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MXenes are a family of layered 2D materials useful for a wide variety of applications. Their properties can
be fine-tuned by choice of chemical composition (metal and termination), but the vast majority of
published studies have focused on Ti-based MXenes with —O, —F, and —OH terminations. Furthermore,
MXenes may have ABC or ABA stacking, but typical density functional theory (DFT) studies assume only
ABC stacking. Thus, most modeling papers of MXenes have focused only on specific targeted MXenes.
In this work we aimed to provide a comprehensive DFT study of possible MXenes in order to motivate
and characterize MXenes beyond those common in the literature. We modeled 99 different MzC,T,
MXenes (including group 4, 5, and 6 metals; also including halogen, chalcogen, —OH, and —NH termina-
tions). We made no assumptions about preferred termination site or stacking symmetry of these MXenes.
20% of the studied MXenes were found to prefer ABA stacking. In total we performed more than
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2000 DFT calculations to predict the structural, electronic, and mechanical properties of these MXenes.
We identified several MXenes with exceptional properties, and identified potential applications of such
DOI: 10.1039/d5ma00874c MXenes. We also connected the termination/metal choice to trends in their properties. Our work high-

lights how different properties of MXenes can be tuned based on their composition, and thus motivates
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1 Introduction

In recent years MXenes have attracted much attention due to their
potential tunability and unique properties."™ They have been
studied for many applications, including energy storage,®"'
photocatalysis,">™*> electrocatalysis,"*>° electronic devices,*' >
sensing,”*?” and others. MXenes are two-dimensional materials
that have the chemical formula M,;X, Ty, where M is an early
transition metal, X is C or N, and T is a surface termination. The
number of layers () is typically 1 to 4.>® The termination can have
a profound role on the MXene properties,”>*° for instance making
it a metal or semiconductor depending on the termination,* * or
changing mechanical properties.**™’ Other properties, such as
work function®**? can also change depending on the constituent
components (M, X, or T). Understanding and predicting MXene
properties based on their composition and structure is a critical
part of advancing applications of these materials.

Most commonly, MXenes are synthesized from MAX phase
materials where the A layer is removed via aqueous acids (e.g., HF),
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resulting in -F, -O, and/or ~OH terminations.**** Still, other
terminations on MXene surfaces are possible.>?%*™ For
instance, electrochemical etching or using Lewis acidic molten
salts may produce —Cl, -Br, -I, -P, or -Sb terminations.**™>
Furthermore, through post-processing of MXenes it is possible to
remove terminations (producing bare MXenes) or substitute exist-
ing terminations with a new termination, such as -S, -Se, -Te, or
-NH.**"® Despite efforts to make MXenes having various composi-
tions, it has been estimated that around 80% of published MXene
papers have focused on Ti-based MXenes.>**> Even papers with a
theoretical component are also predominantly focused on Ti-
based MXenes.> Furthermore, density functional theory (DFT)
studies often tend to focus on n = 1 MXenes.*"***>°* Jgnoring
Ti;C,T, and Ti,CT, (which are the most commonly studied
MXenes), papers with a theoretical component and focused on
n = 1 MXenes are around 20 times more common than papers
with a theoretical component and focused on n = 2 MXenes.>
Accordingly, more data and understanding of MXenes beyond
those commonly studied (e.g., metals other than Ti and n > 1) is
needed in order to achieve the goal of fully tuning MXenes for
targeted applications.

There have been several DFT studies performed examining
the impact of different surface terminations on the properties
of MXenes. Much of this work however has focused on -O, -OH,
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or -F terminations for various metals,'"?3%40:38°66 .
terminated MXenes generally have higher
strength®** and are more likely to be semiconductors
compared to those with -F or -OH terminations. Terminating a
MXene with OH groups tends to result in an ultralow work
function.*® %% While there are studies which model halide
(F, Br, Cl, I) or chalcogen (O, S, Se, Te) terminated Ti,CT,
and Ti;C,T, MXenes,”>*”"" studies modeling terminations
other than -0, -F, and -OH for MXenes with metals other than
Ti- are limited.*®”*”® In addition, many MXenes have ABC
stacking,”®®® but it is possible that the atomic layers may have
ABA stacking.®"® Theory predicts ABA stacking for certain
MXenes.**®¢8%83°85 Degpite this, the vast majority of DFT
studies on MXenes assume ABC stacking, or ignore the possi-
bility of ABA stacking. Thus far, DFT studies comparing ABA
and ABC stacking have been reported for bare MXenes?*3%848>
and for those with _0’34,66,75,80,84 _F,66,75,84 _OH,66 —S,75 —Cl,75
or -P*3 terminations. Thus, there is a need for more simulation
data on non-Ti MXenes, as well as identifying the right stacking
(in order, for instance, to correctly model these MXenes) for
MXenes with other termination and/or metal combinations.
In this work we modeled 99 carbide MXenes (i.e., M3C,T5),
including 9 metals (groups 4, 5, and 6) and 10 possible
terminations (halogens, chalcogens, OH, and NH). Our goal
was to provide a comprehensive analysis of how metal and
termination choice affects the structural stability and other
properties of the MXenes. The literature on DFT modeling of
MXenes has largely focused on a small subset of MXenes
(typically Ti-based; or M,CT, MXenes, n = 1), or a small subset
of properties. Many literature papers have also assumed ABC
stacking for MXenes. Our work represents the most compre-
hensive DFT study of M;C,T, (n = 2) MXenes involving a wide
range of metals and terminations, and this many structural,
electronic, and mechanical properties. Fig. 1 highlights the

mechanical
28,35,58
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MXenes that we modeled, as well as the properties we calcu-
lated. In order to determine the correct stable structures, we
modeled both ABC and ABA stacking for each MXene. We also
considered four possible surface sites for terminations. We
then report several properties for each of the most stable
configurations, including electronic and mechanical proper-
ties. By identifying, examining, and analyzing the observed
trends, we indicate how MXene properties can be controlled
through their chemical composition, and which MXenes have
promising properties.

2 Methodology

We performed DFT calculations using the Vienna ab initio
Simulation Package (VASP).**® The exchange correlation
energy was calculated using the generalized gradient approxi-
mation (GGA) functional by Perdew, Burke, an Ernzerhof
(PBE).*° Core electrons were described by projector augmented
wave (PAW) pseudopotentials.”™** A cutoff energy of 450 eV was
used for valence electron wavefunctions. As recommended by
the VASP developers, we utilized the following number of
valence electrons for each metal: Ti (12), Zr (12), Hf (10), V
(13), Nb (13), Ta (11), Cr (12), Mo (14), and W (14). The Brillouin
zone was sampled with a I'-centered 8 x 8 x 1 k-point mesh.
Calculation convergence criteria for the energies and forces
were set to 10~° eV and 0.002 eV A%, respectively. We used the
Gaussian smearing method with a width 0.25 eV, which was
found to minimize roughness in density of states (DOS) plots
while retaining principle features. One goal of examining the
electronic structure was to identify any semiconductors
(MXenes are predominantly metallic). The PBE functional is
known to underestimate band gaps, so electronic structures
were also calculated using the HSE06 functional.”® HSE06
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Fig. 1
date which has modeled MzC,T, (n = 2) MXenes and the listed properties.
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Illustration of the MXenes modeled in this work, and the various calculated properties. This work contains the most comprehensive DFT study to
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provides a more accurate way to verify whether a MXene is a
semiconductor. Since we were primarily interested in identifying
semiconductors with the HSE06 functional, for these calcula-
tions we used a smearing width of 0.05 eV, as recommended by
the VASP developers for semiconductors. Identifying band gaps
from DOS plots can be challenging, especially since smearing in
the DOS increases overlap of electronic states and band gaps will
depend on the smearing width. Identifying band gaps is also
ambiguous from DOS plots since band edges are arbitrarily
defined in the plots. All reported band gaps are therefore taken
from the electronic eigenvalues, rather than DOS plots.

Post-processing of DOS data was performed using the VASP-
KIT package.’ Bader charge analysis was performed using code
from the Henkelman group.®® Two-dimensional elastic proper-
ties were calculated using the energy-strain method as imple-
mented in VASPKIT.***® In calculating the elastic properties,
we considered strain along the x and y axis to range from
—0.015 to 0.015 ¢ in steps of 0.005 ¢. We also calculated MXene
d-band centers as the first moment of the projected DOS for
the metal atom d-bands.?”°® Due to the small thickness of the
MXenes, we included the d-bands of all metal atoms in our
calculations, rather than considering surface metal atoms only.
Previous literature®®*" integrated the DOS from — oo to a finite
positive value in order to capture all relevant d-band orbitals.
Similarly, based on inspection of our DOS, we integrated the
d-bands from —oo to 2 eV. All structural visualizations were
carried out using VESTA.'*?

Correlation coefficients provide a simple way to investigate
relationships between MXene properties and properties of their
constituent atoms. Therefore, we calculated Pearson correla-
tion coefficients between various MXene properties and ele-
mental properties (as reported in the Mendeleev'® database).
Correlation coefficients were found using the Orange Data
Mining program.’® A more extensive investigation of these
relationships using statistical methods will be the focus of
future work.

We modeled monolayer M;C, and M;C,T, MXenes with
M = Ti, Zr, Hf, V, Nb, Ta, Cr, Mo, and W (groups 4, 5 and 6),
and T = O, S, Se, Te, F, Cl, Br, I, OH, and NH (including
chalcogens and halogens). All MXenes were modeled at full
coverage, which is expected to have higher thermodynamic
stability compared to lower coverages.>' To avoid interactions
between neighboring monolayers, our calculations included a
cell length of 22 A in the z-direction, which gave vacuum
distances of at least ~12 A for terminated surfaces. We
modeled both trigonal (ABC) and hexagonal (ABA) stacking
symmetry (shown in Fig. 2) for all the MXenes. Additionally,
there are multiple high-symmetry sites where terminal groups
may attach to the MXene surface. Previous literature identified
several possible stable termination sites,''*'>8760.78 Thege
include hollow sites above metal atoms (hM), hollow sites
above no atoms (h), hollow sites above X layer atoms (hX),
mixed sites with hM or h on one surface and hX on the other
(m), and directly on top of metal atoms (t). Fig. 2 shows side
views of the different termination sites along with stacking
configurations. In total we modeled 8 configurations for each

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 Different MXene configurations modeled in this work. Blue spheres
represent metal atoms, brown spheres represent carbon atoms, and red
spheres represent terminating atoms. MXenes were modeled with trigonal
(ABC) stacking (a)—(e) or hexagonal (ABA) stacking (f)—(j). ABC terminations
are designated as follows: hollow sites above metal atoms (hM), hollow
sites above carbon (hX), mixed termination sites with one surface hM and
one surface hX (m), and top sites (t). ABA terminations are designated as
follows: hollow sites between metal and carbon (h), hollow sites above
carbon (hX), mixed termination sites with one surface h and one surface hX
(m), and top sites (t). Top views of the structures can be found in Fig. S1 and
S2 in the SI.

terminated MXene (four termination sites and two stacking
arrangements). Side and top views of all the different config-
urations are shown in Fig. S1 and S2.

3 Results and discussion
3.1 Structural properties

3.1.1 Preferred stacking and termination sites. We first
identified the most stable structures for each MXene, especially
to understand how the composition affects the preferred MXene
geometry. In Fig. 3, and in (Tables S1, S2 and Fig. S3, S4), we
report the most stable structures and relative energy values
comparing different stacking configurations and sites for each
termination. Our results showed that, while the majority of M;C,
and M;C,T, MXenes displayed an energetic preference for ABC
stacking, some MXenes were more stable with ABA stacking. In
total, 20% of the modeled MXenes were more stable with ABA
stacking, which is not trivial. A statistical summary of the most
stable configurations and terminations is found in Fig. S3.

We report energy differences between ABA and ABC stacking
configurations (AExga_asc = Eaga — Eagc) for each bare MXene
in Table S1. We found that all bare MXenes containing group 4
metals (Ti, Zr, Hf) had a strong energetic preference for ABC
stacking, with an average AEaga-apc Value of 2.72 eV. We also
found that bare MXenes with group 5 metals (V, Nb, Ta) had
an energetic preference for ABC stacking, with an average
AExga_asc value of 1.85 eV. On the other hand, bare MXenes
with group 6 metals (Cr, Mo, W) preferred ABA stacking, with
negative AEpa-apc Values for MozC, (—0.30 eV) and W;C,
(—1.13 eV). Bare CrzC, had a AEsgsapc Of 0.11 eV, which
indicated that it may be stable with either ABC or ABA stacking.
Gouveia et al.®® also found similar results for bare MXenes.

The most stable structures from the eight considered con-
figurations (see Fig. 2) are reported in Fig. 3 and Fig. S4 for each
M;C,T, MXene. We found that all terminated MXenes with

Mater. Adv,, 2025, 6, 6787-6802 | 6789
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Fig. 3 Indication of the most stable stacking and termination sites for

each MXene, as determined by calculated energies. MXenes which prefer
ABC stacking are shown in blue shades, while MXenes which prefer ABA
stacking are shown in green shades. 20% of the studied MXenes preferred
ABA stacking.

group 4 metals showed an energetic preference for ABC stacking,
regardless of termination, and also all preferred the ABC-hM
configuration. Similarly, all terminated MXenes with group 5
metals also showed an energetic preference for ABC stacking,
with the majority of MXenes preferring ABC-hM. However, several
MXenes preferred the ABC-hX configuration over ABC-hM (e.g.,
V;C,T, with -F and -OH terminations; Nb;C,T,/Ta;C,T, with -F,
-Cl, -Br, and -OH terminations; Nb;C, (NH),). In the ABC-hX
configuration, C and T atoms are in alignment for increased steric
and/or Coulombic repulsion, while such repulsion is minimized
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with the ABC-hM configuration. This is typically cited as the
reason ABC-hM is preferred over ABC-hX,'"47%1

Several MXenes involving group 6 metals were more stable
with ABA stacking. Furthermore, several MXenes with group 6
metals had a near degeneracy between ABC and ABA config-
urations (see Fig. S4) which is in contrast to the distinct
preference for ABC stacking shown by MXenes with group 4 or
5 metals. For Cr-based MXenes, ABC stacking is the dominant
configuration, but some terminations induce ABA stacking (e.g.,
O, S, NH). A shift occurs with Mo- and W-based MXenes, where
an even larger number of MXenes prefer ABA stacking. All but
the largest terminations (e.g., -Br, -I) led to ABA stacking being
preferred over ABC stacking. Gouveia et al also found that
M;C,0, MXenes with group 6 metals prefer ABA stacking, but
did not model terminations other than -0.%°

It has been shown in previous work on other layered
materials, that the electron count of the material may
be predictive of the energetically preferred structure.®®'°®1°”
Electron count is defined as the number of valence d electrons
remaining on each metal atom after charge transfer to non-
metal atoms."®” For example, Ti;C,F, has three Ti atoms (each
with four valence d electrons), two C atoms (each requiring
four electrons to fill their outer shell), and two F atoms
(each requiring one electron to fill their outer shell). The
electron count per metal atom for Ti;C,F, is then [(3)(+4) +
(2)(—4) + (2)(=1)]/3 = 0.6 ™ per M. Electron count is given for
each bare MXene in Table S1 and for each atomic terminated
MXene in Table S2.

We found that MXenes with group 6 metals had the highest
electron counts (3.33 e~ per M for bare; > 2 e~ per M for
terminated) and were the only metals which had any preference
for ABA over ABC stacking. This supports the argument by
Gouveia et al.® that higher electron density (for instance as
caused by more d electrons) leads to stronger ABA preference.
For bare MXenes, AEaps_apc Values followed this trend for the
group 6 metals: Cr > Mo > W. Correspondingly, the total
number of electrons follows this trend: Cr < Mo < W, which
further confirms the idea that more electron density may favor
ABA stacking.

For terminated MXenes, we also found a relationship
between the electron count and stacking/termination prefer-
ences. In addition to electron count, the relative sizes of atoms
in a crystal are known to be a determining factor for structural
preference in materials.'°>'°® For example, the Goldschmidt
tolerance factor and the ionic filling fraction can be used to
predict the structure of perovskites and other materials.'”® We
define Vyyr as the ratio of atomic volume of the metal atom to
atomic volume of the termination atom. Values of Vyyr are
provided in Table S2, utilizing atomic volume data from the
Mendeleev database.'®® We summarized our findings on the
preferred stacking and termination sites in Fig. 4. This shows
how the electron count and relative sizes of the metal to
termination are key to the preferred stacking and termination
site. We also indicate in this graphic the local geometry of the
termination/metal sites, as exhibited in Fig. S5. Those MXenes
with smaller electron count and/or smaller V- ratios tend to

© 2025 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5ma00874c

Open Access Article. Published on 15 August 2025. Downloaded on 3/29/2026 6:24:20 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Materials Advances

Electron count
s1e/M
M=Group4,T=All
M= Group 5, T = Chalcogens

Electron count
1.6e/M
M=Group 5, T = Halogens

Electron count
2e/M
M= Group 6, T = Chalcogens

Electron count
26e/M
M=Group6, T = Halogens

D ABC-hM
ABC-hM ABC-hM Octahedral
ey M=Ci T=FCLBr|
Viur o o = =
<0.45 M=V T=CLBr M=Cr T=Te ABC-t
M=VNb,Ta T=I Tetrahedral
ABC-hM . M<MoW T=I
Octahedral M=w 1=
M=Ti,Zr,Hf T=0,S,Se,Te
M=Ti,Zr, Hf T=F,CLBr,| ABC-hX ABA-hX ABA-h
Vo M=VNb.Ta T=0.5.5¢T | Trigonal Pri Trigonal Pri i (o]
>0.45 M=V,Nb,Ta T=F M=Cr,Mo,W T=0,S M=Mo,W T=FCl
M=NbTa  T=CLBr || M=Mo,W  T=Se
M=w T=Te

Fig. 4 A summary of our findings on the preferred stacking, preferred
termination, and preferred local geometry, as they relate to electron count
and VM/T-

prefer ABC stacking (e.g., group 4 or 5 metals; group 6 metals
with large terminations). On the other hand those MXenes with
an electron count of >2 e~ per M and large Vyyr ratios (e.g,
group 6 metals with O or S) preferred ABA stacking. Thus, we
have uncovered an important relationship for predicting the
energetically preferred configuration of MXenes.

3.1.2 Termination binding energies. We next predicted the
binding energy (Eg) of the terminations, which is the energy to
bind the terminations to bare MXenes. These values are useful for
comparing the stability of different terminations, since one can
directly compare how much energy is released (or required) to
terminate a bare MXene with a given termination. The difference
in binding energies of two different terminations provides
the energy released or required to exchange the terminations
(i.e., Eptermination1 — EB-terminationz < O implies termination 1 is
more stable on the surface compared to termination 2). For
atomic terminated MXenes, we calculated the binding energy
according to eqn (1)

_ET

g (1)

Here Ey c,1,, Em,c,, and Er, are, respectively, the energies of the
most stable terminated MXene, the bare MXene, and the gas-
phase dimer of the terminating element.*"”>"%"" The Sup-
plementary Information describes how binding energies of
-OH and -NH terminations were calculated. The calculated
binding energies are given in Fig. 5 and Table S3.

Our results showed that the most stable terminations were
either -O or -F, having average binding energies of —9.26 and
—9.32 eV, respectively. Other terminations were notably less
stable compared to -O and -F. For instance, the average
binding energy for -S (third most stable termination) was
3.15 eV less stable than -O and 3.21 eV less stable than -F.
Generally, chalcogen terminations were more stable than halo-
gen terminations (with the exception of -F), and the binding
energies within a group weakened as the termination valence
electrons occupied larger shells (i.e., moving down the periodic
table). Our results showed that metals with a higher number of
valence d electrons tended to have weaker binding energies
(6.8 Epcr,c,r avg > EBv,c,m,avg > Epmi,c,T,-avg)- We also found
that within each group, binding energies tended to become

Eg = Emyc,r, — Emyc,

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 Termination binding energies (eV) for terminated MXenes in
their most stable configurations. Green lines are chalcogen terminated,

blue lines are halogen terminated, and black lines are —NH and -OH
terminated.

more stable as the valence shell of the metal increased
(eg., Eptic,t,-avg > Epzrc,T,avg > EB-HfSCZTZ-avg)- Notably,
MXenes with molecular terminations, -NH and -OH, typically
had weaker binding energies than the atomic terminations.
Since the -F and -O terminations are so stable, terminating
MXenes with other species may require non-aqueous synthesis
methods, such as using molten inorganic salts.**>! Indeed, all
the considered terminations have been successfully incorpo-
rated into MXenes,*>>"""* albeit thus far only with a few select
metals (e.g., Ti, Nb, Ta).

3.1.3 Lattice constants. We report, in Fig. 6 and Table S4,
calculated lattice constants for bare MXenes. The lattice con-
stant values for bare MXene structures ranged from 2.87 A
(Mo;C, and W;C,) to 3.35 A (Zr;C,), with an average value of
3.08 A. We found that, with the exception of V;C,, the lattice
constants of bare MXenes decreased as the number of valence
d electrons increased across a given period (e.g., Azr,c, > anb,C,
> aMDSCz)' This trend was also found in previous studies of
M;C,,°”%% and in a study of M,XS,.”® Yang et al. attributed the
decreased lattice constant to a decrease in length of metal
bonds as the number of valence d electrons increased.”®
Notably, atomic radii decreases as the number of d electrons
increases within a period, and this trend follows the same
pattern in our lattice constants. In fact, we found a strong
correlation (+0.83) between our predicted lattice constant
for bare MXenes and the atomic radii of the metal atoms.
The same study by Yang et al.”® further noted that the lattice
constants for those MXenes with 4d transition metals are larger
than for those with 3d transition metals, due to an increase in
ionic radius. They found that the lattice constants of MXenes
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Fig. 6 Lattice constants (A) for MXenes in their most stable configura-
tions. Red circles are bare structures, green squares have terminations
from chalcogens, blue triangles have terminations from halogens, while
black diamonds are ~OH and —NH terminations. Hollow markers indicate
an ABA configuration, while solid markers indicate an ABC configuration.

with 4d transition metals were also larger than those with 5d
transition metals, which was attributed to a reduction in metal
bond lengths due to scalar-relativistic effects. We also observed
that the calculated lattice constant values for bare M;C,
MXenes were largest for structures with 4d transition metals,
as compared to the lattice constants of the 3d and 5d transition
metals in the same group (e.g., azr,c, > aur,c, > @ric,)-

The calculated lattice constant values for all configurations
of the terminated MXenes are found in Table S5. Our discus-
sion, however, is limited to the lattice constant values for the
most stable configurations of the terminated MXenes, which
are shown in Fig. 6. These lattice constant values ranged from
2.68 A (CryC,0,) to 3.55 A (Zr;C,I,), with an average lattice
constant value of 3.17 A. We expect the size of the terminated
MXenes to be influenced by both the metal and termination.
Especially when the size of both the termination and metal are
larger, it is expected to lead to larger lattice constants. Indeed,
our data showed that the lattice constant of atomic-terminated
MXenes were moderately correlated with the atomic radii of
both metal and termination atoms, with correlation coefficients
of, respectively, +0.65 and +0.56.

In most cases, chalcogen terminations resulted in smaller
lattice constants compared to the halogen terminations with
the same valence shell (e.g., am,c,s,ag < @m,c,cl,avg)- This
corresponded with our finding in Section 3.1.2 that chalcogen
terminations tended to result in stronger binding energies
compared to the halogen terminations with the same valence
shell. Other work®>®” has also reported larger lattice constants
for halogen terminations compared to their corresponding
chalcogen terminations. Additionally, we noted that the average
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lattice constant of terminated structures decreased as the
number of valence d electrons of the metal increased (e.g.,
Qzr,c,T,avg =~  ANb,C,T,avg > aMo3C2T2-an)7 which was also
found to be the case for bare MXenes. Those MXenes with
-NH and -OH terminations have lattice constants similar to
those with —-O and -F, respectively, likely due to electronic
similarities,>"6%13114

For these MXenes that show a preference for ABA stacking,
our calculated ABA lattice parameter values were 0.7-5.9%
smaller than our calculated values for the corresponding ter-
mination site with ABC stacking (see Table S5). This is in
agreement with previous studies which found that ABA stack-
ing leads to lattice parameters which are reduced by up to 8%
compared to ABC stacking.***®® This reduction was attributed
to reduced steric and/or coulombic repulsion between metal
atoms in ABA stacking compared to ABC stacking.**

3.2 Electronic properties

3.2.1 Atomic charges. Atomic charges provide insight on
electron transfer between the components of the MXenes,
including the nature of bonding between atoms, and the
oxidation state of the individual elements. We report Bader
charges of the different atoms in Tables S7-S9. Fig. S6 also
provides the charges of surface metal atoms and the termina-
tions for the most stable MXenes.

Unsurprisingly, all metals were positive (cationic) in the
MXenes, while the terminations were negative (anionic). The
charges of surface layer metal atoms in bare MXenes ranged
from 0.60 (Mo05C,) to 1.20 (Hf5C,), with an average value of 0.97.
On the other hand, surface metals for terminated MXenes
ranged from 0.94 (W5C,Te,) to 2.23 (Zr;C,0,), with an average
value of 1.56. The terminations thus induce the metals to
become more oxidized. Termination charges on the other hand
had smaller absolute values, and ranged from —1.26 (Zr;C,l,) to
—0.16 (W;C,0,), with an average value of —0.67. Average charges
of -NH (QT-MSCZ(NH)Z-Avg = —0.98) and -OH (QT-M3CZ(OH)Z—Avg =
—0.75) were comparable to, respectively, -O and -F terminations
(Qrm,c,0,avg = —1.08, Qrm,c,F,ag = —0.73). This observation
may be explained by electronic similarities between the respec-
tive atomic (-O/-F) and molecular terminations (-NH/-
OH).*H8%113:11 Oyur data showed that more stable terminations
were more anionic. We found a correlation coefficient of +0.85
between termination Bader charge and termination binding
energy for the atomic species, confirming the relationship
between charge and stability. Thus, we conclude that more
oxidation/reduction results when stronger interactions occur
between the metal and termination.

Furthermore, we found a relationship between Bader charge
values and atomic electronegativity. Our predicted decrease in
metal charges corresponded to increased electronegativity of
the metal atom. For bare MXenes, there was a correlation
coefficient of —0.90 between the Bader charges of surface metal
atoms and electronegativity of the metal species. For termi-
nated MXenes, the correlation coefficient was —0.69. Thus,
metal atoms with larger electronegativity are less likely to be
oxidized since they tend to attract electrons. In contrast, the
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termination charges became more negative with increased
electronegativity of the termination atom, since atoms with
larger electronegativity will attract more electrons and become
more negative. The correlation coefficient between termination
electronegativity and termination Bader charge was —0.60.

3.2.2 Work function. All work function values are reported
in Fig. 7 and Table S10. The work function for the bare
structures ranged from 4.11 eV (Zr;C,) to 4.92 eV (W5C,), with
an average value of 4.53 eV. This was a very narrow range
despite the variety of metals in the MXenes, indicating that it
may be difficult to tune the work function of bare MXenes. On
the other hand, terminated MXenes had a much wider range,
from 1.67 eV (CrzC,(OH),) to 7.80 eV (Cr;C,0,). Generally
halogen terminations had lower work functions than chalcogen
terminations, as the average work function for halogen termi-
nated MXenes (4.27 eV) was found to be nearly 1 eV lower than the
average work function of chalcogen terminated MXenes (5.25 eV).
Particularly, -O terminations resulted in the largest work func-
tions for all MXenes with group 5 and 6 metals (Pu,c,0,avg being
5.75 and 7.46 eV with, respectively, group 5 and 6 metals), while -S
terminations produced the largest work functions for those with
group 4 metals (Pm,c,s,avg Was 6.33 €V with group 4 metals). On
the other hand, -Te and -I terminated MXenes resulted in the
lowest average work functions (¢M302Te2_avg =4.09 eV, dm,c,1,avg =
3.61 eV) for atomic terminations.

Work functions for MXenes terminated by OH groups,
however, ranged from 1.67 eV (Cr;C,(OH),) to 3.05 eV
(W3C,(OH),), with an average value of 2.34 eV. These results
for ~OH agree with literature, where it has been well established
that -OH terminated MXenes display ultralow work
functions.*®*%%%%> The work function values of -NH terminated

—
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Fig. 7 Work functions (eV) for MXenes in their most stable configurations.
Red lines are bare MXenes, green lines are chalcogen terminated, blue
lines are halogen terminated, and black lines are OH and NH terminated.
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MXenes ranged from 2.28 eV (TazCy(NH),) to 3.31 eV
(Nb3C,(NH),), and had an average value of 2.82 eV, again being
ultralow work functions. Thus, termination selection is crucial
for engineering MXene work function while choice of metal may
be less important.

Because the work function is such a critical electronic
property, there have been a number of attempts to explain
the work functions of materials, including dependence on
various material properties,>*?33%42:65,67.681157121 = Although
these studies report connections between work function and
various properties, quantitative analysis connecting these prop-
erties to the work function is generally lacking. Thus, we
calculated the correlation coefficients between the MXene work
function and various atomic properties, as well as between the
work function and other MXene properties (see Table S11).
Atomic properties of the metal and terminating atoms were
taken from the Mendeleev database."®® MXene properties (e.g.,
termination binding energy, M-T bond distances, Bader
charges, p-band center) were from our calculations, and are
reported in various tables in the SI.

The highest correlations occurred with termination atomic
volume (—0.74), termination p-band center (+0.70), termination
specific heat capacity (+0.67), M-T bond distance (—0.66),
termination Mendeleev number (—0.65), termination atomic
number (—0.64), termination atomic weight (—0.63), termina-
tion double covalent radius (—0.63), termination period num-
ber (—0.63), and termination triple covalent radius (—0.61).
These correlations indicate that the termination, rather than
the metal, is key to the MXene work functions. It is worth
noting that a number of these properties, namely atomic
volume, specific heat capacity, M-T bond distance, atomic
weight, period number, and covalent radii, are all interrelated.
In particular, we found that each of these properties were
highly correlated with the atomic number of the corresponding
termination atom (correlation coefficients being >0.78|).

3.2.3 Conducting nature. We calculated the density of
states and band gaps to establish the conducting nature of the
MXenes (e.g., semiconducting or metallic). The PBE functional is
widely utilized for many calculations, but is well known to
underestimate band gaps,'**** so we also calculated the DOS
and band gap values using the HSE06 functional. We must
acknowledge that the HSE06 functional may not be accurate
for describing properties of metals*>>™*?” and, in some cases, has
been found to overestimate the band gap.'*>'**?7712°

Our results for MXene electronic structure using the PBE
functional indicated that all 99 M;C,/M;C,T, MXenes were
metallic. DOS plots calculated using the PBE functional can be
found in Fig. S11-S19. When using the HSE06 functional, however,
we predicted 21 MXenes to be narrow-gap semiconductors. Band
gap values (calculated with HSE06) are given in Table 1, and the
corresponding DOS plots are given in Fig. S8-5S10. In accordance
with the definition of semiconductors presented by Sheng S. Li,"*
we considered only those with E, > 0.1 eV to be semiconducting.
These MXenes included three Ti-based MXenes, Cr;C,,
Zr3C,(NH),, six Nb-based MXenes, Mo;C,, two Hf-based MXenes,
three Ta-based MXenes, and four W-based MXenes. Every
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Table 1 Band gap values (Eg) for MXenes which were identified as
semiconductors using the HSEO6 functional. Band gap values are given
in units of eV. Corresponding DOS plots for each semiconducting MXene
are given in Fig. S8-S10

MXene Eg MXene Ey
TizC,0, 0.14 Mo;C, 0.23
Ti;C,l, 0.15 Hf;C,0, 0.18
TizCy(NH), 0.15 Hf3;C,(NH), 0.30
Cr;C, 0.48 Tas;C,Se, 0.24
Zr;Cy(NH), 0.26 TazC,Cl, 0.54
Nb;C,S, 0.24 TazC,Br, 0.47
Nb;C,Se, 0.18 W;C, 0.20
Nb;C,F, 0.65 W;C,0, 0.32
Nb;C,Cl, 0.51 W;C,S, 0.19
Nb;C,Br, 0.47 W,C,(NH), 0.25
Nb;C,(OH), 0.12

termination, except Te, when combined with the right metal,
formed a semiconductor MXene. The band gap values for these
structures ranged from 0.12 eV (NbzC,(OH),) to 0.65 eV (NbzC,F,).
Literature has largely focused on predicting band gaps for M,CT,
MXenes,**»131713¢ Jeaving questions about M;C,T, MXenes.
Indeed, we are not aware of previous electronic structure calcula-
tions using the HSE06 functional for most MXenes we predicted
(n =2 MXenes) to be semiconducting. In the case of MXenes which
have previous electronic structure calculations using the HSE06
functional, there is disagreement throughout literature. Hf;C,0,
has been found to be a semiconductor with reported band gaps of
0.16 €V,"” (similar to our value of 0.18 eV), 0.43 eV,”® and
0.95 eV."*? We report a band gap of 0.14 eV for Ti;C,0,, while other
papers™*° found it to be metallic. Literature also predicts M,CO,
(M = Hf, Zr, Ti) MXenes to be semiconductors,** while we also
predict several O-terminated MXenes to be semiconductors.

Despite DFT predictions of semiconductors, experimental
studies identifying semiconductor MXenes are limited.'*>**>"*>
The discrepancy between theoretical predictions and experi-
mental results regarding electronic properties of MXenes has
been attributed to defects'** and mixed terminations'** which
may be introduced during synthesis. Thus, overcoming current
synthesis challenges may be the key to experimental realization
of semiconducting MXenes. Our work may further provide
direction on what compositions may be worth pursuing to create
semiconductor MXenes.

Electrical conductivity is another important property of
MXenes, especially for applications such as catalysis, spintro-
nics, batteries, LEDs, photodetectors, and others. However,
calculating electrical conductivity can be difficult since it
depends on many factors, such as charge carrier concentration
(which in turn depends on donor state concentration) and
charge mobility. Rather, we examined the DOS values at the
Fermi level, N(Eg), which has been used as a proxy for electrical
conductivity in metal MXenes."**'**'%” Larger DOS at the Ey
should in principle correspond to larger carrier concentration
since more free electrons would be available. We report, in
Fig. S7 and Table S12, N(Eg) values as calculated with the PBE
functional. We do not report N(Eg) values using the HSE06
functional, since this functional may have low accuracy for
predicting properties of metals.">>"?” The N(Ey) values
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spanned 0.49 states per eV (Hf;C,0,) to 6.08 states per eV
(CrsC,Te,). The metals Ti, Zr, and Hf had some of the lowest
values of N(Eg), indicating potentially low electrical conductiv-
ity for these MXenes. This is noteworthy, considering that
M,CO, with M = Ti, Zr, and Hf are the MXenes most frequently
predicted to be semiconducting.’’**73>°8>%18 The highest
values of N(Eg) were found to be with Cr- and V-based MXenes,
having average N(Er) values of 1.33 and 1.22 states per eV
respectively, compared to an overall average value for all
MXenes of 0.87 states per eV. This suggests that such MXenes
may have larger electrical conductivity.

The termination had an important impact on the N(Eg)
values, with strong interplay between the metal and termina-
tion. For example, we calculated a correlation coefficient
between the electron count (which depends on the metal and
termination; see Section 3.1.1) and N(Eg) values to be +0.46,
indicating at least a modest correlation between the two.
Furthermore, we found that N(E) values of terminated MXenes
were correlated more strongly (—0.64) with the atomic volume
ratio, Vyyr, than with any elemental properties of the metal or
termination atom alone. For MXenes terminated by chalco-
gens, at least for groups 4 and 6, the N(Eg) values tended to
increase with increasing atomic number of the chalcogen
termination. Particularly, -Te terminations resulted in some
of the MXenes with the highest N(Eg) values. On the other hand,
group 5 metals showed the opposite trend where N(Eg) values
tended to decrease with increasing atomic number of the
chalcogen termination. Halogen terminations gave low N(Eg)
values with group 4 metals, larger N(Eg) values with group 5
metals that tended to increase with termination atomic number,
and high N(Ey) values with group 6 metals. The -OH and -NH
terminations yielded moderate N(Eg) values with group 4 metals,
relatively high values with group 5 metals, and both low (NH)
and high (OH) N(Eg) values with group 6 metals. Interestingly, we
found that the lowest values of N(Eg) for MXenes with group 6
metals were those with the ABA-hX configuration (i.e., Cr;C,T,
with T = O, S, and NH, Mo;C,T, with T = O, S, Se, and NH, and
W;C,T, with T = O, S, Se, Te and OH). Thus, our results show
that there are strong interactions between the metal and termi-
nation that may affect the conductivity, and these interactions
are complex.

3.2.4 d-band center. The d-band center (g4) of a metal has
been established as a good descriptor for predicting adsorption
energies and surface reactivity.””*®'*° The d-band center of MXenes
has been linked to their performance as supercapacitors,"*® gas
sensors,"> and catalysts.’*>™** We report, in Fig. 8 and Table S13,
the d-band center of the MXenes in their most stable configura-
tions. The d-band centers of bare MXenes decreased (i.e., shifted
further from Eg) as the number of valence d electrons increased
(eg, earic, > &avec, > &dcrgc,) similar to what was reported
by Hammer and Nerskov."*® A similar trend is that d-band
centers become more negative with larger valence shells (e.g,
EaTic, > dzr,c, > EdHEC,)

Our calculated values of the d-band center for terminated
MXenes ranged from —3.49 eV (W;C,0,) to —0.61 eV (Ti;C,1L,).
The d-band center trends of terminated MXenes were similar to
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Fig. 8 Calculated d-band center values (eV) of MXenes in their most
stable configurations. Energies are relative to the Fermi energy (0 eV).
Results are using the PBE functional. Red lines are bare MXenes, green
lines are chalcogen terminated, blue lines are halogen terminated, and
black lines are OH and NH terminated.

the trends of bare MXenes. Regardless of termination species,
the d-band center of M;C,T, MXenes decreased as the metal
valence shell increased (e.g., ea-mi,c,r, > €dzr,c,r, > &dHf,C,T,)-
In general, the d-band center of terminated MXenes also
decreased as the number of metal valence d electrons increased
(eg., €d-7r,C,T,-Avg =~ €d-Nb,C,T,-Avg =~ €d-Mo,C,T,-Av ).

Indeed, we found a correlation of —0.78 between metal atomic
number and our calculated values of metal d-band centers for
terminated MXenes, indicating the strong dependence of the d-
band center on the metal choice. In addition to the strong effect of
the metal on d-band center, the termination also affected the d-
band center significantly. For example, Hf;C,0, had a d-band center
of —3.48 eV, while Hf;C,I, had a d-band center of —1.71 €V, a
difference of 1.77 eV. Generally chalcogen-terminated MXenes had
more negative d-band centers compared to halogen-terminated
MXenes within the same row of the periodic table. We also found
that -NH/-O and -OH/-F terminations resulted in similar values of
&q, €ach pair having electronic similarities.*>6%1*3114

3.3 Mechanical properties

Materials with desirable mechanical properties are key for
many applications, such as biomedical devices, strain sensors,
flexible electronics, microfluidic devices, and composite mate-
rials. We calculated 2D mechanical properties, including elastic
constants (C;; and Cy,), Young’s modulus (E), Poisson’s ratio
(), shear modulus (G), and bulk modulus (K). Calculated
mechanical properties are reported in Table S15. All MXenes
were found to be mechanically stable according to the elastic
stability criteria (C1; > 0 and Cy; > |Cp,]).%%"°
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Young’s modulus functions as a measure of material limita-
tions, influencing the operating conditions which will result in
deformation, as well as typifying material stiffness. It should be
noted that we found the elastic constant C;,, shear modulus,
and bulk modulus (Table S15) to be highly correlated to Youngs
modulus (correlation coefficient >0.90). Elastic constant Cj,
and Poisson’s ratio were also correlated with each other (0.74).
We therefore focused our discussion on Youngs modulus and
Poisson’s ratio, since these two are representative mechanical
properties.

3.3.1 Young’s modulus. We show in Fig. 9 and Table S15
calculated Young’s modulus values. We found that Young’s
modulus values ranged from 93 N m™* (TizC,Te,) to 535 N m ™"
(W3C,0,), with an average value of 308 N m™"'. For a given
valence shell, we found that average Young’s modulus values
were larger for chalcogen terminated MXenes as compared to
those with the corresponding halogen terminations (e.g.,
Enm,c,0,avg > EMscze'an)' Also, MXenes with chalcogen termi-
nations typically showed greater variability in Young’s modulus
values compared to those with halogen terminations. The range
of Young’s modulus values for chalcogen-terminated MXenes
was 442 N m ™!, with a standard deviation of 113 N m™*, while
the range for halogen-terminated MXenes was 364 N m ' with a
standard deviation of 89 N m ™.

MZXenes with -O and -F terminations produced the highest
values of Youngs modulus for atomic-terminated structures,
with average values of 414 N m~' and 339 N m™ ', respectively.
In comparison, the 2D Young’s modulus for graphene is around
340 N m™".°”'*® MXenes with -NH terminations also had large
Young’s modulus values, having an average of 400 N m~ . These
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Fig. 9 Young's modulus (N m™) for MXenes in their most stable config-
urations. Red circles are bare structures, green squares have terminations
from chalcogens, blue triangles have terminations from halogens, while
black diamonds are —OH and —NH terminations. Hollow markers indicate
an ABA configuration, while solid markers indicate an ABC configuration.
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results can be explained, at least in part, by considering our
calculated Bader charges in Section 3.2.1 (Fig. S6 and Tables S7,
S8), which showed that -O and -NH terminations resulted in the
highest M-T charge transfer (i.e., large positive charges on the
metal and large negative charges on the termination). Increased
charge transfer corresponds to stronger bonds and, therefore, to
stiffer materials. This is also corroborated by the large binding
energies of -O.

We also considered the impact of the metal on MXene
stiffness. On average, Zr-based MXenes had the lowest values of
Young’s modulus (Ez; c,r,avg = 241 N m '), while W-based MXenes
had the highest values (Bw,cr,avy = 426 N m™'). Our results
showed that metals with more valence d electrons tended to have
larger Youngs modulus values (e.g., Ezecryavg < Enboriavg <
Ewmo,c,2avg)- Within a given metal group, Youngs modulus values
tended to increase as the valence shell increased (e.g, Eycryag <
ENb3C2T2-avg < ETascsz-avg)-

It is well known that Youngs modulus is affected by the
crystal structure, and MXenes are no exception. Our results
showed that ABA stacking resulted in larger Young’s modulus
values compared to ABC stacking. We found that Youngs mod-
ulus for MXenes with ABC stacking ranged from 93 N m™*
(TizC,Te,) to 404 N m™ " (TazC,Cl,), with an average value of
271 N m™ ", while the Youngs modulus for MXenes with ABA
stacking (shown with hollow markers in Fig. 9) ranged from
338 N m~ ' (Mo3C,) to 535 N m ™' (W5C,0,), with an average
value of 455 N m~". A comparison between ABC-hM and ABC-hX
indicated the ABC-hX configuration resulted in some of the
highest values of Youngs modulus. For those MXenes which
preferred the ABC-hX configuration (e.g., M3C,T, with M =V, Nb,
Ta and T = F, OH) Young’s modulus values ranged from
357 N m™ ' (NbsC,Br,) to 404 N m™ ' (Ta;C,Cl,), with an average

8 3 g S
(@221 = *4_ l Ol|F (b)[ =22 Tﬁn_ O|F
Ti|V |Cr 16 17 Ti|V [Cr 16 17
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value of 380 N m~'. Kazemi et al also reported larger Youngs
modulus values for ABC-hX configurations compared to ABC-hM.*®

3.3.2 Poisson’s ratio. Poisson’s ratio (v) is an indicator of
material flexibility. Specifically, it is a measure of the deforma-
tion perpendicular to an applied force. We found the Poisson’s
ratio values, reported in Table S15, to have a range from —0.40
(W3GC,1,) to 0.75 (TizC,Te,), with an average value of 0.26. A box
plot of the values for bare and terminated MXenes is shown in
Fig. S20. In fact, although the range of values was 1.15, the
standard deviation was only 0.15, indicating most values were
close to the average of 0.26. Indeed, the 25th percentile was
0.20, while the 75th percentile was 0.29. Fig. S20 shows the
distribution of values, and indicates that, other than a few
outliers, there is very little variation in our data, regardless of
metal or termination. Some MXenes are rather unique, and are
discussed in the following paragraph.

We found eight MXenes with Poisson’s ratio values >0.5,
which is typically indicative of instability under stress.'®”**®
These included M;C,Te, with M = Ti, Zr, Hf, and Cr, and M;C,
(OH), with M = Ti, and Zr. On the other extreme, we found three
MXenes with a negative Poisson’s ratio (NPR). This occurs when a
material expands, rather than contracts, perpendicular to applied
strain (i.e., it becomes wider when stretched). This phenomena is
rare, but has been predicted for a number of 2D materials.'>*™¢*
We found NPR values for Cr;C, (—0.15), W5C,Br, (—0.02), and
W;G,I, (—0.40). These materials are therefore expected to exhibit
enhanced toughness and vibrational damping compared to a
MXene with a positive Poisson’s ratio."*>'®* Our results are
corroborated by experimental studies which reported NPR values
for some MXenes with group 6 metals."**'*° For example, Wu
et al™ reported a NPR of —0.43 for W,C and Mortazavi et al."®
reported an NPR of —0.15 for Mo,C.

3 g s g
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Fig. 10 A summary of our findings regarding the general impact of metal and termination species on the preference for ABA stacking (a), termination
binding energy (b), lattice constant (c), the magnitude of Bader charges for termination and surface layer metal atoms (d), work function (e), DOS at Fermi
energy (f), metal d-band center (g), and Young's modulus (h). Arrows point in the direction of generally increasing values. Arrows are only shown for
discernible trends, as a clear relationship was not always present (e.g., lattice constant and metal period). Poisson'’s ratio is not shown, as we found no

distinct trends in the data.
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3.4 Summarizing the composition-property relationships

Throughout this work, we calculated various structural, electronic,
and mechanical properties of M;C,/M;C,T, MXenes. Identifying
how these properties are influenced by metal choice and termina-
tion species is important for optimizing MXenes for targeted
applications. In Fig. 10, we summarize the trends in how the
various properties depend on the group and period of the metals
and terminations. For each property, arrows point in the direction
of increasing values. For example, it can be seen that termination
binding energies, lattice constants, and d-band centers all
increase by selecting a halogen termination, rather than a chalco-
gen termination. On the other hand, work function and Young’s
modulus values would tend to increase for chalcogens compared
to halogens. Similar relationships are shown for how termination
period affects different properties (e.g., termination binding
energy increases with increased period or atomic number).
Fig. 10 also shows how metal period and group affects the various
calculated properties. Our work indicates which metal and termi-
nation choices should be selected to obtain desired properties.

3.5 Notable MXenes

In addition to identifying the general relationships between
MXene properties and their composition, we also identified
some promising MXenes for various applications. For example,
when combined with -O terminations, group 6 metals resulted
in ¢ > 7 eV (dor,c,0, = 7-80 €V, dno,c,0, = 744 €V, dw.c,0, =
7.15 eV), which are considered ultra-high work functions.'®*
Ultra-high work functions may be desirable for applications
involving electron capture and storage, such as in LEDs,*®>*¢”
transistors,*®®”® and electron capture in solar cells.
Several MXenes were identified as having low work functions
(<3 eV), predominantly those terminated with NH or OH
groups. These include all the metals (except W) with -OH
terminations. These also include M =V, Cr, Mo, Ta, and W
with -NH terminations. MXenes with ultra-low values may be
ideal for facilitating charge transport in applications including
electron emission devices,"’*"7® hydrogen production,””~*"°
and thermionic energy conversion,®> %8

Furthermore, we identified several potential semiconductors,
as presented in Table 1. These MXenes may be useful in electronic,
photocatalysis, sensor, and thermoelectric applications.?>'5*'8% Ag
discussed in Section 3.2.3, several MXenes were identified as
having low conductivity (e.g., TizC,0,, Zr;C,0,, and Hf;C,0,),
while other MXenes were identified as having high conductivity
(e.g., Cr3C,Te, and Mo;C,Br,). High conductivity may be desirable
for energy storage, sensing applications, electronic devices, ther-
moelectrics, and other applications.”'®® Finally, we note that
higher d-band center values may lead to better catalytic
reactivity,"* increased capacitance in supercapacitors,’*® or
improved gas sensing ability."””" Metals with heavier halogens
(such as I and Br) tended to have the highest d-band centers,
especially when paired with Ti, V, or Cr.

Identifying MXenes with desirable mechanical properties
may also be important. High stiffness for -O terminated
MXenes, as compared to other terminations, has been widely

171-173
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3,67,68,70,78,184 11y addition to -0, we found

reported in literature.
that -NH terminated MXenes also exhibited superior stiffness
compared to other terminations, with an average Youngs
modulus value of 400 N m™*. The highest Young’s modulus
values occurred with Mo- and W-based MXenes (e.g., 535 N m ™"
for W3C,0,, 533 N m™ " for W;C, (NH),, and 505 N m™~ ' for
Mo;C,0,), which incidentally preferred ABA stacking. These
MXenes may be useful for applications where high stiffness is
desired, such as in protective coatings,'® "% biomedical
applications,"®*"%° or composite materials."’'** On the
other hand, some MXenes had low Young’s modulus values
(7100 N m™ "), such as Ti;C,Te,, Cr;C,, and MozC,Br,. Due to
our predicted combination of low Young’s modulus and high
electrical conductivity for those three MXenes, they may be of
particular interest in flexible, wearable sensors.'**™%°

We noted in Section 3.3.2 that most MXenes had Poisson’s
ratio values near 0.26. Several MXenes (M3C,Te, with M = Ti, Zr,
Hf, and Cr, and M;C, (OH), with M = Ti, and Zr) had high values
(>0.5), indicating their instability under stress. A few MXenes
(CrzC,, W;3C,Br,, W5C,1,) had negative Poisson’s ratios, which
may make them potentially suitable for use in sensors, biome-
dical devices, clothing, and other applications."®>"*”

As noted here and in Sections 3.2 and 3.3, several MXenes
with non-traditional terminations (-O, -OH, -F) have interest-
ing properties. For instance, -Te and -I terminated MXenes
have a unique combination of properties, including large lattice
constants (i.e., large surface to volume ratio), low work func-
tion, high electrical conductivity, high d-band center values,
and low Young’s modulus, which make them strong candidates
for a variety of applications. However, these terminations have
the lowest binding energies. Therefore, the continued develop-
ment of synthesis methods which overcome thermodynamics
issues, and produce MXenes with heavy terminations may be
beneficial to the field. For example, molten salt etching,*
electrochemical etching,” and chemical vapor deposition'®®
have all been shown to provide significant control over the
resulting termination species and coverage.

4 Conclusions

In this study, we modeled 99 different M;C,/M;C,T, MXenes in
order investigate the impact of chemical composition on their
structural, electronic, and mechanical properties. We consid-
ered an extended compositional space compared to most pre-
vious MXene studies. This included M = Ti, V, Cr, Zr, Nb, Mo,
Hf, Ta, and W with T = bare, O, S, Se, Te, F, Cl, Br, I, NH, and
OH. We first predicted the most stable configuration for each
MXene (i.e., stacking and termination site), which required over
700 simulations. Our calculations showed that most MXenes
had an energetic preference for ABC stacking, but some group 6
metals preferred ABA stacking (20% of the studied MXenes).
We found that stacking and termination site preference were
related to electron count and metal/termination atomic volume
ratio. The MXene lattice constants were found to be highly
dependent on the atomic configurations, and was found to be
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proportional to metal and termination atom sizes. We also
calculated termination binding energies and found that the
common -O and -F terminations were significantly more stable
than other terminations, presenting a challenge for synthesizing
MXenes with other terminations.

We determined a number other properties, including elec-
tronic and mechanical properties. Several properties strongly
depended on the metal and termination, and the trends for
such properties were established (see Fig. 10). We identified
several notable MXenes, with interesting calculated properties.
For example, MXenes terminated with -NH and -OH generally
had ultra low work functions, while M;C,0, MXenes with M =
Cr, Mo, W had ultra high work functions. We found the
termination had a much greater effect than metal choice on
the work function. Using the HSE06 functional, we classified
several MXenes as narrow-gap semiconductors (see Table 1).
Every termination could form a semiconducting MXene when
paired with the right metal, with the exception of -Te. Some
MXenes (typically halogen terminations with period 4 metals)
had higher d-band centers, which may be useful for catalysis,
energy storage, or gas sensing. Our calculations of mechanical
properties showed that -O and -NH terminations resulted in
very stiff MXenes. ABA stacking also led to stiffer MXenes,
compared to ABC stacking. Most Poisson’s ratio values were
near the average of 0.26, but three MXenes had a negative
Poisson’s ratio. To summarize, we have shown how termination
and metal choices affect various properties of MXenes. We
identified the trends of such properties, and our work provides
guidance and motivation to synthesize and study MXenes
beyond typical MXenes, e.g., beyond Ti;C,0, or Ti;C,F,.
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