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First principles study of layered transition metal
dichalcogenides for use as electrodes in Li-ion and
Mg-ion batteriesT

Conor Jason Price, ©2* Edward Allery David Baker
and Steven Paul Hepplestone

We present a first principles investigation of lithium- and magnesium-intercalation into each of the layered
transition metal dichalcogenides. Using a consistent and thorough methodology, we investigate 84 TMDC
materials (transition metals, Group XIV, and S, Se, Te chalcogens) as potential electrode materials, evaluating
their T and H phases. We show generally low volume expansions and provide direct estimates of the
theoretical capacity based on thermodynamic arguments. We find that many offer capacities in excess of
200 mA h g1 (400 mA h g™3) with Li (Mg) intercalation and show a range of voltage profiles. For both Li
and Mg, we show that the Group VIl and IX are promising electrode materials, and in particular highlight
ScS; as a promising cathode material. We also show that sulfides are generally better for electrode materials.

1 Introduction

Lithium ion batteries, as a result of their high specific energy
density and capacity, have a vital role in sustainable energy
storage, driven in recent years by the rising popularity of electric
vehicles, flexible electronics, and the ever-increasing demand
for more powerful portable devices. Beyond intercalation with
lithium, other ionic species have also been considered. Group II
elements such as magnesium and calcium in particular have
received attention as possible successors to lithium. Whilst
these elements offer twice the number of valence electrons of
lithium, and hence twice the charge available for transfer, this
larger charge leads to issues in the stability of the electrodes and
electrolytes being used." However, they have been shown to be
safer due to non-dendritic metal deposition.>

The electrodes are a crucial component of batteries, deter-
mining voltages, capacity, and cost. The anode is required to
have a low voltage with respect to the redox level of the inter-
calant species (e.g. vs. Li/Li'), with a particularly successful
material being graphite, showing lithium intercalation occur-
ring between 0.2 and 0.01 V vs. Li/Li". However, graphite suffers
from a capacity being limited to LiCs (equivalent to
372 mA h g ') and the low intercalation potential results in the
decomposition of organic electrolytes. This has led to materials
such as silicon,* lithium titanate,” and other metal oxide
materials being considered.*” Cathodes, on the other hand,
need to offer high intercalation potentials typically in excess of
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3 V.2 Following the success of LiCoO,, many transition metal-
based oxides have been investigated and have demonstrated
their own successes. NMC, NCA, and their variants,’™* several
phosphates,*>” and spinel oxides such as Mn,0, **'* have each
offered high voltages, and layered van der Waals (vdW) struc-
tures have been shown to offer lower volume expansions*® upon
intercalation as they can more readily accept intercalants.*>*

There are many transition metal chalcogenide materials
which do offer the desired layered structure, and have also been
shown to be electrochemically active and have shown good
cyclability.”*** One particularly diverse group of layered mate-
rials are the transition metal dichalcogenides (TMDCs),>*2® with
general formula MX,. The presence of a transition metal M
allows us to utilise the redox levels that have led to the successes
of the transition metal oxides, the choice of chalcogen X means
that electrolytes that are not oxygen-based (such as sulfur-based
electrolytes) may now be a more viable option, and the different
possible M-X pairings allow us to consider the wide range of
properties that have been demonstrated within the TMDC
family. Many TMDC compounds do not possess a layered
structure, exhibiting a pyrite, marcasite, or rock salt phase, and
chalcopyrite or spinel phases when intercalated with a foreign
ion.*** Fortunately, various techniques can be employed to
encourage the growth of the layered structure, such as through
careful choice of a substrate, the use of specific growth condi-
tions, or specific techniques.**?*?

Many members of the TMDC family and their intercalated
structures have already received a lot of attention, being the
subject of intense study over the last few decades.*****¢ TiS, was
identified as early as the 1970s**® for showing a lithium-
intercalation voltage of 2 V and a reversible capacity of
240 mAh g’l. However, due to the sensitivity of TiS, to moisture
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(releasing H,S gas on contact with water), the inclusion of
a dangerous, shock-sensitive electrolyte, and the use of metallic
lithium, device manufacture was found to be expensive and
complex. Nonetheless, it inspired works of magnesium inter-
calation into TiS,,**** and prompted investigations into the
Zr*'** and Hf*"** analogues. The large inter-layer spacing in VS,
has been shown to allow rapid insertion and extraction of alkali-
metal intercalants,*® and recently it was proposed* for
magnesium-based cathodes, delivering a reversible discharge
capacity of 235 mA h g, The Nb- and Ta-based materials** have
been intercalated to similar levels, but their heavier masses
result in lower theoretical capacities below 170 mA h g~*. Of
course, the ubiquitous MoS, *** is a favourite within the study
of layered materials and has been the subject of many of its own
investigations, demonstrating an intercalation voltage of 2 V
with a capacity of 167 mA h g . This material, along with some
others, can exhibit multiple TMDC phases, and has been
observed to undergo transitions between them with intercala-
tion.**** Other materials, such as CrS, ***” and ScS,,***° are not
stable without intercalants, though it is possible to synthesise
them in their intercalated forms. ScS, in particular has recently
been suggested as a promising electrode,* promising an ideal
cathode voltage of 4.5 V and a reversible capacity of
183 mA h g~'. The post-transition metal sulfide SnS, has also
been the subject of many studies,”*”® however it has been
shown to readily undergo conversion to Li,S and elemental tin.

For several of these materials, the intercalation capacity is
dictated by the formation of the Li,S (or equivalent) compound,
a conversion product which can result in the irreversible loss or
amorphisaton of the layered TMDC structure.”® Typically, the
breakdown of Li,MX, into Li,X occurs for 0 < a < 1, as has been
observed for MoS,*** and WS,.”" Though this conversion
reaction allows for further charging of the cell, facilitated by
subsequent reactions involving Li,S or lithium polysulfides to
elemental lithium and sulfur, the metal species of the host
material is inert.*>”*

Recent works have looked at improving many of the prop-
erties offered by these materials, with the aim of extending
device operation, increasing the intercalant capacities, and
improving operating voltages. Dimension reduction”7*
provides greater surface area and thus a higher surface reac-
tivity, allowing for faster ionic and electronic transport. To
a similar effect, morphology control**”>’® and composite
formation,*®”7-# particularly through the inclusion of graphitic
carbon or other layered materials, has been used to improve
electrical and ionic conductivity, provide mechanical support,
and improve the resultant capacity. Coating and encapsulation
has been used to protect both the electrolyte and electrode from
mutual decomposition, stabilisation of surfaces and prevention
of reactions between the electrolyte and the electrode surface.*®
Finally, doping and functionalisation®*® can improve chemical
and thermal stability, and allow for some control of the oper-
ating voltage.®® However, to understand the improvements that
arise from each of these methods, an understanding of the
fundamental electrochemical properties of the bulk structures
is first needed. Properties such as the volumetric expansion, the
intercalation voltage, and the intercalation capacity need to be
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established in a consistent manner as these are vital for
discussions of electrode materials. Further, much of this family
is yet to be investigated, meaning there are still many materials
that could offer ideal voltages or higher capacities, or alterna-
tively demonstrate other properties that could be advantageous
to a wide range of other applications.

In this article, we report on a theoretical modelling of TMDC
layers with a focus on their properties for use as electrode
materials in lithium and magnesium ion cells. We present the
material voltage profiles, and discuss how the thermodynamic
stability of these materials upon intercalation can be used as
a way to calculate the charge storage capacity from reversible
intercalation. We also examine other properties that are
important for consideration when discussing possible electrode
materials, such as the volumetric expansion that arises from
intercalation, and the resultant electronic structure which is
important for efficient electronic conduction. Further details
and discussions that go towards supporting the work presented
in this article are presented in the ESL

2 Methods

2.1 First-principles methods

In this work, first principles techniques based on density
functional theory were used to determine structural, energetic,
and electronic properties of layered MX, materials intercalated
with varying levels of either lithium or magnesium. These
calculations were performed using the Vienna A4b initio Simu-
lation Package (VASP).**> The projector augmented wave
method® was used to describe the interaction between core and
valence electrons, and a plane-wave basis set was used with an
energy cutoff of 700 eV. The valence electrons included for each
species are indicated in ESI Section I.A.f vdW interactions have
been addressed using the zero damping DFT-D3 method of
Grimme.**

This study focuses on 1T-phase TMDCs, as many of the
TMDCs exhibit the 1T-phase.****™” Not only are they known to
have superior electrical conductivities over their 2Hc-phase
counterparts,® making them better suited to electrode appli-
cation, but alternative phases often undergo a phase transition
to the T-phase under intercalation.®*'*® However, the Hc-phase
is found to be important for several TMDCs. As such, compar-
isons have been made with the 2Hc-phase for such TMDCs, as is
discussed later in the article. Though transition metal dichal-
cogenide compounds can exhibit a wide range of different
structural phases beyond the layered structures considered
here,* we focus on the T- and Hc-phases to utilise their ideal
layered structures.

For comparisons of intercalant site and of the T- and Hc-
phases, primitive cells of each of the TMDCs were used.
However, for a more thorough consideration of these materials
with finer sampling of intercalant concentrations, supercells of
(2 x 2 x 1) and (2 x 2 x 2) unit cells (corresponding to 24
atoms, eight MX, formula units, and two TMDC layers) of 2Hc-
and 1T-phase MX,, respectively, were generated and structurally
relaxed. These were then used as the bulk unit cells into which
lithium and magnesium were intercalated for evaluation of
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voltages and thermodynamic stability. Further details are pre-
sented in the ESI Section L.B.t

All structural relaxations (allowing for both ionic and unit
cell optimisation) were completed using the Perdew-Burke-
Ernzerhof (PBE)'* functional form of the generalised gradient
approximation (GGA), and converged to a force tolerance of
0.01 eV A™', while electronic self-consistency was considered to
an accuracy of 10”7 eV. Monkhorst-Pack grids'*> of k-points
equivalent to a 6 x 6 x 6 grid in the supercells are used
throughout. Due to the possibility of unpaired electrons in
d and f orbitals in transition metal compounds, we have allowed
for collinear spin-polarized calculations for all materials
considered, without specifying any initial spin configuration.
To account for the inaccurate calculation of exchange in GGA
functionals, the HSE06 hybrid functional'®*™** has also been
used for a selection of systems. For these systems, geometric
relaxations were performed on the primitive cell to the same
force and energy tolerance as used with the PBE functional,
though a coarser k-point grid was used due to the increased
computational cost of the hybrid functional.

Nudged elastic band (NEB) methods, as employed in VASP,
were used to consider transition states for intercalant diffusion
through the system'**'*” (using the PBE functional). This
method uses a series of interpolated ‘images’ along a specified
path to determine the activation energies for diffusion. For
these calculations, we formed 2 x 2 bilayers of selected TMDCs
and fixed the positions of the transition metal species with
intercalant species occupying high-coordination sites. NEB
relaxations were considered to a force tolerance of 0.01 eV per A
per atom, electronic self-consistency was considered to an
accuracy of 10”7 eV, and Monkhorst-Pack grids of 6 x 6 x 1 k-
points were used.

2.2 Methods for material evaluation

When assessing a material for its suitability as an electrode
material, there are many key properties that need to be deter-
mined. Quantities such as the volumetric expansion and elec-
tronic band gaps can be directly obtained from DFT
calculations, however there are many other properties that need
careful attention. The intercalation voltage gives a measure of
the energy associated with intercalation of a given ion, whereas
the intercalation capacity gives a limit on how much of a given
intercalant can be introduced to a host material before
secondary reactions that degrade the material occur. Here, we
outline how we approach these challenges using a first princi-
ples approach.

To compare different levels of lithium/magnesium-
intercalated MX, the voltage, V, can be calculated using,'**'*®

ELL,ZMXZ — [ELL,]MXZ + (@ — ay) Ey

= ) (1)

(az —al) X ze
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for change in Gibbs free energy, AG, total lithium/magnesium
content a, > ay, Eyr; mx, is the energy of the supercell bulk MX,
structure with a lithium/magnesium atoms per MX, formula
unit, and Ey; is the energy of a lithium/magnesium atom as
found in bulk.'® z is the valency of the intercalant, taking
a value of 1 for lithium, and 2 for magnesium. Above, the Gibbs
free energy is approximated as the internal energy, as the
pressure-volume, and vibrational entropy contributions are
known to be negligible in transition metal oxide and chalco-
genide materials. %112

In some situations, however, taking the difference between
two equivalent structures of consecutive intercalant contents
does not always give the most accurate representation of what
happens in reality. For example, lithium has been found to
cluster in some materials rather than distributing evenly
throughout.*>%"**'* In these cases, it is more accurate to
consider combinations of different lithium concentrations; for
example, it might be favourable for lithium to fill one cell to
Lio;sMX, and an adjacent cell to LigsMX,, rather than filling
a both cells to Liy;sMX,. This would be indicative of clustering or
phase separation, and so has been considered in the evaluation
of TMDC voltages. Further details of this have been given in the
ESI Section I.C.T

The stability of TMDCs with intercalation depends heavily on
how favourable the formation of secondary products is, for
example Li,X or MgX. Generally, these conversion products are
not desired for intercalation electrodes as they indicate the loss
of the layered TMDC structure, and limits the reversibility of cell
charging. By assessing the relative stability of these conversion
products against the intercalated phases, one can construct
phase diagrams indicating the viability of the intercalated
structure at different intercalant concentrations.'®> We can then
determine the maximum intercalant capacity that can be
reached, and hence the reversible charge capacity, a key metric
for assessing the viability of electrode materials. For lithium
intercalation, we express this limit as,

1 . .
By = 7= {20H(LX) — AH(LL,MXy) + Ay}, (2)

where AH(A) gives the enthalpy of formation of the compound A
with respect to the bulk constituents, and Aug is given by Aup =
us — ud, us (uh) being the chemical potential of species B in
Li,MX,, (bulk B) with B = Li, M, X. The boundary defined by eqn
(2) is a diagonal line, as indicated by line ‘1’ in the schematic
Fig. 1.

Further limits can be considered on the chemical potential,
which are expressed as

Appimx =0, (3)

which indicates that the system has not formed the elemental
bulks. Finally, we also have,

L {MH(LMX,) — AH(MX:)) = A, (4)

which indicates the boundary between regions of chemical
potential, above which the intercalated structure is preferred to

This journal is © The Royal Society of Chemistry 2023
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Fig. 1 Schematic phase diagram for lithium intercalated TMDCs,
constructed using eqn (2)—(4).

the pristine, unintercalated structure. The boundary defined by
eqn (4) is a constant, as indicated by line ‘2’ in Fig. 1. These
limits on the appropriate chemical potentials ensure stability of
the intercalated TMDC structure, Li,MX,, against decomposi-
tion into the experimentally observed Li,X ecrystals, the
elemental bulk structures, and pristine MX,, respectively. The
origins of these limits are presented in the ESI Section LD,
where we also discuss the equivalent limits for magnesium
intercalation, based on the stability of Mg,MX, and the
formation of the MgX conversion product, and present an
equivalent schematic for magnesium.

We can quantitatively compare the phase diagrams for the
different concentrations considered by evaluating the differ-
ence between the intercepts of lines ‘1’ and ‘2’ with the vertical
Ay i-axis. We define this as,

Eis = AufY(Apn = 0) — Au(Apm = 0), (5)

where Au{Y?(Auy = 0) is the value of the boundary line 1/2 at
the point where Auy = 0. Using eqn (2) and (4), this can be
written in terms of the relevant values for formation enthalpy,

: 2 1
EY = —~—AH(Li,X) + EAH(MX2) -

i S AH(Li,MX,).

da —a
(6)

Each of the enthalpy of formation values should be negative
for them to be thermodynamically stable with respect to their
atomic constituents. When the value of Ejg is negative, the first
two terms dominate, and line ‘1’ intercepts below line ‘2’ so no
stability region exists. Consequently, any intercalation is fol-
lowed by the conversion of the host material. When the value of
Ejg is positive, however, AH(Li,MX,) dominates and the inter-
calated MX, material is stable. For magnesium intercalation, we
have an equivalent expression,

2 1
ENE = 5 AH(MgX) + ~ AH(MX,)
2
- WAH(M&IM)Q) 7)
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Thus, we have a metric to describe the limit of intercalation,
and hence a direct calculation on the reversible intercalation
charge capacity.

2.3 Determination of structure

The family of TMDCs have been shown to exhibit multiple
polymorphs of the layered structure, most commonly the 1T-
phase and 2Hc-phase.”*®” T-phase TMDCs have D;,; symmetry,
and form degenerate d.,»_,» and degenerate dyy,. ., orbitals.
This leads to the non-bonding d-bands splitting into two
orbitals, with the d,; ... orbitals lower in energy than the
d,2 .2 orbitals. He-phase TMDCs have Ds;, symmetry, and form
three sets of degenerate orbitals: d, d,»_2xy and d,,, in
increasing energy order.>® As the Group number of the transi-
tion metal is changed, the number of d-electrons is increased,
and so a change in the preference of phase can be seen.®® As the
phase of the host TMDC material can have some effect on the
operating voltage, material stability, and hence the overall
energy capacity, it is important that the correct phase be
determined first.

We evaluate the energetic ordering of these phases in the
pristine bulk by taking the difference between the Hc-phase
energy (Enc) and the T-phase energy (Er). The results of this
are presented in Fig. 2 for the TMDC sulfides, where positive
values indicate a more favourable T-phase and negative values
indicate a more favourable He-phase. We find that most of the
TMDCs prefer the T-phase, with the exception of those
composed of Group V and Group VI transition metals which
prefer to exhibit the Hc-phase, agreeing with many other
works.”**® Some data has been omitted from Fig. 2 as they
structurally relax out of any Hclike phase, further details of
which, along with equivalent results for the TMDC selenides
and tellurides, are presented in the ESI Section L.E.}

Upon intercalation, charge donation from the intercalated
species increases the effective number of d-electrons on the
transition metal, and so the effective transition metal Group is
increased. This can result in a phase transition between the two
phases, as has been demonstrated by many materials, but most
notably by MoS,.*>**° With lithium intercalation, we note that
the electron count of Group VI metal sulfides has effectively
increased by one, resulting in them being ‘Group VII-like’ and
reproducing the H — T transition seen in MoS,."” When
Group V materials are intercalated with lithium the extra elec-
tron results in ‘Group VI-like’ behaviour (with the H phase being
preferred), and upon magnesium intercalation the Group IV
materials become ‘Group VI-like’. This behaviour, and the
favourability of the He-phase over the T-phase, is indicated with
the green boxes in Fig. 2. We see that the pristine Group V
materials show little difference in energy between the T- and Hc-
phases (with Ey. — Ey being close to 0 eV). When intercalated
with lithium, the Group IV materials lose their clear preference
for the T-phase and become ‘Group V-like’, as do the Group III
materials when intercalated with magnesium. This progression
of Group V behaviour is indicated with the magenta boxes in
Fig. 2. From these results we conclude that (i) the T-phase is the
preferred phase in the pristine, lithium-intercalated, and
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Fig. 2 Comparison of the T- and Hc-phase energies in the pristine bulk and intercalated forms for the sulfide TMDCs. Positive values indicate
a more favourable T-phase, whereas negative values indicate a more favourable Hc-phase. Group V-like behaviour is indicated with the magenta

boxes, and Group VI-like behaviour is indicated with the green boxes.

magnesium-intercalated forms for most of the TMDCs consid-
ered in this work, with the exception of those materials
composed of early transition metals, and (ii) the additional
electrons from lithium causes Group VI TMDCs to undergo a H
— T transition, and similarly the addition electrons from
magnesium causes Group IV TMDCs to undergo a T — H
transition. We therefore also consider the Hc-phase TMDCs
only for the Group IV, V, and VI TMDCs.

2.4 Intercalation site

Before assessing the intercalation properties of a host material,
and hence its suitability for electrode applications, it is impor-
tant to first determine the correct intercalation site within it.
The two sites often considered in investigations of intercalated
TMDCs are the octahedrally coordinated site and the tetrahe-
drally coordinated site directly above the chalcogen. Whilst the
octahedrally coordinated site has been shown to be the
preferred site for many TMDC-like structures intercalated with
lithium®***'¢"” and magnesium,**'"” for consistency, we
examine this here. First, we compare the relative energy from
intercalation into each of these sites of the primitive cell for
both lithium and magnesium intercalation, the results of which
are presented in the ESI Section L.F.} For most of the TMDCs, we
find that the tetrahedrally coordinated site (Fig. 3a) is higher in
energy than the octahedrally coordinated site (Fig. 3b) by
~0.5 eV. This is due to the octahedral site having a higher
coordination between the intercalant and chalcogen species
than the tetrahedral site. We do identify some exceptions, such
as LiYS,, LiYSe,, MgWSe,, MgAuSe,, and MgGeSe,, where the
tetrahedral site is lower in energy, though a closer investigation

12358 | J Mater. Chem. A, 2023, 1, 12354-12372

of these using larger unit cells show a transition in favourability
of the two sites: for concentrations of a in Li,MX, and Mg,MX,
greater than 0.5 the tetrahedral site is indeed energetically
preferred, but for concentrations lower than 0.5 the octahedral
is preferred. Thus, if these TMDC materials are intercalated
from MX,, the octahedral site will be occupied first, and
promote further filling of octahedral sites as more intercalants
are added.

Whilst these high-symmetry, high-coordination intercala-
tion sites are frequently considered for investigations of inter-
calation into TMDCs, we have performed nudged elastic band
(NEB) calculations between these sites on selected systems, to
confirm that there are no lower-energy sites within these
materials. The three routes investigated are (a) between two
octahedrally-coordinated sites, depicted by route A in Fig. 3¢, (b)
between one octahedrally-coordinated site and one
tetrahedrally-coordinated site, depicted by route B, and (c)
between two tetrahedrally-coordinated sites, depicted by route
C. A typical NEB diffusion barrier is shown in Fig. 3d for SnSe,
for lithium (red) and magnesium (blue) diffusion. As can be
seen from this figure, for both intercalants the octahedral and
tetrahedral coordination sites are local minima along the
diffusion routes, as was found in the discussion above from
direct intercalation into both of these sites, and there are no
intermediate sites that are lower in energy.

From the results presented here, it is clear that the preferred
site of intercalation is the octahedrally-coordinated site above
the transition metal of the host material. As such, we use this
site for the following study. For the 2 x 2 x 2 supercells used in
this work, there are eight different sites available for intercala-
tion (indexed a-h in Fig. 3e) and 23 unique intercalant

This journal is © The Royal Society of Chemistry 2023


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ta00940h

Open Access Article. Published on 18 May 2023. Downloaded on 12/9/2025 4:34:12 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

View Article Online

Journal of Materials Chemistry A

— Li Diffusion
- |
>
)
>2 |
(@]
S
(0]
(e 4
L
[
= 1
©
(0]
I -
Route A Route B Route C
L | L 1 L | L |
00 0.5 1 15 2 25

Reaction Coordinate

3

Fig. 3 Tetrahedral (a) and octahedral (b) coordination of an intercalant with sulfur in intercalated MX5. (c) Presents the intercalation routes, along
which the nudged elastic band calculation for in (d) was obtained for SnSe,. The different intercalation sites available in the supercells of T-phase

TMDCs considered in this work are presented in (e).

configurations for intercalation. Each of these configurations
were considered, and further details are presented in the ESI
Section L.B.}

Though the octahedral site is found to be lower in energy
than the tetrahedral site for both lithium and magnesium,
diffusion directly between these sites (along route A) provides
the largest activation energy. For SnSe,, this is 1.34 eV for
lithium and 2.43 eV for magnesium. The lowest diffusion
barrier is actually found along route B, where the barriers are
0.59 eV and 1.01 eV for lithium and magnesium, respectively.
This agrees with other works on TMDC intercalation,****** and
is found for other TMDCs considered in this work (see ESI
Section L.F{). As the rate of diffusion is Arrhenius-like, diffusion
of both lithium and magnesium would occur at a higher rate
along route B than along route A. The diffusion barriers for
magnesium are higher than those for lithium, a result of the
double valency resulting in a larger charge on the magnesium
ion and hence stronger interaction between the positively
charged magnesium and the negatively charged chalcogen of
the host.

This journal is © The Royal Society of Chemistry 2023

3 Results

3.1 Charge analysis

Charge transfer from the intercalant species to the host material
is the fundamental mechanism for energy storage in electrode
materials, and the distribution of charge within the material
can affect how the structure transforms during intercalation,
dictating the resultant volumetric expansion. It is therefore
important to consider both the magnitude and direction of any
charge transfer. To this end, we utilise two different approaches
for assessing charge transfer: Bader charge analysis, and eval-
uation of differences in the charge density.

Bader charge analysis***** was performed on both the
pristine TMDCs and the fully intercalated (LiMX, and MgMX,)
TMDCs, and the average charges of the M, X, Li, and Mg atoms
are all displayed in Fig. 4 for the TMDC sulfides. Firstly, we
note that the charge of the intercalant ion in an intercalated
TMDC structure maintains an almost constant value, inde-
pendent of the host material. Lithium maintains a charge of
+0.86 (£0.02)|e| across all TMDCs considered, agreeing with
Bader charges reported for the same materials with the
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Fig. 4 Bader charges for the metal, sulfur, lithium, and magnesium atoms in the bulk, LiMS,, and MgMS; structures. Blue circles correspond to
the metal atom (M) in the bulk MS; structure, red squares correspond to M atom in the intercalated structure, green diamonds correspond to the
sulfur atom (S) in the bulk MS, structure, black triangles correspond to S atom in the intercalated structure, and the orange line indicates the
charge of the intercalated species in the intercalated structure. The data for the lithium-intercalated sulfides are presented in (a), and the

magnesium-intercalated data is presented (b).

chalcopyrite structure*® and in graphite.”” For magnesium
intercalation, the magnesium ion maintains a charge of
+1.63 (“4%)|e| across the materials considered. On average, the
magnesium ions posses a charge 1.89 times greater than that
of the intercalated lithium, close to the double valency of the
magnesium ion.

Generally, the M species has a small reduction in its charge,
as indicated by the cyan line in Fig. 4. There is a larger reduction
for magnesium intercalation than there is for lithium interca-
lation, demonstrating that the reduction in the charge of the
metal arises from the intercalant. This charge transfer to the
metal species is increased as the atomic number of the chal-
cogen increases, due to the greater number of electrons already
present and hence the reduced electronegativity of the chal-
cogen. There is a greater transfer of electronic charge to the
chalcogen species compared to the charge transferred to the
metal, as indicated by the magenta line in Fig. 4. As the chal-
cogen species is both closer to the intercalant and more elec-
tronegative than the metal species, this is unsurprising. Again,
there is a greater charge transfer to the chalcogen species with
magnesium intercalation than with lithium intercalation. We
identify a gradual decrease in the absolute charge on both the
transition metal and chalcogen in the intercalated states, as the
Group of the transition metal is increased, which has also been
noted for the chalcopyrite structure.® Selenide and telluride
data show the same trends, as shown in ESI Section IL.A.}

Alongside the average values presented in Fig. 4, we have also
evaluated the charges on the individual ions with different
intercalant concentrations and configurations. These results
are presented in ESI Section II.B,f where we see almost no
change to the charges of the intercalant ions. The transition
metal and chalcogen species, on the other hand, follow
a roughly linear trend between the values shown in the pristine
bulk and fully intercalated structures, and demonstrate a wide
range (as high as 0.5|e|) of values depending on the intercalant
configuration. This spread is naturally larger for the chalcogen,

12360 | J Mater. Chem. A, 2023, 1, 12354-12372

as the ions are closest to the intercalant ions and receive most of
the donated electronic charge.

An alternative evaluation of the charge transfer can be ach-
ieved by analysing the differences in the charge density before
and after intercalation. Keeping the positions of the ions the
same as in the intercalated material, the electronic charge
densities were obtained. By comparing the charge density of the
full structure with those of the TMDC and lithium (or magne-
sium),"** i.e. Ap = primx, — [Pri T Pmx,), it is possible to comment
on the charge transfer upon intercalation. An example is shown
in Fig. 5, where we present the planar-averaged values of Ap for
ZrS, (Fig. 5a) and SnS, (Fig. 5b), which are representative of the
TMDC materials. In these, the metal species of the host TMDC
(blue, purple) is positioned at ¢ = 0.5, the host chalcogens
(vellow) are at ¢ = 0.25 and ¢ = 0.75, and the intercalant species
(green) is at ¢ = 0 with its periodic image at ¢ = 1. We can see
there is significant electron depletion from the location of
intercalant (c = 0, 1), which is to be expected as the intercalated
species donate their valence electrons to the host material.
These donated electrons are shown to be partially donated into
the Li-S and Mg-S bonding regions. These extra electrons in the
vicinity of the chalcogen species repel the electrons that are
present in the M-X bond closer to the metal of the host/reduce
the number of electrons required for donation from the metal to
the chalcogen. Hence we observe negative Ap values in the
ranges ¢ = 0.3-0.4 and ¢ = 0.6-0.7, and the positive values of Ap
on the metal site itself. This agrees with the reduction in Sn and
Zr Bader charges presented above. This is further supported
with the 3D visualisations of the charge transfer, presented in
Fig. 5c and d for lithium and magnesium intercalation into
SnS,. The isosurfaces chosen are the chosen by the ratio of
qug 167
i 086
slice through the (1 1 0) plane of the LiSnS, charge-difference
distribution, passing through the tin, sulfur, and lithium
atoms. In each of the 3D and 2D visualisations, red isosurfaces
show electron depletion and blue isosurfaces show electron

intercalant Bader charges ( ) Fig. 5e shows a 2D

This journal is © The Royal Society of Chemistry 2023
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Fig.5 The planar-average of Ap = piimx, — [pLi + pmx,] for intercalants Li (black) and Mg (red) for intercalated ZrS; (a) and SnS; (b). Positive values
correspond to regions of electron accumulation, and negative values correspond to regions of electron depletion. The corresponding structure
is overlayed on these plots. The 3D visualisation of this charge transfer in SnS, is shown in (c) and (d) for lithium (isosurface 3.0 me~ A=%) and
magnesium (isosurface 5.8 me~ A~%) intercalation, respectively. (e) Shows a 2D slice through the (1 1 0) plane of the LiSnS, charge-difference
distribution. Red isosurfaces show electron depletion and blue isosurfaces show electron accumulation.

accumulation. Finally, we note the increased charge transfer,
both with the planar-averaged charge transfer plots and the 3D
visualisation, for magnesium intercalation compared to
lithium. Due to the double valency this is to be expected, and is
in line with the results of the Bader analysis.

3.2 Volumetric expansion

For intercalation electrodes, it is important to consider the
volumetric expansion that arises from the intercalation of ions,
as significant expansion during cycling can result in degrada-
tion of the electrode material, ultimately leading to device
failure. We therefore present in Fig. 6a and b the volumetric
expansion associated with lithium and magnesium intercala-
— VO
0

for fully intercalated (LiMX, and MgMX,) volume V and volume
of the unintercalated structure V.

tion, respectively. This is calculated using % =

x 100,

We note that as the transition metal Group increases, there
is a larger volume expansion upon intercalation, with the Group
111, IV, and V metal TMDC sulfides not exceeding 15% expan-
sion with lithium intercalation. ZrS, and HfS, in particular
demonstrate expansions of less than 1%. These expansions are

This journal is © The Royal Society of Chemistry 2023

comparable to many market leaders which possess a layered
structure, including LiCoO, '***** (2-3.25%), NMC" (8.44%),
and graphite**® (13.2%). Conversely, Group IX, X, and XI metal
TMDC sulfides undergo expansions over 20%. We see the
volume expansion of all of the TMDCs remaining below 60%,
with most materials remaining below 30%. Whilst these are
larger than expansions demonstrated by other layered mate-
rials, they remain exceptionally low compared to many mate-
rials that have been considered for electrode applications, such
as tin' (300%) and silicon"*® (380%). Across the family of
TMDCs the expansion that arises from magnesium intercala-
tion is comparable to that with lithium intercalation, and
considering the ionic radii of both lithium and magnesium, this
is not surprising.

Looking at the expansion of the a- and c-lattice vectors can
not only be useful for determining the origin of the volume
expansion, but also for the pairing of materials in superlattice
structures. We present in ESI Section II.Ct the lattice constants
for each of the TMDCs without an intercalant, when interca-
lated with lithium, and when intercalated with magnesium.
With intercalation, most TMDCs show an out-of-plane lattice
expansion. For Group III-VIII, this expansion remains below

J. Mater. Chem. A, 2023, 1, 12354-12372 | 12361
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Fig. 6 Total percentage volume expansion is presented for lithium (a) and magnesium (b) intercalation, calculated using % = X 100. In

0

each of these, sulfide data is presented in black (top), selenide data is presented in red (middle), and telluride data is presented in blue (bottom).

~15%, with some TMDCs showing out-of-plane contraction
with magnesium intercalation. Later Groups,
demonstrate expansions exceeding 15%, reaching as high as
45%. This expansion is shown to be due to a lengthening of the
M-X bond, and an increase in the vertical separation between
chalcogens on opposing sides of the vdW gap. For lithium
intercalation, most of the TMDCs exhibit in-plane lattice
expansion of 5-10%, with a few of the early-transition metal
TMDCs surprisingly contracting. We notice greater expansion
of the in-plane lattice constants with magnesium intercalation,
with some TMDC tellurides exhibiting expansions close to 20%.

Unintercalated structures show a large spread in the in-plane
lattice constants, but upon intercalation the spread in lattice
constants of the TMDCs is reduced. To highlight this, the
TMDC with the largest lattice constant of the pristine T-phase
sulfides is shown to be YS, with a = 4.07 A and the smallest
lattice constant is CrS, with a = 3.04 A, giving a range of 1.03 A.
However, upon intercalation to LiMS, the largest lattice
constant is PbS, with @ = 3.84 A and the smallest is WS, with a =
3.24 A. This gives a smaller range of 0.60 A. Similarly, upon
intercalation with magnesium to MgMS, the largest lattice
constant is PbS, with @ = 3.86 A and the smallest is WS, with a =
3.27 A, giving a range of 0.61 A. Clearly, the largest lattice
constant is reduced and the smallest lattice constant is
increased. This is likely due to the intercalated ions straining
the TMDCs such that the nearest-neighbour distance of the
intercalated species is close to the nearest-neighbour distance
in the bulk form of the intercalant.

Along with the changes in lattice vectors and volume of these
materials, there are also small changes to the atomic structure
of the host material. Upon intercalation, we typically see an
increase in the in-plane metal-metal distance, following the
increase of the in-plane lattice constants, and a smaller increase
in the metal-chalcogen bond length. These increases are more
significant for the magnesium intercalant than they are for
lithium. We also note a vertical stretching/contraction of the
TMDC sheets: this is identified by both an increase/decrease in
the vertical separation between the transition metal and nearest
six chalcogen ions, and by an increase/decrease in the vertical

however,

12362 | J Mater. Chem. A, 2023, N, 12354-12372

separation between intralayer chalcogen ions on opposing basal
planes of a TMDC layer. The bond length between the magne-
sium and the chalcogen species is found to be longer than the
bond length between lithium and the chalcogen species.
Further details of ionic geometry is given in ESI Section ILD.}

3.3 Energetics

3.3.1 Voltages. One of the fundamental properties used to
evaluate a particular material for its application as an electrode
is the voltage. This gives the energy associated with intercala-
tion with a given intercalant ion, allows for easy comparison of
different materials, and determines whether a material is best
suited for a cathode (high voltage) or an anode (low voltage).
Using eqn (1) the intercalation potential vs. Li/Li* can be ob-
tained for a range of intercalant concentrations. In Fig. 7a we
present the supercell average voltages for the TMDC sulfides
with lithium intercalation. The average voltage is obtained by
taking the average across the intercalation range, equivalent to
Eg — (Eo + 8Ey;)

8

the voltage can change, and does in many of these materials. To
highlight the variation, we have also indicated the average
potential for the first half of the intercalation range (0 < a < 0.5)
and the average potential for the second half (0.5 < a < 1).
Equivalent data for the selenide and telluride materials are
presented in ESI Section ILE.f Comparing these values, we see
a clear reduction in the average voltage as the atomic number of
the chalcogen species is increased. In general, most of the
sulfide (selenide|telluride) values lie in the 2-2.5 V (1.5-2 V|1-
1.5 V) range.

Anode materials should have well-defined voltage plateaus
lower than 2 V vs. Li/Li", ideally in the range 0.5-1.5 V.*** Based
solely on this, telluride materials appear best suited with most
voltages being around 1.5 V. We highlight this with VTe, and
WTe, in Fig. 7b, which have average voltages of 1.46 V and
1.56 V, respectively. However, the voltage profiles of these
materials vary significantly across the concentration range.
Other telluride materials offer the low voltages ideal for anodes
but with a more plateau-like voltage profile, such as those

Vav = . As the intercalant concentration varies

This journal is © The Royal Society of Chemistry 2023
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Intercalation voltages for TMDC materials intercalated with lithium and magnesium. The average lithium and magnesium intercalation

voltages for the TMDC sulfides are given in (a), and (c), respectively. The average voltage obtained from intercalation between MX, and LiMX; is
presented as red crosses, the average voltage obtained from intercalation between MX; and LigsMX; is presented as black upward-pointing
triangles, and the average voltage obtained from intercalation between Lip sMX; and LiMX; is presented as black downward-pointing triangles. (b)
and (d) give specific examples of the variation of intercalation potential with lithium and magnesium content, respectively.

composed of the Group IV, X, and XIV metals, each varying by
less than 0.5 V. Unfortunately, the atomic mass of tellurium is
much larger than sulfur and selenium, the other chalcogen
species used in TMDC materials, which would significantly
increase the mass of an electrode host-material, and thus
reduce the gravimetric capacity. Though there are fewer sulfide
and selenide materials that have ideal voltage profiles for
anodes, there are still many (such as HfS,, PtS,, NbSe,, and
TaSe, as shown in Fig. 7b) which also have relatively flat volt-
ages below 2 V. Conversely, cathode materials should possess
much higher voltages, with current cathodes offering voltages
above 3 V.'*> We demonstrate this in Fig. 7b with scandium and
yttrium sulfide and selenide materials, which are seen to have
voltages exceeding 3 V (in the case of the selenides) and 3.5 V (in
the case of the sulfides). The promise of ScS, has recently been
presented elsewhere.®

In a similar manner we consider magnesium intercalation,
with eqn (1) allowing us to obtain the average magnesium
intercalation potentials vs. Mg/Mg>". We present the results for
the TMDC sulfides in Fig. 7c, with selenide and telluride data
being presented in ESI Section IL.E.T Due to the double valency
of magnesium, one can expect different intercalation behav-
iours to manifest in the profiles of the TMDCs, corresponding to

This journal is © The Royal Society of Chemistry 2023

different changes to the oxidation state of the host material. At
a concentration of a = 0.5, the two electrons from each of the
magnesium ions are donated to the host material, with one
electron effectively being donated to each MX, unit. Past a =
0.5, further electron donation results in another change to the
oxidation states of the MX, unit. We therefore show in Fig. 7 the
average voltages for the first stage (0 < a < 0.5) and second stage
(0.5 < a < 1) of intercalation with upward-pointing and
downward-point triangles, respectively. This helps highlight the
voltage variation a given material possesses.

As was observed for lithium intercalation, we note the
reduction in intercalation potential with increased atomic
number of the chalcogen species, and highlight it in Fig. 7d
with the TiX, materials: TiS, has an average voltage of 0.86 V,
TiSe, a voltage of 0.61 V, and TiTe, a voltage of 0.37 V. For most
of the TMDCs, there is a significant drop in the magnesium
intercalation potential for the second half of the intercalation
range. This is dramatically shown with WS,, where the initial
intercalation potential is 1.99 V and the final intercalation
potential is —1.24 V, demonstrating a drop of over 3 V. This drop
results in many of the TMDC materials presenting negative
voltages (see ESI Section IL.ET). As this does not always occur at
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a = 0.5, we have also included in the ESIf the average voltage
calculated over the range that the voltage remains positive.
We observe that TMDCs composed of early-transition metals
have a greater range in the magnesium intercalation voltage
than the late-transition metals/post-transition metals. There are
some of the materials which show very little change to the
intercalation potential, with NiS,, GeS, and SnS, each varying by
0 V. These are presented in Fig. 7d. This constant voltage is due
to the fact that, for each of the concentrations, it is energetically
preferred for the magnesium to separate into regions with no
magnesium (with an energy of E;) and regions that are fully
intercalated (with and energy of Eg). For example, the lowest

. 7 1
energy for Mg, ,gSnS, is given by E; = §E0 + gEg, and the lowest

6 2
energy for Mg,,sSnS, is given by E, = gEo + §E8. As the differ-

ence between consecutive concentrations is a constant

1 1 .
AE = §E8 — gEo, the voltage is also constant across the range.

Further discussion of such clustering or phase separation is
presented in ESI Section IL.F.t

For magnesium intercalation, none of the TMDCs achieve
voltages greater than 3 V, and so do not offer much promise as
cathode materials. However, many of them have voltages below
1.5V, indicating their potential as anode materials. Further, we
can highlight those materials with little difference between the
two stages of their intercalation to ensure we have a well-defined
voltage plateau.’® However, we do not need to rule out those
materials with a large difference between the two stages. Due to
the double valency of magnesium, the total charge transferred
from the magnesium in either the range 0 <a<0.50r0.5<a<1,
and hence the total energy stored, is comparable to the charge
transferred across the full 0 < a < 1 range using lithium inter-
calation. As such, in situations where the there is a large
difference between the two charging stages, we can utilise just
part of the intercalation range. For example, TMDCs composed
of the Group 111, IV, and V metals show voltages below 0.5 V in
the range 0.5 < a < 1, which is ideal for anodes.

The results presented here find good agreement with many
experimental works. In particular, we see good agreement
between the 2-2.5 V intercalation voltage identified for
LiTiS,,***7** and the 1.6-1.9 V intercalation voltage of LiZrS,.*>**
The intercalation voltage of T-MoS, has been identified in the
range 1.9-2.5 V which agrees with the results we have pre-
sented,**** and we reproduce the 1.8 V intercalation potential
seen for intercalation of SnS,.***” Of course, many transition
metal dichalcogenide compounds do not exhibit the layered
structure that has been considered in this work,> most
commonly the pyrite structure as for FeS,,"** MnS,, and CoS,.
Comparison with experiment with such materials is therefore
not appropriate.

Whilst we have shown good agreement with experiment,
validating our choice of functional, previous studies have
shown that the choice of functional can lead to differences in
predictions for properties important to electrode mate-
rials.***** To account for the inaccurate calculation of exchange
in GGA functionals such as PBE, and to evaluate the differences
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that can arise from choice of functional, the HSE06 hybrid
functional'®'* has used for a selection of systems (see ESI
Section II.Gt). With the use of the HSE06 hybrid functional,
some materials, such as ZrS,, HfS,, and GeSe,, exhibit very little
change to the voltage compared to the equivalent system using
the PBE functional. Conversely, some materials show signifi-
cant increases. For example, the LiTiS, voltage was increased by
0.17 V, the LiMoS, voltage was increased by 0.25 V, and the
LilrS, voltage was increased by 0.58 V compared to the PBE
functional. This increase in intercalation voltage with use of
a hybrid functional (as well as with using GGA + U corrections)
has been shown for a range of transition metal oxides
commonly used as electrode materials.”***** We also note, in
general, a larger effect on the voltage, as shown with the MoX,
series of TMDCs, with the telluride have a larger increase (1.03
V) than the selenide (0.46 V), which has a larger increase than
the sulfide (0.25 V). As we have achieved good agreement with
experiment using the PBE functional, however, we have not
performed an exhaustive study using the HSE06 alternative.

3.3.2 Thermodynamic stability. Using eqn (2)-(4), we are
able to construct thermodynamic phase diagrams to evaluate
the thermodynamic stability of the intercalated structures
against conversion, which would result in the loss of the layered
structure. By determining the intercalant concentration that
leads to the loss of the window of stability on the phase
diagram, we can obtain the limit on the reversible intercalation
charge capacity, an important property for any electrode mate-
rial. Fig. 8 presents the values of E; (given by eqn (6) and (7)) for
both lithium and magnesium intercalation of the TMDCs, for
a range of intercalation concentrations. Positive values of Ejg
indicate an intercalated TMDC structure is stable against
conversion, and from the range of concentrations over which Erg
remains positive, we have determined the specific charge
capacity of each material. These values (in mA h g ') have been
included in Fig. 8. Specific values for all of the data shown here,
along with values of Ejs evaluated using the HSE06 functional,
are presented in ESI Section IL.H.}

Fig. 8a presents the values of Eig for lithium intercalation of
the sulfides, with specific examples being highlighted in Fig. 8b.
Equivalent figures are presented in ESI Section IL.Hf for the
selenide and telluride materials. In general, we see a reduction
in the stability of the TMDCs as the concentration of lithium is
increased. The size of this effect varies across the periodic table,
with the TMDCs composed of the central Group VI, VII, and VIII
metals showing the largest variation. This is highlighted with
WS, in Fig. 8b, where Ejs drops from 2.42 eV at a concentration
of Lig125WS,, to 2.23 eV at a concentration of Liy,5WS,, to
1.57 eV at a concentration of Liys;WS,, finally to 0.74 eV at
a concentration of LiWS,. However, those TMDCs composed of
metals from Groups IV, V, IX, and X having a relatively constant
values of Eis. For example, as shown in Fig. 8b, TiS, demon-
strates a constant E;g = 1.51 €V at both LiTiS, and Lij 1,5TiS,,
HfS, has a minor decrease from 1.02 eV (LiHfS,) to 1.01 eV
(Lip.125HfS,), and for NiS, it retains the same value of Eg =
0.23 eV. Whilst most TMDCs are shown to destabilise with
increased lithium content, we do highlight in Fig. 8b some

This journal is © The Royal Society of Chemistry 2023
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Fig. 8 Eis values for each of the TMDC sulfides intercalated with different concentrations of lithium (a) and magnesium (c). The resultant
gravimetric charge capacities in mA h g~* (as determined from the range over which Es is positive) are also presented at the bottom of each of (b)
and (d) give specific examples of the variation of Ejs with lithium and magnesium content, respectively.

examples that prove exceptions, such as ScS,, ZrS,, and NbS,,
whose values of Eig increase with lithium content.

With increasing atomic number of the chalcogen species,
there is a gradual reduction in the stability (indicated by
areduction in Eyg). This is shown best with the Group XI TMDCs
(CuX,, AgX,, and AuX,), where the sulfides are stable across the
concentration range investigated, the selenides become
unstable when the lithium concentration exceeds a = 0.5, but
none of the tellurides are for any of the intercalant concentra-
tions. The data for the CuX, materials is presented in Fig. 8b to
highlight this. This can be explained with the reduced electro-
negativity for larger atomic numbers, as the greater number of
electrons already present at the chalcogen site lowers the
favourability of additional electrons being donated. There is no
easily-identifiable trend seen for changing the transition metal
species, however, with some Groups showing an increase in Erg
as the atomic number of the transition metal is increased (e.g.
Groups III and VIII) and some showing a decrease (e.g. Groups
IV and X).

An alternative but equivalent way to assess the stability of
a TMDC material against conversion is to consider the two
contributions to the material stability: the formation energy of
the pristine TMDC material and the binding energy of the
intercalant with the host material.*** The formation energy of
a TMDC gives an indication of the strength of the M-X bond
and hence its ability to resist conversion, whereas the inter-
calant binding energy implies the strength of the interaction

This journal is © The Royal Society of Chemistry 2023

between the intercalant and the host TMDC in Li,MX, or
Mg,MX,. To resist the conversion reaction, therefore, a TMDC
should possess a large formation energy, a large intercalant
binding energy, or ideally both. Further discussion of this is left
to ESI Section ILI,T but it is clear to see that materials that are
unstable against intercalation (such as PdS,, SnS,, or CuTe,) are
those with low TMDC formation energy and low lithium
binding energy.

Overall, the Group III (Sc, Y), IV (Ti, Zr, Hf), V (V, Nb, Ta), and
VI (Cr, Mo, W) materials offer the greatest stability, which is
unsurprising given that these materials have been investigated
the most thoroughly over the past 50 years. However, we also
highlight the Group VIII (Fe, Ru, Os) and IX (Co, Rh, Ir) sulfides
as potential lithium-intercalation materials as they show
stability over the intercalation range considered here.

Comparing our results here with experimental studies we
find good agreement, particularly for the Group IV TMDCs. For
each of the Group IV dichalcogenides, we find a positive value of
Eis, indicating their stability against conversion. Experimen-
tally, TiS, has been shown to be stable over a range of lithium
concentrations up to a = 1 in Li, TiS,, as have the ZrX, and HfX,
materials.**® SnS, is shown here to have a negative Ejg, indi-
cating it is not stable to intercalation and hence susceptible to
conversion. This agrees with experimental works®>-** where SnS,
is observed to readily undergo conversion reactions to Li,S or an
alloy of Sn and Li. We are also able to show the He-MoS, — T-
MoS, transition arising from lithium intercalation: the phase
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diagram for He-MoS, has no window of stability, and so would
be likely to undergo conversion, whereas the T-phase shows
a sizeable Ejg (see ESI Section ILJT).

For magnesium intercalation we see similar results, as
shown in Fig. 8c for the sulfides, with specific examples are
presented in Fig. 8d. The selenide and telluride results are also
presented in ESI Section IL.H.T We typically see a reduction in
the stability with increased magnesium concentration. Again,
we highlight this with WS,, where Ejg drops from 1.99 eV at
a concentration of Mgy 1,5WS,, to 1.06 €V at a concentration of
Mg, 25WS,, to 0.60 eV at a concentration of Mg, sWS,, finally to
—3.17 eV at a concentration of MgWS,. We note this large
reduction in E;g between intercalation concentrations of a = 0.5
and a = 1, which is greater than what was demonstrated for
lithium intercalation. This is also seen for other materials,
including VS,, NbS,, and MoS,, as shown in Fig. 8d. We attri-
bute this large reduction to the second donated electron from
the magnesium: the electrons donated in the range 0 =< a < 0.5
with magnesium intercalation stimulate the same transition in
oxidation state as that of the electrons donated in the range 0 =
a = 1 with lithium intercalation. Any further charge donation
triggers different changes in oxidation state, as more than one
electron is then being donated to each of the MX, units.
However, despite this larger drop for greater magnesium
concentrations, many of the TMDC:s still possess positive values
of Eys, including TMDCs containing Group III, IV, or V metals.
As with lithium intercalation, we note a gradual reduction in
stability of the TMDCs as the atomic number of the chalcogen
species is increased, and demonstrate this with both the ZrX,
and CuX, TMDCs in Fig. 8d. Despite these causes for stability
reduction, however, there still remain several TMDCs that are
predicted to be resilient with magnesium intercalation: the
Group III (Sc, Y), IV (Ti, Zr, Hf), and V (V, Nb, Ta) sulfides again
offer the greatest stability to intercalation. Though many of the
other materials show a susceptibility to conversion with inter-
calation, the Group VIII (Fe, Ru, Os) and IX (Co, Rh, Ir) sulfides
offer stability over a significant intercalant concentration range
(0 < a < 0.5), which corresponds to significant charge transfer
when noting the double valency of magnesium.

Whilst some works have achieved intercalant contents
greater than a = 1, such as with Li,VSe,," Li;TiS,,"** and
Liz 4sNbSe,,"” we have not investigated beyond this limit here.
However, we have shown for these cases that Ejs remains posi-
tive with lithium concentration, with values of E;g = 0.63 eV, Erg
= 1.51 eV, and E;s = 0.70 eV for LiVSe,, LiTiS,, and LiNbSe,,
respectively. These positive values, therefore, still allow for
further intercalation towards the concentrations that have been
observed experimentally.

It should also be noted that we have not considered the
effects of surface formation or how microscopic morphology
can play a role. Experimental works have shown that lithium
deposition onto the surface of these TMDC materials can lead to
conversion even for TMDCs that are stable to intercalation,®>*3®
and first principles methods have been used to confirm that the
formation of a surface can reduce the size of the stability
window,"** therefore reducing Ejs and making these materials
more susceptible to conversion reactions.
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The values of E;s presented here are only for the geometri-
cally relaxed structure where the intercalant occupies the
lowest-energy intercalation site. Of course, during the cycling of
the electrode an intercalant is expected to occupy not only
higher-energy intercalation sites, but also intermediate points
(e.g. along routes A, B and C in Fig. 3c). As such, the host
material will undergo local distortions that will increase its
energetic state, and hence reduce the corresponding stability
indicated by E;s. However, accurate mapping of the energy space
for intercalant diffusion remains a challenge due to current
limits on cell sizes. Further, obtaining a sufficient number of
interpolated NEB images at different intercalant concentrations
for each of the TMDCs would be computationally demanding.
As such, we use the difference in energy between the intercalant
occupying the octahedral and tetrahedral sites rather than the
activation barrier height. We rationalise this further by
considering the coordination between the intercalant and
chalcogen species which is reduced for intermediate positions
and so limits the available ions for conversion to the appro-
priate Li,X or MgX compound. Finally, the time scales associ-
ated with an intercalant ion being in an intermediate position
are significantly shorter than the time scales associated with
occupation of an octahedral or a tetrahedral site.

The difference in energy between lithium in the octahedral
and tetrahedral sites is approximately 0.4 eV across each of the
TMDCs, whereas it is typically slightly higher at 0.6 eV for
magnesium (see ESI Section LFt). Whilst there are examples of
both higher and lower energies, we can use these typical values
as a further limit on Ejs. For lithium intercalation, only a few of
the sulfides are affected by this new limit, with the fully inter-
calated ReS, becoming susceptible to conversion, along with
the Group X, XI, and XIV materials. However, there is a more
dramatic consequence for magnesium intercalation due to the
second donated electron. Almost all of the TMDC sulfides
demonstrate a reduction in their capacity, arising from the
higher magnesium concentrations being falling within the new
limit on Ejg, indicated by the shaded region in Fig. 8c.

3.3.3 Discussion of Hc-phase TMDCs. We present in ESI
Section II.K{ data for those TMDCs where the Hc-phase was
preferred to the T-phase at some point over the intercalation
range. This includes the point of phase crossover, the average
intercalation voltage, and the final value of Ejg in the LiMX, and
MgMX, compounds. We note some slight changes to the
intercalation voltages, with the Hec-phase voltages being higher
that the T-phase for Group IV TMDCs, and lower in the Hc-
phase than the T-phase for the Group VI TMDCs. There is
a mix for the Group V TMDCs. More significantly, we note some
large differences in the stability characterised through Eig,
though we see the same general trends as are observed in the T-
phase: with increased lithium intercalation, the Group IV and V
TMDCs retain a relatively constant value of Ejs, and the Group
VI TMDCs show a drop in stability for higher concentrations.
With magnesium intercalation, we again notice the drop in
stability for intercalation concentration greater than a = 0.5
attributed to the double valency of magnesium. The Group IV
materials remain stable across the range of concentrations, as
do the Group V materials for concentrations lower than a = 0.5.

This journal is © The Royal Society of Chemistry 2023
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Beyond this intercalant concentration they become unstable.
The MoX, and WX, materials show no positive values of Eis, but
as their T-phase counterparts do, this is a manifestation of the
H — T transition. For each of the TMDCs considered here, the
heavier chalcogens show reduced stability and hence a higher
susceptibility to conversion reactions.

3.4 Electronic structure

One of the attractive features of the TMDC family is the wide
range of electronic properties that have been reported.”®*"*%°
For electrodes, it is desirable for the host material to be
conductive so that the compensating electrons can more easily
conduct throughout the host material, and to remove the need
for additives such as graphitic carbon. However, upon the
addition of intercalant species it can be expected that the
electronic structure and properties are modified. As it is desir-
able for this conductive nature to endure across the range of
intercalation, we here present the changes to the electronic
structure with intercalation.

We summarise in ESI Section IL.Lt the electronic band gap of
the pristine bulk, lithium-intercalated, and magnesium-
intercalated TMDCs in the T-phase, where we find that most
of the materials considered are found to be metallic in the three
levels of intercalation. This is ideal for electrode applications
where the conduction of electrons is required. However, TMDCs
composed of Group III, VII, IX, and XIV metals undergo tran-
sitions between conducting and semiconducting/insulating
states, and so conductive additives would be necessary to
facilitate charge transfer. In fact, we identify four different cases
describing how the electronic structure can change with inter-
calation: either the TMDC (i) retains a conductive nature with
intercalation, (ii) undergoes a semiconductor-to-conductor
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transition, (iii) undergoes a conductor-to-semiconductor tran-
sition, or (iv) possesses an insulating nature before intercala-
tion and at the a = 1 intercalation level. We highlight some
examples of these in Fig. 9, where the electronic band structures
and associated density of states (DOS) are presented. We have
qualitatively aligned the high-energy occupied states of the
pristine and intercalated structures at I', allowing us to
comment on the position of the highest occupied molecular
orbital (HOMO).

For materials such as NbS,, the HOMO level lies in the
middle of a band, as shown in see Fig. 9a and d. The addition of
lithium donates electronic charge to the host, and so the HOMO
level rises accordingly. Similarly, with magnesium intercalation
the HOMO level rises but by a greater amount due to the larger
electronic charge that is donated to the host. We note some
small changes to the positions and shape of the individual
bands due to local electric fields arising from charge transfer (as
was shown in Fig. 5), which can be identified by considering the
bands positions at I". Otherwise, the general features of the
bands can easily be tracked. No new bands, which would be
associated with the intercalant species, are introduced into the
regions presented. For materials such as HfS, which undergo
a transition from a semiconducting to conducting, we see much
the same behaviour, with the addition of a larger jump in the
position of the HOMO level due to the presence of the host band
gap. Once this band gap has been overcome, however, pop-
ulation of the conduction band states can occur and a con-
ducting nature is achieved (see Fig. 9b and e). Conversely, ScS,
is an example of a material which loses its conductive nature
once fully intercalated, further discussion of this has been
presented elsewhere.® In this situation, the addition of elec-
trons fills states until the next band gap is reached. Finally, in
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Fig. 9 Electronic band structures and density of states (DOS) for pristine and intercalated TMDCs. NbS, data is presented in (a) and (d), HfS, in (b)

and (e), and GeS; in (c) and (f). MX; data is presented in black, LiMX; data
occupied states of the pristine MX, material. The energy of the highest
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in red, and MgMX; data in blue. Each has been aligned with high energy
occupied state (Eqomo) is indicated with dashed lines.
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Fig. 9c and f we highlight an example of a material which is an
insulator before intercalation, becomes conducting under
intercalation with lithium (or partial intercalation with
magnesium), but once fully intercalated with magnesium
recovers a band gap. The cause of this is the gradual downwards
shift in the position of the GeS, conduction band that is
dispersive across the energy range 1 eV to 3 eV. Once interca-
lated with lithium, this band becomes partially occupied and is
reduced in energy by ~1 eV at I'. When intercalated with
magnesium, the band is fully occupied and we see a further
energy drop of ~1 eV at I'. This ability to control both the
material conductivity and position of the HOMO level through
intercalation could be useful in a range of applications.

By decomposing the DOS into contributions from the
different ionic orbitals (see ESI Section ILLf), we find that
TMDCs composed of main-block transition metals have
conduction bands dominated by the d-orbital of the metal, with
a significantly smaller contribution from the p-orbitals of the
chalcogen. For TMDCs composed of Group XIV metals,
however, the conduction band is instead composed of metal s-
orbitals and chalcogen p-orbitals. The contributions from these
states are almost equal, with the chalcogen contributing slightly
more. This difference in the character of the conduction band is
likely the origin for the difference of its behaviour under
intercalation, (as demonstrated for GeS, in Fig. 9c and f).

Evidently, some of these materials, despite offering ideal
volume expansion, voltages, and/or thermodynamic stability,
possess a band gap that would be detrimental to the cycling of
a cell. For example, the zirconium- and hafnium-based sulfides
and selenides, whilst offering other desirable properties, have
band gaps of up to 1 eV. Using the idea of progressive filling of
bands with intercalant concentration, however, we can avoid
the problem of a band gap by ensuring a small intercalant
concentration is always present within the host, ie. not
removing any lithium beyond Li;MX, where ¢ is a small value.
This can therefore provide another limit to intercalation,
alongside thermodynamic stability or the assessment of
phonon band structures. Alternatively, dopants***'** or
conductive additives could be used to ensure that conductivity
issues are minimised. In fact, graphene has previously been
suggested as an additive in works into zirconium- and hafnium-
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based sulfides and selenides,**** and was shown to remove the
electronic band gap.

We emphasise that these electronic band structures (and the
corresponding band gaps) were obtained using the PBE func-
tional. Use of a hybrid functional would likely increase the band
gaps of those materials that are semiconducting, and also
introduce a band gap into those materials that are metallic.
Whilst the PBE functional is known to underestimate band
gaps, previous work has suggested that hybrid functionals over-
estimate the band gap for TMDC materials.'** Finally, in Fig. 9,
we have only shown materials that do no have spin-split elec-
tronic structures. Further discussion of the materials which
display magnetic moments are presented in ESI Section IL.M.}

4 Discussion

In the evaluation of any given electrode material, there are many
metrics that need to be considered to determine the promise of
that material. We find that all of the layered TMDC materials
offer volumetric expansion below 60%, with many early-
transition metal compounds (Group IHI-VI TMs) offering
expansions below 15%. Though we identify that the electronic
structure can behave differently with intercalation, most of the
materials are conductive in their pristine and intercalated
forms and thus reduce the need for conductive additives in
a functional device. For lithium intercalation, sulfide materials
offer the highest intercalation voltages, typically in the range 2-
2.5V, with the selenide and telluride materials offering lower
voltages that are better suited for anodes. It is also desired that
electrode materials offer voltage profiles that offer little spread
across the intercalant concentration, and we find that materials
composed of early transition metals and transition metals from
Groups IX, X, and XIV demonstrate little spread. For magne-
sium intercalation, there is a much more significant spread in
the voltage profiles due to the double valency of magnesium.
However, almost all of the TMDCs offer voltages that are below
~1.5 V, making them well-suited as anode materials. There are
no materials that offer high voltages (>3 V) with magnesium
intercalation. Using thermodynamic phase diagrams to assess
the resistance of the intercalated TMDCs against conversion
reactions, we find that many are stable with lithium

Table 1 Summary of desired electrode properties and the TMDC materials which offer them

Desired property

Lithium intercalation

Magnesium intercalation

Low volumetric expansion
Low gravimetric density

Thermodynamic stability
High charge capacity
Anodic voltage (<1.5 V)
Cathodic voltage (>3 V)

Constant voltage
Electrical conductivity

12368 | J. Mater. Chem. A, 2023, 1, 12354-12372

Group III-VI TMs
Period IV TMs
Sulfides

Group III-VI TMs
Sulfides and selenides
Period IV TMs
Sulfides

Tellurides

Group III TM sulfides
Group 1V, V, IX, X, XIV TMs
Group V-VIII, X, XI TMs
Tellurides

Group III-V TMs

Period IV TMs

Sulfides

Group III-V and XI TMs
Sulfides

Period 1V, Group III-V TMs
Sulfides

Group 1V, V, VIII-X TMs
Selenides and tellurides
Group 1V, X, XI, XIV TMs
Group V, VI, X, XI TMs
Tellurides

This journal is © The Royal Society of Chemistry 2023
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intercalation, though the Group X and XI TMDCs do become
susceptible to conversion with increasing lithium content.
There is a dramatic reduction in the stability of the TMDCs with
magnesium intercalation, however, with most becoming
unstable for magnesium concentrations greater than a ~ 0.5.
We note that for magnesium intercalation ScS, and PbS, both
show potential to reach a = 1. For both intercalants, there is
a gradual reduction in the stability of the TMDCs with
increasing atomic mass of the chalcogen. Due to the lower
atomic masses of TMDCs composed of early transition metals
and sulfides, they are able to offer high charge capacities.
Though there are many selenide and telluride materials can
offer performance improvements such as reduced volumetric
expansion, improved conductivity, or better-placed voltages,
these performance improvements are not sufficient to outweigh
the fact that they suffer from a lower stability and have larger
chalcogen masses which result in a lower gravimetric charge
capacity. In Table 1, we summarise these properties along with
the materials which offer desired behaviour, and conclude that
in general early transition metal sulfides provide the best
candidate for both lithium and magnesium intercalation elec-
trodes. We also highlight the Group VIII and IX sulfide mate-
rials for their relatively high voltages and positive values of Eis.

5 Conclusion

We have presented the results of an investigation of lithium-
and magnesium-intercalation into each of the layered transi-
tion metal dichalcogenides. By comparing the two polymorphs
of the layered TMDC structures, we have shown that the T-phase
is typically the preferred phase. However, phase changes can be
induced with intercalation, particularly for the Group IV, V, and
VI materials. The layered phase of the TMDCs is ideal for
intercalation due to the presence of vdW gaps, providing
natural space for intercalation with minimal need for volu-
metric expansion. All of the TMDCs present expansions lower
than 60%, with many of the early transition metal structures
expanding by less than 15%. Most of this expansion comes from
an increase in the out-of-plane lattice constant, though we also
identify minor changes to the in-plane structure.

Using thermodynamic phase diagrams, we evaluate the
stability of intercalated TMDCs to conversion reactions and
thus provide an estimate of the reversible capacity. We find that
most TMDCs are stable with lithium intercalation, though this
stability is reduced for magnesium intercalation due to the extra
charge of the intercalant. Compounds composed of heavier
chalcogens also suffer a reduction in stability due to the
reduced electronegativity of the chalcogen leading to a reduc-
tion in the M-X bonding strength. From the range over which
the materials are stable, we determine the gravimetric charge
density, and find that many of the Period IV transition metal
sulfides offer capacities in excess of 200 mA h g~ ' with lithium
intercalation, and over 400 mA h g with magnesium interca-
lation. These materials have shown a range of voltage profiles as
well. For lithium intercalation, sulfide materials offer the
largest voltages (in the range of 2-2.5 V), with a gradual decrease
as the mass of the chalcogen is increased, though many of these

This journal is © The Royal Society of Chemistry 2023
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values are lower than voltages typically required for successful
cathodes, and higher than those typically required for
successful anodes. There is further reduction in the voltage for
intercalation with magnesium, with most materials offering
voltages lower than ~1.5 V, and a significant spread across the
range of magnesium concentration.

We find that most of the TMDCs retain a conductive nature
across the range of intercalant concentrations considered,
though some materials do become insulating at concentrations
of a = 1 in Li,MX, or Mg,MX,. Many key features of the band
structure can be easily tracked with the inclusion of inter-
calants, and there is a gradual shift upwards of the HOMO level
due to the charge that is donated to the host material. The
Group XIV materials do deviate from this behaviour slightly, but
we can attribute this to the difference in character of the
conduction band compared to main-block TMDCs.

In general, we find that the TMDC sulfides are the best for
lithium intercalation, and we highlight the Group IV, V, and VI
in particular for their low volumetric expansion, moderate
intercalation voltages, and high stability against conversion
reactions. We also highlight ScS, and YS, as promising cathode
materials, which offer high voltages close to 4 V, and high
intercalation stability allowing for theoretical capacities of
243.99 mA h ¢ " and 173.91 mA h g™, respectively. Finally, we
suggest that the Group VIII and IX materials are also worthy of
further investigation. For magnesium intercalation, we again
show that the early transition metals offer the best performance
as anodes, but also show that many other materials show ideal
voltages and sufficient thermodynamic stability over a signifi-
cant concentration range. The comprehensive and consistent
study here shows both the promise of the TMDCs as electrodes
and provides a repository of data for future studies of these
materials.
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