.’**' For instance,
Norskov and co-workers have proposed a universal linear
scaling relation for C-H activation of methane on O promoted
transition metal catalysts.”

As one of the most widely studied MXenes, Ti,C with
different terminations have shown potential in various catalytic
applications.””> However, the scaling relation between the
termination groups and the catalytic activity is still far from
understood. Herein, we present the catalytic performance of
fully terminated Ti,C MXenes with various ratios of O and OH
groups, Ti,CO,_,(OH), (0 < z < 2), towards the dehydrogena-
tions of propane (C;Hg), obtained by first-principles calcula-
tions. The dehydrogenation of propane may proceed on either
the terminal methyl group (-CH;) or the middle methylene
bridge (-CH,-). It is found that fully O terminated Ti,C MXenes
(Ti,CO,) exhibit a good catalytic activity in which the activation
energies at the methyl group and the methylene bridge are
2.01 eV and 1.59 eV, respectively. Furthermore, the catalytic
activity is significantly influenced by the distribution of termi-
nation groups. Further investigations indicate that the catalytic
activity of the Ti,CO,_,(OH), (0 < z < 2) MXenes towards C-H
activations at both -CH; and -CH,- sites can be described by
the BEP relation, in which linear correlations are observed
between the activation energies and the corresponding reaction
energy. In addition, we show that the hydrogen affinity can be
used as a quantitative descriptor for not only probing the
termination groups configurations of Ti,CO, ,(OH), MXenes,
but also for predicting the catalytic activity and selectivity of the
MXene towards the C-H activation. The C-H activation energy of
Ti,CO,_,(OH), MXene depends linearly on the corresponding
hydrogen affinity, in which the highest activity is achieved on the
MXenes with the lowest hydrogen affinity.

2. Methods

The density functional theory (DFT) calculations were performed
using Vienna Ab initio Simulation Package (VASP) together with
Atomic Simulation Environment (ASE).**** The electron-ion
interactions were described by projector augmented wave (PAW)
potentials.*® The exchange-correlation interactions were treated
by van der Waals density functional (vdWDF) in the version of
rev-vdWDF2 developed by Hamada."®*” The cutoff energy for the
plane wave basis was set to 400 eV. The periodic image inter-
actions were avoided by employing a vacuum layer of 20 A.
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The transition states search for C-H activations was first
calculated with Climbing Image Nudge Elastic Band (CI-NEB),
in which 10 images were inserted between initial and final
states.”®*” The central images were then used as the input of
the Dimer calculations to obtain accurate transition states.’®
The structure of all local minima and saddle points were
optimized until the residual forces were below 0.02 eV A~
The p(4 x 4) Ti,C MXene supercells with O and OH terminal
groups were employed as the catalysts, in which the dehydro-
genations and the calculations for hydrogen affinity were
performed on the top side of MXenes, while the bottom side
remained unchanged. The lattice parameter for O terminated
Ti,C MXenes (Ti,CO,) was optimized to 3.018 A. The Brillouin
zone of the reciprocal lattice was modeled by gamma-centered
Monkhorst-Pack scheme, in which the I' point and 4 x 4 x 1
grid were adopted for all calculations.**

3. Results and discussion

To explore the pathway of propane dehydrogenation, we choose
fully O terminated Ti,C MXenes (Ti,CO,) as first model system.
Herein, the reactions are considered to take place on the one
side of the terminated Ti,C MXenes, which is defined as the top
side. As shown in Fig. 1, the dehydrogenation of the propane on
the Ti,CO, MXene consists of two elementary steps, the C-H
activation and the drift of the abstracted H atom. First, the
intact propane molecule physisorbs on the top side of the
Ti,CO, (IS). There are then two possible ways the reaction can
be initiated: dehydrogenation on the terminal methyl group
(-CH3, blue curve) and dehydrogenation on the methylene
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group (-CH,-, red curve). The C-H activations at both methyl
and methylene groups exhibit a radical-like pathway, in which
the dehydrogenated radical (C;H,) at the transition state (TS1)
is stabilized by the formation of the OH group (TS1 in Fig. 1).**
At TS1, the C-H bond lengths are elongated to 2.36 A and
2.14 A, at the methyl and methylene group, respectively. The
activation energy of the respective C-H activations is defined as

E, = Eys1 — Eis, (1)

where Frs; and Eig are the total energies of TS1 and IS, respectively.
Despite the similarity of reaction pathways for activating C-H
bonds, the Ti,CO, exhibits different catalytic activities towards
C-H activations at various hydrocarbon groups, in which the
C-H bond scission at the -CH,- group is more energetically
favorable with an activation energy (E,) of 1.59 eV while the
activation energy is 2.01 eV at the -CH; site. Such barrier
indicates that the O-terminated MXene exhibits comparable
activity towards C-H activations with transition metal catalysts
(Pt-Sn alloy)."* Passing through TS1, the dehydrogenated
radical and the dissociated H atom co-adsorb at one O atom
of the Ti,CO, (IM). (We also considered the adsorption of the
proxyl radical chemisorbed to the metal site which, however,
relaxes into the preferred adsorption to the O atom.) Electronic
structure analysis shows that the C-O bonds are formed at the
transition complexes, in which electrons are donated from
C atoms to the O active sites. In addition, the chemoselectivity
of the Ti,CO, towards different C sites of the propane can
be ascribed to the stability of the transition complexes.
The transition complex of the CH, site exhibits stronger inter-
action with the Ti,CO, catalyst, leading to a lower activation

(b) -CH, 2.01eV
-CH,- , \
/ \
;. 159ev \ 1.41eV
/o~ N _126eV e N
Pl S~——-"7 123ev X 0.33eV

IS TS1 M

TS2 FS

Fig. 1 The reaction pathways for dehydrogenation of (a) the —CHz and (c) ~CH,— group of propane on the top side of the O terminated Ti,C MXene
(Ti,CO,), with (b) the corresponding energy profiles. The blue and red curve represent the energy profiles of the C—H activation at the —CHz group and
the —CH,— group, respectively. The C, Ti, O and H atoms are represented by brown, silver, red and white circles, respectively.
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energy (Fig. S1, ESIt). Subsequently, the dissociated H atom
would diffuse to the adjacent O atom with barriers of 0.15 eV
and 0.17 eV for -CH; and -CH,- site, respectively (TS2),
which agrees to the previous result on Ti;C,0,.>° Following the
dehydrogenation of the —-CH,- site, the resulting 2-proxyl radical,
adsorbed on the surface, may either undergo a second C-H
activation of the same C atom or of one of the terminal -CH;
sites resulting in propylene. Our calculations show that the
former reaction has an activation energy of 2.00 eV, while it is
just 1.35 eV for the latter. i.e. Ti,CO, exhibits a strong selectivity
towards the synthesis of propylene (Fig. S2, ESIt). Notably, the
first dehydrogenation step, with a barrier of 1.59 eV, is the rate-
limiting step for the overall propylene synthesis. Such reaction
pathway with relatively low activation energy shows that the O
terminated Ti,C MXenes are promising catalysts in achieving
high-efficiency C-H activations. However, post synthesis processing
is required to generate the fully O terminated Ti,C MXenes,” and
the termination groups distribution is highly dependent on the
etching methods.>® Furthermore, as dehydrogenation reactions
proceed, an initially fully O terminated MXene will unavoidably
incorporate OH terminations. Therefore, a systematic investigation
on the catalytic activities of the Ti,C MXenes with various
termination groups is needed.

Experimentally, the most common termination groups
for MXenes synthesized by HF etching from MAX phases are
O, OH and F groups, in which the O termination groups are
presumed to be active sites for C-H activations.> However, the
co-existence of the O and OH terminations is inevitable as the
dehydrogenations proceed. Therefore, the regeneration of
the O active site from OH groups plays a crucial role in the
catalytic performance. Different pathways for removing H atoms
were considered, as well as the desorption of H,O (Fig. S3, ESIt).
The energetically most favored pathway includes the conversion
of two adjacent OH groups into H,O and the concomitant
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associative desorption of H,, with an effective barrier of
1.90 eV and desorption energy of 0.34 eV. The H,O may also
desorb as an intact molecule, but the overall desorption energy of
such a process is 2.09 eV, ie. less likely than the H, desorption.
The results agree to experimental observations in which OH can
be converted into O terminations by heating or an Ar* beam.>*">
However, we cannot exclude the possibility of H,O desorption,
which could be of importance to consider when rejuvenating the
catalytic properties of the MXene surface for example by heating.
The co-existence of the O and OH groups on Ti,C MXenes is
commonly observed, and the relative fraction between O and
OH groups is naturally the most sensitive characteristics of the
MXene termination group configuration during C-H activation.
Therefore, we focus on carefully studying how the OH fraction
influences the reactivity. We constructed Ti,CO,_,(OH), MXenes
and selected 24 surfaces with different terminal group distribu-
tion and/or stoichiometry to study the catalytic activity towards
C-H activations. In the field of heterogeneous catalysis, the trend
of chemical reactions are often quantitatively characterized by
the BEP relation, which has been considered as a useful tool to
predict the kinetic behavior of a chemical reaction based on
thermodynamic data.®® In the context of C-H activations, the
change of the enthalpy can be directly denoted by the reaction
energy, the energy difference between the final and initial states.
Considering that the C-H scission process (IS to IM in Fig. 1) is
the rate-limiting step in the propane dehydrogenation, the
corresponding reaction energy is therefore defined as:

E = Emnm — Egs,

(2)

where Eyy and Ejs are the total energies of IM and IS, respec-
tively. Such reaction energies are calculated to correlate the
catalytic activity of MXenes with different termination groups.>®
Fig. 2 shows the linear correlation between the reaction and
activation energies, in which the C-H activation at the -CH;

(a) CHs (b) CH» X0H
5.0 (%)

E, = 0.905 AE + 0.931 . E, = 1.055 AE + 0.422

MAE = 0.178 MAE = 0.117
80
60
40
20
1.0 15 20 25 3.0 35 4.0 10 15 20 25 30 35 a0 °
AE (eV) AE (eV)

Fig. 2 The Bronsted—Evans—Polanyi (BEP) correlations for dehydrogenations at the (a) terminal methyl group (—CHsz) and (b) methylene bridge (-CH,-)
of propane. The C—H activation energies (E,) increase as the reaction energies (E) increase. The color bar from blue to green corresponds to the fraction
of OH groups in the Ti,CO,_,(OH), MXenes from fully O terminated Ti,C (0%) to fully OH terminated Ti,C (100%).
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and -CH,- groups can be lumped into separate BEP relations.
As seen, the activation energy exhibits a strong proportional
correlation with the corresponding reaction energy, suggesting
that the catalytic activity decreases as the energy of IM increases
with respect to that of IS. These results agree well with
elementary reactions at metal surfaces.”® Despite that the BEP
relation has been proved applicable for C-H activations on
the OH and O terminated Ti,C MXenes, the prediction and
characterization of the activity is still limited by the difficulty in
optimizing the initial and final states for a reaction. In addi-
tion, outliers in the BEP relation are observed at the surface
with the highest OH ratio on the top side. Such outliers can be
ascribed to a steric hindrance that increases the energy of the
transition states. Thus, it is useful to examine the implications
of accurately predicting C-H activation energies with an
intuitive and more efficient descriptor.**

The fraction of OH groups (xon), on the other hand, as one
of the intrinsic properties of the terminated MXenes, can
be directly accessed from post analysis after the synthesis.
Here, the xon is defined by the ratio of OH groups to all
termination groups:

Xon = Nou/(Nowu + No), (3)

in which the Noy and N denote the number of OH groups and
O groups in the MXene, respectively. Previous theoretical
studies have shown that it is possible to use the xoy to
characterize the catalytic activity of the MXenes, in which the
low xon would effectively promote the catalytic activity.>>>®
Nevertheless, DFT calculations show that such a simple
descriptor is not sufficient to quantitatively describe the activity
of Ti,CT, MXenes. The reaction energies of C-H activations at
the -CH; and -CH,- groups are significantly influenced by the
fraction of the OH group in Ti,CO, ,(OH), MXenes, in which
the barriers for the C-H bond scission are strongly varied as the
fraction of OH changes (see Table S1 in the ESIT). Nevertheless,
there is no obvious trend between the catalytic activity of
Ti,CO, ,(OH), MXenes and this quantity. A high fraction
of OH groups does not always lead to poor catalytic activity
for C-H splitting and a low fraction of OH does not always
result in good activity (Table S1, ESIt). Moreover, such simple
model fails to distinguish the activity of Ti,CO,_,(OH), MXenes
with the same amount of OH termination groups but different
configurations. For example, the reaction energies for the
dehydrogenation of the methyl group on the Ti,CO,_,(OH),
MXenes with 50% of OH groups are found within a range of
3 eV, suggesting that the fraction of OH is not the main
determining factor of the catalytic activities. Instead, we found
that the hydrogen affinity is a more suitable quantity to connect
the configuration and reactivity of a MXene surface.

The hydrogen affinity (E) represents the ability of an oxide
species to abstract an H atom, defined as

Eq = E(M,,O.H,.1) — E(M,,OH,)

1 1
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Fig. 3 The correlation between the hydrogen affinity (E,) and the fraction
of OH groups of Ti,CO,_,(OH), MXenes (xon). Grey points represent the
Ey, values for each Ti,CO,_,(OH),. Blue dots with vertical lines represent
the mean Ey for each fraction of OH groups with the standard deviation.
The blue line is the linear regression of the mean E with respect to the
fraction of OH groups.

where the E(M,,0,H,.1), E(M,,,O4H,), E(H,0) and E(O,) are referred
to the potential energy of the catalyst with an extra H atom, the
original catalyst, a water molecule and an oxygen molecule,
respectively (detailed definition is shown in ESIf).*"*” Such
descriptor has been successfully utilized to predict the catalytic
activities of O promoted catalysts towards the C-H and C-O
activations, in which the catalytic activity decreases as the Ey
increases.””>® Based on the definition, the Ey of Ti,CO,_,(OH),
MXenes can be influenced by several factors: the overall fraction
of OH groups (xopn), the configuration of the termination groups
and the adsorption site of the H atom. However, DFT calculations
show that the difference between Ey values between different
sites for a Ti,CO, ,(OH), MXene with a specific termination
configuration is negligible (Table S2, ESIt). Therefore, subse-
quent investigations focus on the correlation between the Ey
and the distribution of the termination groups.

The termination configuration of MXenes are determined
by three dimensions: the fraction of OH groups on the top
(¥or-top), the fraction of OH groups on the bottom (Xom-bottom)
and the distributions of the OH groups on both sides of the
MXenes. In our case, the top side of the MXene is defined as
the surface where the H adsorption and reactions take place.
The definition of Xou.cop aNd Xop-bottom fOllows eqn (3), by only
considering the number of termination groups on each side of the
MXene. Subsequently, the hydrogen affinity of Ti,CO,_,(OH),
MXenes with all possible Xou.cop and Xom-bottom COmMbinations
are investigated. For each combination, 10 structures with differ-
ent termination group distribution were considered, resulting in a
number of 2762 different Ti,CO,_,(OH), MXenes. Fig. 3 shows the
hydrogen affinity as a function of the average OH-fraction on both
top and bottom of the MXene. The formation of the OH group
on all terminated Ti,C MXenes are endothermic (Eg > 0 eV),
indicating that O terminal groups are more stable than OH
terminal groups.®® Statistically, the mean Ey for Ti,CO,_,(OH),
MXenes exhibits a good linear relation with the fraction of
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Fig. 4 The scaling relationships between the activation energies (E,) and the hydrogen affinities (E) for C—H activations at (a) —~CHz and (b) —CH,—
group in the propane that proceed on the Ti,CO,_,(OH), MXenes. The color map represents the overall fraction of OH groups of the MXenes.

OH groups. Such generalized relation indicates that the Ey can
be used to characterize the termination configuration of the
terminated Ti,C MXenes. Of importance, the Ey is strongly
influenced by the distribution of termination groups. As seen
in Fig. 3, the standard deviation for the hydrogen affinity at each
overall OH fraction is relatively large (grey lines). For instance,
the range of Ey; is larger than 1.50 eV for Ti,CO(OH) MXenes (the
fraction of OH is 50%). Such significant deviation suggests the
hydrogen affinity is determined by not only the overall fraction of
OH groups but also the termination group distribution.

Further analysis shows that the hydrogen affinity can be
considered as an intrinsic property of the termination configu-
ration of Ti,C MXenes. Note that the smallest Ey; (0.53 eV) and
the largest Ey (2.04 eV) can be found at the Ti,CO,_,(OH),
MXene with the same fraction of OH groups (xon = 43.75%)
with different configurations of termination groups, suggesting
that the hydrogen affinity is determined by the termination
groups distribution. Specifically, the fraction of OH groups on
the top (Xomtop) Plays an important role in determining
the hydrogen affinity. For instance, the MXene with the lowest
Xon-top and the highest Xon.pottom cOmbination possesses the
smallest Ey, while the Ti,CO,_,(OH), with highest xo.cop and
lowest Xop-bottom €Xhibits the largest hydrogen affinity (detailed
relation between Ey and termination groups distribution is
extracted in Fig. S5, ESIt). Such result indicates that the
hydrogen affinity can be used for distinguishing the catalytic
activities of MXenes with the same amount of OH groups.

Of importance, the hydrogen affinity can not only represent
the termination configuration of Ti,CO, ,(OH), MXenes but
also characterize the catalytic activity of the active sites on the
top side. First of all, the reaction energies for C-H activations of both
the -CH; and —CH,- groups of propane on Ti,CO, ,(OH), MXenes
have linear relationships with their corresponding hydrogen
affinities (Fig. S6, ESIT). Based on the BEP relation, the activation
energies depend linearly on the reaction energies (vide supra).

This journal is © the Owner Societies 2020

Therefore, the activation energies would increase as the
hydrogen affinity increases. As expected, the catalytic activity
of Ti,CO,_,(OH), MXenes towards C-H activations increases as
the hydrogen affinity approaches to 0 eV for both the -CH; and
—-CH,- groups (Fig. 4). Such trends agree well with previous
studies, where the catalytic activity towards oxidative dehydro-
genation of cyclohexane on Co;0,4 nanoparticles can be promoted
by reducing the hydrogen affinity of active sites.’® In addition, the
highest activation energies for both C-H activations are obtained
on the MXene possessing the highest Ey (2.04 eV) with a
stoichiometry of O and OH groups as Ti,CO; 155(0OH) g75. The
underlying mechanism of the poor activity can be ascribed to
limited number active sites on the top side to proceed the C-H
activations (Xop.cop = 87.5% from Fig. S6, ESIT). Therefore, the
catalytic activity of the MXenes with the same fraction of OH
groups but different distribution can be significantly different.
Notably, both the reaction and activation energies are described
by a linear relationship with respect to the hydrogen affinity.
Thus, simply by calculating the hydrogen affinity of a MXene it is
possible to quantitatively assess its activity towards dehydrogenation,
within an error margin.

From the trends in Fig. 4, it is revealed that the MXenes with
low hydrogen affinity (Ey < 1.0 eV) exhibit higher activity
towards activating the CH, group than that of CH; group. The
difference in activation energies (>0.20 eV) is even larger than
that of noble metal catalysts (e.g. Pt/Sn alloy).'® Such distinction
in the activity implies that O and OH terminated MXenes have a
great potential to be good catalysts for the high-selective catalysts
for further functionalization of light hydrocarbons.

4. Conclusions

In conclusion, C-H activations of propane on Ti,CO,_,(OH),
MXenes have been investigated based on DFT calculations. The
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Ti,CO, MXene exhibits high catalytic activity towards the C-H
activations and the co-existence of multiple termination groups
is one of the most vital factors for predicting the catalytic
activity. In particular, we propose the hydrogen affinity (Ey)
as a quantitative descriptor both for characterizing the termi-
nation configuration and probing the catalytic activity and
selectivity of the Ti,CO,_,(OH), MXenes, which is not possible
by models based purely on thermodynamics or chemical com-
position. The mean affinity of the overall OH fraction increases
as the OH fraction approaches 100%, indicating that Ti,C
MXenes with fewer OH terminations are more likely to abstract
an H atom from the reactant. Further analysis shows that the
catalytic activity is linearly correlated with the hydrogen affi-
nity, in which highly active MXenes possess low hydrogen
affinity. It is anticipated that the hydrogen affinity can serve
as a theoretical descriptor for efficient evaluation of catalytic
activities of terminated Ti,C MXenes and pave the way for the
rational design of MXenes based catalysts in general.
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