{: SCISPACE

formerly Typeset

@ Open access - Journal Article = DOI:10.1021/ACS.NANOLETT.0C00597
Anharmonicity and doping melt the charge density wave in single-layer TiSe2
— Source link (4

Jiangiang Sky Zhou, Lorenzo Monacelli, Raffaello Bianco, lon Errea ...+6 more authors

Institutions: University of Paris, Sapienza University of Rome, Spanish National Research Council,
Donostia International Physics Center ...+3 more institutions

Published on: 08 Jul 2020 - Nano Letters (American Chemical Society)

Topics: Anharmonicity, Exciton, Band gap, Charge density wave and Exchange interaction

Related papers:
« Anharmonic melting of the charge density wave in single-layer TiSe2

« Anharmonic free energies and phonon dispersions from the stochastic self-consistent harmonic approximation:
Application to platinum and palladium hydrides

« Second-order structural phase transitions, free energy curvature, and temperature-dependent anharmonic phonons in
the self-consistent harmonic approximation: Theory and stochastic implementation

« QUANTUM ESPRESSO: a modular and open-source software project for quantum simulations of materials

» Advanced capabilities for materials modelling with Quantum ESPRESSO.

Share thispaper: @ ¥ M &

View more about this paper here: https:/typeset.io/papers/anharmonicity-and-doping-melt-the-charge-density-wave-in-
17yzrdkzyb


https://typeset.io/
https://www.doi.org/10.1021/ACS.NANOLETT.0C00597
https://typeset.io/papers/anharmonicity-and-doping-melt-the-charge-density-wave-in-17yzr4kzyb
https://typeset.io/authors/jianqiang-sky-zhou-4iigr20eua
https://typeset.io/authors/lorenzo-monacelli-83vgquajfa
https://typeset.io/authors/raffaello-bianco-2n6eaqkk6z
https://typeset.io/authors/ion-errea-1mkfyplzq0
https://typeset.io/institutions/university-of-paris-3fpqqchm
https://typeset.io/institutions/sapienza-university-of-rome-1cpc8o4e
https://typeset.io/institutions/spanish-national-research-council-27f2hp8j
https://typeset.io/institutions/donostia-international-physics-center-3q9yfq6b
https://typeset.io/journals/nano-letters-rn1fhpds
https://typeset.io/topics/anharmonicity-ue1r1l7l
https://typeset.io/topics/exciton-2enq3gnk
https://typeset.io/topics/band-gap-39fhxc5n
https://typeset.io/topics/charge-density-wave-3op89pf0
https://typeset.io/topics/exchange-interaction-2ixb1e6n
https://typeset.io/papers/anharmonic-melting-of-the-charge-density-wave-in-single-1qrbhz0b68
https://typeset.io/papers/anharmonic-free-energies-and-phonon-dispersions-from-the-3m66bvu1wl
https://typeset.io/papers/second-order-structural-phase-transitions-free-energy-165og6b4a3
https://typeset.io/papers/quantum-espresso-a-modular-and-open-source-software-project-4t6vlupbeh
https://typeset.io/papers/advanced-capabilities-for-materials-modelling-with-quantum-40poaosrve
https://www.facebook.com/sharer/sharer.php?u=https://typeset.io/papers/anharmonicity-and-doping-melt-the-charge-density-wave-in-17yzr4kzyb
https://twitter.com/intent/tweet?text=Anharmonicity%20and%20doping%20melt%20the%20charge%20density%20wave%20in%20single-layer%20TiSe2&url=https://typeset.io/papers/anharmonicity-and-doping-melt-the-charge-density-wave-in-17yzr4kzyb
https://www.linkedin.com/sharing/share-offsite/?url=https://typeset.io/papers/anharmonicity-and-doping-melt-the-charge-density-wave-in-17yzr4kzyb
mailto:?subject=I%20wanted%20you%20to%20see%20this%20site&body=Check%20out%20this%20site%20https://typeset.io/papers/anharmonicity-and-doping-melt-the-charge-density-wave-in-17yzr4kzyb
https://typeset.io/papers/anharmonicity-and-doping-melt-the-charge-density-wave-in-17yzr4kzyb

1910.12709v1 [cond-mat.mtrl-sc1] 28 Oct 2019

arxiv

Anharmonic melting of the charge density wave in single-layer TiSe,

Jiangiang Sky Zhou,lv Lorenzo Monacelli,2 Raffaello Bianco,3
Ion Errea,®%° Francesco Mauri,>% and Matteo Calandralﬁ

LSorbonne Université, CNRS, Institut des Nanosciences de Paris, UMR7588, F-75252, Paris, France
2 Dipartimento di Fisica, Universita di Roma Sapienza, Piazzale Aldo Moro 5, I-00185 Roma, ITtaly
3Centro de Fisica de Materiales (CSIC-UPV/EHU), Manuel de Lardizabal
pasealekua 5, 20018 Donostia-San Sebastidn, Basque Country, Spain
1 Fisika Aplikatua 1 Saila, Gipuzkoako Ingeniaritza Eskola, University of the Basque Country
(UPV/EHU), Europa Plaza 1, 20018, Donostia-San Sebastidn, Basque Country, Spain
®Donostia International Physics Center (DIPC), Manuel de Lardizabal
pasealekua 4, 20018 Donostia-San Sebastidn, Basque Country, Spain
S Graphene Labs, Fondazione Istituto Italiano di Tecnologia, Via Morego, I-16168 Genova, Italy
(Dated: October 29, 2019)

Low dimensional systems with a vanishing band-gap and a large electron-hole interaction have
been proposed to be unstable towards exciton formation. As the exciton binding energy increases
in low dimension, conventional wisdom suggests that excitonic insulators should be more stable in
2D than in 3D. Here we study the effects of the electron-hole interaction and anharmonicity in

single-layer TiSes.

We find that, contrary to the bulk case and to the generally accepted picture,

the electron-hole exchange interaction is much smaller in 2D than in 3D and it has negligible effects
on phonon spectra. By calculating anharmonic phonon spectra within the stochastic self-consistent
harmonic approximation, we obtain Tcpwa 440K for an isolated and undoped single-layer and

Tepwa 364K for an electron-doping n = 4.6 x 10'® cm

~2 close to the experimental result of

200 — 280K on supported samples. Our work demonstrates that anharmonicity and doping melt the

charge density wave in single-layer TiSes.

The occurrence of charge ordering in bulk TiSes (see
Fig. [ and its possible interplay with electronic ex-
citations has attracted increasing interest over the last
years. Two scenarios for the occurrence of the charge
density wave (CDW) have been proposed: the first one
is purely electronic and is based on exciton condensation
ﬂ—ﬁ], while in the second the lattice plays a dominant role
via the electron-phonon interaction ﬂa—@] However, both
scenarios are incomplete, as there are currently no expla-
nations of the strong temperature dependence of phonon
spectra in the high-T [7] and low-T phases [9, [10] and
of the magnitude of Tcpw. Surprisingly, little is known
about anharmonicity and its effect on the CDW in TiSes.

From the theoretical point of view, it has been
shown that harmonic calculations in bulk TiSes including
the electron-phonon interaction within density-functional
perturbation theory (DFPT) [L1] correctly reproduce the
occurrence of a CDW with a 2 x 2 x 2 periodicity ﬂa, , ]
However, the electronic structures of the high- and low-
T phases as well as Raman and infrared spectra of the
low-T phase at T" = 0K can only be explained by includ-
ing the electron-hole exchange interaction within hybrid
functionals [§]. Density functional theory (DFT) with
semi-local kernels leads to a metallic electronic structure,
in disagreement with the angle-resolved photoemission
spectroscopy (ARPES) experiments [d, [12, [13] that show
a weakly doped semiconductor in both phases. Moreover,
they underestimate the square of the electron-phonon de-
formation potential of a factor of 3 B]

Recently, single-layer TiSes; was synthesized either by
exfoliation or molecular beam epitaxy (MBE). It displays
a 2 x 2 CDW with a Tcpw that is enhanced with re-

spect to the bulk case (TRHY ~ 200K) and is strongly
substrate dependent M single-layer TiSes on top
of insulating MoSs has Tcpw= 280K m while on top
of n-doped bilayer graphene or highly oriented pyrolytic
graphite (HOPG) ﬂﬁ | Tepw= 200 — 230K. This
strong vanablhty of Tcpw has been tentatively ascribed
to the different substrate dielectric constants in possible
relation with an excitonic insulator picture M] Indeed,
as the exciton binding energy increases in low dimen-
sion @—@, ], conventional wisdom suggests that exci-
tonic insulators should be more stable in 2D than in 3D.
However, other effects such as charge transfer from the
substrate, the non-stoichiometry due to Se vacancies or
doping could be very relevant. From theory, on the one
hand the Tcpw of TiSes monolayer has up to now only
been estimated from a variation of the electronic tem-
perature T.. At the harmonic level this assumption pre-
dicts a Tepw= 1195K within PBE and Topw~ 1920K
by including the exchange interaction via HSE06 ﬂﬂ], in
complete disagreement with the experimental data and
leading to an incorrect estimation of Tcpw of at least a
factor of 5. On the other hand, little is known about the
effects of electron-hole exchange interaction on the vibra-
tional properties of single-layer TiSes and its dependence
on doping. It has been shown that, neglecting the spin-
orbit coupling, semi-local functionals are successful in re-
producing the semiconducting state of the low-T" phase
], contrary to what happens in the bulk case.

In this work we study the anharmonic phonon spec-
tra of an isolated single-layer TiSe, within the stochas-
tic self-consistent harmonic approximation (SSCHA) [24-
@] that has been successfully applied to study the an-
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FIG. 1. (a) and (b): top and side schematic views of crystal
structure of monolayer TiSes in the high-7T" phase on a 2 x 2
cell. (c): top view of the atomic displacements of the low-T'
phase (i.e., the CDW phase) with respect to the high-7 phase.
Blue and green balls represent Ti and Se atoms, respectively.

harmonicity of other transition metal dichalcogenides
@, ] In particular, by including the exchange in-
teraction via semi-local and hybrid functionals ﬂﬁ], we
determine the CDW transition and demonstrate that its
melting is determined by the combined effect of phonon-
phonon scattering and electron doping and not by an
excitonic mechanism.

ARPES measurements show that the high-T" phase of
single-layer TiSes is a weakly n-doped semiconductor HE,
14, @] with a 0.098 eV indirect band gap between the
T (i.e., derived from Se 4p,, states) and M (i.e., derived
from Ti 3d states) points in the Brillion zone (BZ). In Fig.
(a) the calculated electronic band structures in both
PBE and HSEO06 approximations are presented. PBE
predicts a metallic state with a negative band gap of
—0.45 eV between the I' and M points in BZ, in good
agreement with previous calculations , @, ] but in
disagreement with ARPES. The HSEOQ6 yields a positive
band gap of 0.092 eV, in perfect agreement with ARPES.

The PBE and HSE06 harmonic phonon dispersion are
very similar, despite a different electronic structure, as
shown in Fig. (b). The A;, mode at the M point
is strongly unstable (imaginary phonon frequencies are
represented as negative values in all dispersion plots),
indicating formation of a 2 x 2 superstructure. The two
functionals lead to &~ 20 cm ™! (i.e., 12%) difference in the
A, imaginary phonon frequency. Other modes at higher
energy suffer of a somewhat stronger renormalization. In
order to understand if the effect of exchange on the CDW
is small, we also calculate the energy gain with respect to
the displacement of Ti atoms corresponding to the CDW
pattern %e Fig. [l) using the experimental ratio §Ti/dSe
= 3 [2d, 134], as shown in the inset of Fig. Bl (b). Again,
the two approximations yield a similar minimum indicat-
ing a similar CDW instability, which eventually confirms
the negligible effect of electron-hole exchange in the soft-
mode harmonic phonon bands. Interestingly, also the
position of the energy minimum versus 0Ti is practically
the same, indicative of an akin CDW structure. Note
that in bulk TiSeq, the energy gain for a distortion hav-
ing modulation q = I'L in HSEO06 is approximately three

2

times larger than the PBE one B] and the minimum oc-
curs at substantially larger 6Ti in HSE06 than in PBE.

This puzzling difference between bulk and single layer
can be understood by noting that in the former the strong
electron-hole interaction is between the 4p,, occupied
states at zone center and some of the empty Ti 3d states
at the L point. In the bulk, for a distortion having pe-
riodicity ¢ = TM (i.e., all the TiSes layers distort in
phase), and coupling the Brillouin zone regions around
the A point with those around the L point, the energy
gain by the distortion is reversed with respect to the case
of a distortion having modulation q = I'LL, namely the
PBE energy gain is much larger than the HSE06 one

]. Thus, in the bulk, the exchange interaction effects
depend crucially on the modulation of the distortion and
on the electronic states involved. In the single layer, the
electronic structure of the high-T" phase along I'M is very
similar to the one of the undistorted bulk along the A-
L line, with I" and M in the single layer corresponding
A and L in the bulk. For this reason, the effect of the
exchange interaction on the phonon dispersion is much
weaker for a ¢ = I'M modulation in the single layer than
for the case of a q = 'L distortion on the bulk. On top of
that, other effects contribute to the different energy gain
by the g = I'M distortion in bulk and single layer, such
as the weak but non-negligible band dispersion along k,
close to the A and L high symmetry points in the bulk
and the slightly different fillings of the Ti d-band at L
in the bulk and M in the single layer. This explains
why in single layer the effects of exchange on the charge
density wave distortion are negligible and demonstrates
how simple arguments based on isotropic coulomb inter-
actions ﬂ@, |ﬂ] do not apply easily in layered materials
with weak interlayer binding, such as TiSes.

Even if the two functionals give practically identical
energy versus displacement profiles, this is not enough
to conclude that the exchange interaction is irrelevant
for the soft mode at the anharmonic level. For this pur-
pose, we calculate the phonon dispersion including non-
perturbative anharmonic effects within the SSCHA us-
ing both HSE06 and PBE as force engines. Namely, we
evaluate the temperature dependent dynamical matrix

D=M: ;2L | M % where M is the matrix of the
R

ionic masses M, with M,y = 54, M, within the SSCHA.
The free energy curvature with respect to the vector of
the centroid positions R reads ﬂﬁ]

OF 3 BAO)® + BAOOAD)E, (1
where @ represents the SSCHA force constant,

3) 3)
®A(0)P is the so-called “static bubble term”, and

(3) 3)

®A(0)OA(0)P contains the higher order terms. Here
(n)

® refers to the n-th order anharmonic force constants
averaged over the density matrix of the SSCHA hamil-

tonian (see Ref. [25] for more details on notation). All
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FIG. 2. (a) Electronic bands from PBE and HSE06 approximations. (b) The harmonic phonon bands calculated on a 4 x 4
supercell and the energy gain as a function of §Ti where AFE is the energy difference per 2 x 2 cell. (¢) The anharmonic phonon
dispersion on a 4 x 4 supercell at 0 and 100 Kelvin from PBE and HSEQ6 force engines. PBE and HES06 results are obtained

from QUANTUM ESPRESSO and CRYSTAL, respectively.

these quantities can indeed be recasted as appropriate
stochastic averages over the atomic forces. As the HSE0G
calculation is computationally expensive, we perform the
calculation on a 4 x 4 supercell (i.e., 48 atoms). Even if
this supercell size is not completely converged and Tcpw
is underestimated, as it will be shown later, it is clear
from Fig. [ (¢) that PBE and HSEO06 yield practically
the same low energy dispersion around the M point even
with full inclusion of anharmonicity. Moreover, the tem-
perature dependence of the soft mode is also very similar,
indicative of a practically identical Tcpw (i-e., identi-
fied as the point where the energy of the soft phonon
at M crosses zero) for the two functionals on the 4 x 4
cell. Other phonon modes, particularly around zone cen-
ter, suffer of a somewhat stronger renormalization by ex-
change (analogous to the harmonic case), however, as we
are mainly interested in the CDW transition, we can stick
to the PBE functional and proceed with calculations on
larger supercells (see [22] for additional technical details
and the magnitude of the different terms in Eq. ().

The anharmonic phonon spectrum obtained by evalu-
ating Eq. () on a 8 x 8 supercell (i.e., 192 atoms) for
several temperatures is shown in Fig. As it can be
seen, the harmonic phonon frequency of the lowest en-
ergy mode at M is wy,, ~ —135 cm™!, while at 300K
the anharmonic phonon frequency of the same mode is
~ —26 cm~!. Thus, already at room temperature, the
anharmonic correction is of the same order of the har-
monic phonon frequency. Between 400 and 500K, this
phonon mode becomes positive, compatible with a CDW
transition within this temperature range. Note that this
transition temperature differs substantially with respect
to the one on a 4 x 4 supercell which reflects the impor-
tance of cell size. To better illustrate this point, in the
inset of Fig. Bl we show the convergence of the soft mode
phonon frequency as a function of the cell size at 300K.
The A1, phonon frequency at M is fully converged on the
8 x 8 cell [22]. We can then obtain Tepwa 440K for a
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FIG. 3. Harmonic and anharmonic phonon dispersion on a
8 x 8 supercell. Inset: the convergence of the lowest phonon
frequency at the M point wa,, with respect to the size of the
cell at 300K. The results of the cell larger than 8 x 8 come
from the interpolation method detailed in @]

suspended and undoped monolayer TiSes.

Our calculated Tepw from first-principles SSCHA is
1.6-2.0 times higher than the measured one (depending
on the substrate [14-116,35]). However, our calculation is
for an undoped isolated monolayer, the measured samples
are instead supported by the substrate and substantially
n-doped. In order to understand the origin of this dis-
crepancy, we investigate the effect of electron-doping to
see if it can be responsible for the decrease in Tcpw. To
this end, we first determine the electron doping amount
by performing HSE06 n-doped electronic structure calcu-
lations by changing the number of valence electrons and
adding a compensating jellium (i.e., the virtual crystal
approximation (VCA)) until the bands agree well with
the ARPES spectra [19] (see [29] for details). With this
electron density (i.e., 4.6 x 101 cm~?2 indicative of a sub-
stantial doping), we then perform a PBE linear response
harmonic calculation to obtain the harmonic phonon dis-
persion shown in Fig. @ It turns out that the harmonic
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FIG. 4. Harmonic and anharmonic phonon spectra for doped
(n = 4.6 x 10"®cm™?) samples calculated on a 8 x 8 supercell.

phonon dispersion (and consequently the effects of the
electron-phonon interaction) are doping independent at
this level of doping (by comparing the two black dot-
ted curves in Figs. Bl and M), consistent with an earlier
study ﬂﬁ] However, when anharmonicity is included, the
electron-doping substantially suppresses the CDW insta-
bility as illustrated in Fig. @ leading to Tepwa 364K for
a suspended TiSe, monolayer, close to the experimental
data of 280K on insulating MoS, substrate [14)].

In conclusion, we study anharmonic effects in a free-
standing TiSes monolayer within the stochastic self-
consistent harmonic approximation. We have shown that
the electron-hole exchange plays only a marginal role on
the vibrational properties of its high-T" phase, at odds
with its bulk counterpart where the exchange interac-
tion is crucial. We showed that the weakening of the
electron-hole interaction in single layer is related to the
different periodicity of the modulation with respect to
the bulk and the fact that it couples different states in
the electronic structure. Our results upturns the conven-
tional wisdom that the electron-hole interaction should
be stronger in low dimension due to an increase in bind-
ing energy ﬂ@, |2_1|], mainly because of the strong mo-
mentum dependence of the electron-hole interaction and
the complex multiband nature of the electronic structure
in TiSes. It also underlines that simple qualitative ar-
guments based on the exciton binding energy and its de-
pendence on the effective mass and on the screening (see
Eq. (1) in Ref. ﬂ]) do not easily apply since they are
unable to explain the occurrence of charge density waves
and the temperature dependence of phonon spectra when
reducing the dimensionality.

By studying the temperature dependence of the Aj,
soft mode at the M point, we find the Tcpw of an
isolated and undoped single-layer to be ~ 440K, while
Tepwa 364K for an electron-doping n = 4.6 x 10'3
cm 2, close to the experimental value for supported sam-
ple. Thus, Tcpw is strongly doping dependent when in-
cluding anharmonicity, an effect completely absent at the
harmonic level as harmonic spectra are weakly doping

dependent. Our work establishes phonon-phonon scat-
tering and the density of carriers in the conduction band
as the two mechanisms determining the melting of CDW
in a single-layer TiSes.
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