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The unexpected chiral order observed in 1T-TiSe2 represents an exciting area to explore chirality in
condensed matter, while its microscopic mechanism remains elusive. Here, we have identified three
metastable collective modes—the so-called single-q modes—in single layer TiSe2, which originate from
the unstable phonon eigenvectors at the zone boundary and break the threefold rotational symmetry. We
show that polarized laser pulse is a unique and efficient tool to reconstruct the transient potential energy
surface, so as to drive phase transitions between these states. By designing sequent layers with chiral
stacking order, we propose a practical means to realize chiral charge density waves in 1T-TiSe2. Further,
the constructed chiral structure is predicted to exhibit circular dichroism as observed in recent experiments.
These facts strongly indicate the chirality transfer from photons to the electron subsystem, meanwhile
being strongly coupled to the lattice degree of freedom. Our work provides new insights into understanding
and modulating chirality in quantum materials that we hope will spark further experimental investigation.
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In charge-ordered materials, the periodic modulation in
electronic charge density is usually accompanied by a
rearrangement of the underlying ionic lattice, forming so-
called charge-density waves (CDWs) [1,2]. It reduces the
translational symmetry of the system, and the coupling
between electrons and atomic distortions may further
trigger symmetry breaking in other degrees of freedom,
resulting in emerging phases and orders. For example,
CDW is correlated with the magnetic order in FeGe [3] and
Er2Ir3Si5 [4], and may account for the 3D quantum Hall
effect in ZrTe5 [5]. Besides, intriguing work has revealed
intertwined CDW and superconductivity order in many
unconventional superconductors [6–8].
In condensed matter physics, crystals are considered to

be chiral when mirror reflection, space inversion, and
rotoinversion symmetries are all broken [9,10]. In some
cases, however, achiral lattices can host symmetry-breaking
gyrotropic electronic order and form macroscopic chirality
[11–14]. Therein, charge-density waves formed by the
electron density modulation exhibit ubiquitous symmetry
breaking, providing a unique platform to study chirality. Up
to now, chiral CDWs have been observed in novel quantum
materials such as TiSe2 [15–20], TaS2 [21–23], NbSe2
[24], and KV3Sb5 [25]. In TiSe2, the original reports of
static chiral CDWs were detected as enantiomers with
broken threefold rotational symmetry [18]. Later, an x-ray
diffraction study indicates an emergent chiral atomic
configuration occurring below the CDW transition temper-
ature [15]. Recently, chiral CDWs with gyrotropic order are
observed and manipulated via circularly polarized light,

evidenced by the circular photogalvanic effect [20]. Despite
these efforts, the microscopic origin of chiral CDW is still
highly debated. Theoretically, a commonly held view is that
there is a rotation of the dominant CDW propagation
vectors as one travels from one layer to the next [14,26].
Besides, it is also suggested that a finite chirality may be
resulted from a noncentrosymmetric CDW structure [19].
Therefore, a microscopic study of the chiral CDW in TiSe2
is highly desired for deeper understanding and better
manipulation of chirality at large.
Herein, we present a full ab initio study on the static and

dynamical coupled electron-lattice order in TiSe2 based on
real-time time-dependent density-functional theory. We
demonstrate that the CDW distorted pattern originates
from the superposition of three rotationally invariant soft
phonon modes and forms a triple-q mode, while laser
excitations break such symmetry and selectively drive the
formation of single-q modes. We show correspondence
between such symmetry breakings and anisotropic Ti─Se
bond weakening upon photoexcitation, as well as the
resulting modulated potential energy surface. Further, an
ultrafast laser pulse can induce and stabilize a selected
metastable quantum phase. We then discuss the possibility
to manipulate chiral CDW in TiSe2 and construct bulk
chiral structure by circularly polarized light. By simulating
the circular dichroism of the illustrative model system we
obtain similar results with previous observations. Our work
provides new insights into the microscopic nature of chiral
CDW in TiSe2 and may further facilitate engineering
charge ordering in quantum materials.

PHYSICAL REVIEW LETTERS 131, 196401 (2023)

0031-9007=23=131(19)=196401(6) 196401-1 © 2023 American Physical Society

https://orcid.org/0000-0003-4790-2880
https://orcid.org/0000-0002-1553-1432
https://crossmark.crossref.org/dialog/?doi=10.1103/PhysRevLett.131.196401&domain=pdf&date_stamp=2023-11-07
https://doi.org/10.1103/PhysRevLett.131.196401
https://doi.org/10.1103/PhysRevLett.131.196401
https://doi.org/10.1103/PhysRevLett.131.196401
https://doi.org/10.1103/PhysRevLett.131.196401


The triple-q and single-q modes.—1T-TiSe2 exhibits a
layered structure with space group P3m̄1, where adjacent
layers are held together by Van der Waals forces. The first
Brillouin zone (BZ) of a single layer TiSe2 is two-
dimensional, shown in Fig. 1(a), with three high-symmetry
points, Γ,M, and K. There, the threeM pointsM1,M2, and
M3 are equivalent due to the in-plane threefold rotational
symmetry. Figure 1(b) shows the calculated phonon
dispersion of a monolayer TiSe2 unit cell. There is a soft
phonon mode emerging at M, indicating a charge ordering
in a 2 × 2 supercell with coupled period lattice distortion.
As a result, the BZ is reduced [cyan line In Fig. 1(a)] and
the normal mode originally atMi is folded to Γ� with triple
degeneracy. Corresponding eigenmodes are depicted in
Figs. 1(d)–1(f), where atomic displacements are transversal
to their propagationwavevectors at the threeMi (i ¼ 1, 2, 3),
constrained by the L2 irreducible representation [27]. Since
the distortion pattern is solely dominated by oneM point in
BZ, it is called the single-q mode [28]. Further, a super-
position of all these three single modes with equal weights
leads to a more stable energy profile (by ∼2 meV=f:u:) than
the corresponding metastable single-q mode. Therefore, the
CDWdistortions observed in experiments are likely the high-
symmetry phase, or the so called triple-q state [27,28].
Photoinduced chiral CDW phases.—Although the sin-

gle-qmodes have not been detected in experiments, they do
provide a unique opportunity to study chirality. Here, we
propose to use laser excitation to manipulate transitions
among these three metastable CDW states. Specifically, a
laser pulse that is polarized along theM1 plane [red arrows
in Fig. 2(a)], can trigger transient nonequilibrium charge
distribution and result in further breaking of the intrinsic
rotational symmetry in monolayer TiSe2.

In an effort to quantitatively investigate the transient
charge order, we simulate the ultrafast response of TiSe2
upon photoexcitation [for details see Supplemental
Material (SM), Sec. S1 [29] ]. We first observe a charge-
density redistribution, as shown in the inset in Fig. 2(b).
The differential charge density is defined as ρtotðr; tÞ ¼
ρchgðr; tÞ − ρatomðr; tÞ, where ρchgðr; tÞ is the charge density
and ρatomðr; tÞ is the superposition of the atomic charge
densities. The contour plot of the absolute value ρtotðr; tÞ
thus features the distribution of the bonding densities and
specifically represents the bonding strength. To track the
time evolution of such nonequilibrium charge distribution,
we characterize the decomposed bonding strength by
partitioning ρtot into BM1

, BM2
, and BM3

according to the
translational symmetry along their corresponding direc-
tions (for details see SM, Sec. S2 [29]). As illustrated in
Fig. 2(b), upon photoexcitation the bonding charge dis-
tributes in an anisotropic way, in which BM2

and BM3
are

reduced by about 9% while BM1
is reduced by only 4%. As

a result, the threefold rotational symmetry is broken and the
structure resides in a single-q dominated bonding pattern.
We further calculate the momentum-resolved population
of photoexcited charge carriers by projecting the time-
dependent Kohn-Sham wave functions (jψn;kðtÞi) onto the
basis of the ground-state wave functions (jψn0;kð0Þi),

ηkðtÞ ¼
X
n

XCB
n0

jhψn0;kð0Þjψn;kðtÞij2; ð1Þ

where n sums over the band indices and n0 runs over all
conduction bands. We see from Fig. 2(c) that there are more
electrons excited along Γ −M2 and Γ −M3directions after

FIG. 1. (a) First Brillouin zones of 1 × 1 (black line) and 2 × 2 (cyan line) TiSe2 monolayer with corresponding high-symmetry points.
(b) Phonon dispersion of the unit cell of monolayer TiSe2. (c)–(f) Visualization of the soft phonon mode at (d)M1, (e)M2, (f)M3 point,
and (c) their superposition. Purple and green balls represent Ti and Se atoms, respectively. Corresponding atomic displacements and the
CDW transition vectors are denoted by the red and black arrows.
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laser excitation, whereas electronic wave functions along
Γ −M1 are hardly excited.These results indicate that linearly
polarized light leads to promoted carriers along its transverse
directions in the momentum space.
Anisotropic charge order would further induce the

renormalization of potential energy surface (PES), which
we show in Fig. 2(d) along the three single-q phonon
modes. The PES exhibits a triply degenerate double-well
shape when laser excitation is absent (black line in lower
panel) while such degeneracy is lifted upon photoexcitation
(colored lines in upper panel). This again shows a rotational
symmetry breaking in the ground state, in line with the
previous dynamic simulation with a linearly polarized laser
pulse. Interestingly, we observe that the PES along M1

(blue line) maintains a double-well shape, whereas that
along M2 and M3 (red lines) reshape to a single well. This
means the system prefers to be driven into the energy-
minimum configuration of the M1 mode while hardly
distorted along M2 and M3 directions, thus evidencing
coupling between the nonequilibrium electronic system to
the lattice degree of freedom.
Now we turn to the excited-state nonequilibrium struc-

tural dynamics, where the response of PES would modulate
atomic configurations to a transient phase at an ultrafast
timescale. The extracted amplitudes of photo-induced

single-q modes upon excitation are shown in Fig. 2(e)
(for a complete representation of all phonon modes see SM,
Sec. S3 [29]). Interestingly, only the M1 mode is fully
excited and coherently vibrates, while M2 and M3 modes
show negligible amplitude in 500 fs. This is consistent with
the static energy profiles calculation in Fig. 2(d), in which
the collective mode only oscillates in two wells on the PES
along M1. The combination of the static PES calculation
and the time evolution of the atomic motion demonstrates
that linearly polarized light can access the interaction-
dominated phase space and modulate phase transitions
between metastable single-q states.
Taking this idea one step further, we expect that circularly

polarized (CP) light to be an efficient means to generate
chirality via phase transitions. As schematically shown in
Fig. 2(f), supposing a left-handed laser pulse propagating
along the z directionof thematerial candramatically drive the
system far from its static state instantaneously, there may be
discrete slices experiencing an effective electric field polar-
ized along different directions. That is to say, the blue slice
with n1 multilayer should experience an electric field
pointing at M3, while the green (yellow) slice with n2 (n3)
multilayer experiences a field oriented at M1 (M2),
thus naturally leading to a phase shift between adjacent
slices. Since thermal effect would weaken interlayer

FIG. 2. (a) Schematics of the optical control of phase transition in monolayer TiSe2 via a laser pulse [profile shown as the gray line in
(b)] linearly polarized along the M1 direction (red arrow). (b) Time evolution of the bonding strength calculated in a 2 × 2 TiSe2
supercell. Differential charge density after illumination is shown in the inset. (c) False color representation of the momentum space
distribution of the excited electrons after the laser pulse, showing the light selectivity of the three otherwise equivalent directions. (d) The
potential energy surface (PES) along the three vibrational modes at M. The upper (lower) panel represents with (without) laser
excitations, in which black and colored lines correspondingly denote the ground state PES and nonequilibrium PES. (e) Projected
vibrational amplitude of M1, M2, and M3 phonon modes driven by the ultrafast laser pulse (gray line) with a fluence of 0.7 mJ=cm2.
(f) Schematic illustration of the CP-laser-driven chirality. The blue, green, and orange blocks represent three successive slices, which
consist of n1, n2, and n3 multilayers of TiSe2, respectively. When a CP light is propagating along the out-of-plane direction of the
material, different slices undergo electric fields with varying directions due to the phase shift of the laser between layers.
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couplings [44,45], each slice is likely to respond to the light-
imposing external fields independently. As a result, the
rotation of electric fields between layers gives a chiral
bonding order, and finally results in a chiral coupled
electron-lattice system. This proposal, if it works, demon-
strates a scenario of chirality transfer from light to the
electron subsystem, and then to the lattice degree of freedom.
A three-dimensional chiral CDW phase.—To explore the

feasibility of such laser modulation, we build a model system
whose “unit cell” consists of three TiSe2 layers to mimic the
successive slices shown in Fig. 2(f). As visualized in Fig. 3(a),
each layer exhibits a single-q pattern, andby launching a chiral
structurewith either anM1 −M2 −M3 or anM1 −M3 −M2

sequence, the model can in principle capture distinctive
features in comparison to the achiral CDW phase.
To evaluate the stability of the composed model, we

carry out phonon dispersion calculations employing a
variety of electronic smearing parameters σ, which char-
acterizes the electron temperature and can practically
represent the excitation intensity n in the context of excited
states (for details see SM, Sec. S4 [29]), since the laser
excited hot carriers can thermalize to a quasi Fermi-Dirac
distribution at a timescale much shorter than the relaxation
of other degrees of freedom. As depicted in Fig. 3(b), the
imaginary phonon modes at M points are now folded to
the zone center in the 2 × 2 supercell, and show up as the
lowest modes at Γ�. Upon varying σ, we can qualitatively
monitor the frequency change of these unstable phonon
modes and thus the structural stability with respect to
excitation intensity. At a lower excitation intensity of n ¼
0.47 × 1021 e−=cm3 (pink curve), it is obvious that the
system is dynamically unstable with large imaginary
frequencies. With higher excitation intensity of n ¼ 0.73 ×
1021 e−=cm3 (red curve), the imaginary phonon frequencies
are eliminated, indicating that the three-layer model can be
stabilized with intense excitation.

To reveal the correlation between the excitation intensity
and the structural instability, we obtain both the phonon
frequencies (red curve) and CDW order parameters δTi
(black curve) under various n, the latter defined as the
titanium atomic displacements normalized by that at 0 K
(δ0). As shown in Fig. 3(c), the CDW is highly ordered with
a corkscrew pattern at lower n, while the corresponding
imaginary phonon frequency is too large (∼100 cm−1) for a
structure to be dynamically stable. It further shows the
concordance of the structural stability (red curve) and CDW
order (black curve) with respect to the excitation intensity.
Increasing the laser intensity weakens the lattice distortion
and hardens the lowest phonon modes in the mean time.
Importantly, the imaginary phonon frequency decays at a
faster rate than the order parameter. At the threshold of
n ¼ 0.7 × 1021 e−=cm3, the model is still trapped in a
helical structure with a finite single-q distortion (≈0.6δ0) of
each constituent layer, while the phonon modes become
fully stabilized by coupling with the hot electrons.
Moreover, such a chiral state can be maintained even up
to a higher n of 0.9 × 1021 e−=cm3, shown by the shaded
region. We thus propose that such a chiral CDW structure
can be practically driven and stabilized by a circularly
polarized laser with a certain excitation intensity.
Discussion.—Finally, we characterize possible signa-

tures of our model to verify its chirality. One is the circular
photogalvanic effect [20,46,47], which drives current along
opposite directions for light with different chirality. In our
simulations, a circularly polarized laser is incident along
the out-of-plane direction of the chiral TiSe2, inducing a
photocurrent illustrated by the orange arrow in Fig. 4(a).
The light-induced photocurrent can be obtained by

JðtÞ ¼ 1

2i

Z
Ω
dr
X
i

fψ�
i ðr; tÞ∇ψ iðr; tÞ − ψ iðr; tÞ∇ψ�

i ðr; tÞg;

ð2Þ

FIG. 3. (a) Schematic representation of the three-layer model (left panel). The yellow, green, and blue planes correspond to single-q
patterns along the lowest energy phonon modes atM1,M2, andM3 points, respectively. Charge density distributes in a corkscrew pattern
(right panel). (b) Phonon spectrum of the three-layer model at a weak excitation intensity (0.47 × 1021 e−=cm3, pink) and a strong
excitation intensity (0.73 × 1021 e−=cm3, red). (c) Evolution of the lowest phonon mode frequency at Γ� and CDWorder as a function of
excitation intensity n. The strong dependence of both curves signals a chiral CDW transition at a critical point where atomic
configuration is fully stabilized in a helical arrangement (shaded area).
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where ψ i is real-time wave function of the ith occupied
eigenstate. Photocurrent along z direction is displayed in
Fig. 4(b) for both σþ and σ− lasers with a wavelength of
800 nm. The circular dichroism effect can be clearly seen
by the two signals with the same magnitude but opposite
signs. Further, the degree of chirality can be calculated as
ðRr − RlÞ=R, where Rr (Rl) and R correspond to right
(left) circular polarized reflectivity and their averaged
value, at a wide range of wavelengths (for details see SM,
Sec. S5 [29]). As shown in Fig. 4(c), the degree of
chirality is predicted to be positive between 570 and
640 nm, and negative between 520 and 570 nm and
between 640 and 690 nm. We find that the signs of the
spectrum at 620 and 680 nm coincide with previous work
[19] (gray symbols), though it does not show a full
agreement quantitatively. Finally, the new emerging
gyrotropic state may be macroscopically verified by
electron diffraction. We simulate the diffraction patterns
for both achiral [19] and chiral phases. For the latter we
use a single-q mode monolayer to enhance the surface
effect. In Fig. 4(d), the left panel shows the pattern of the
achiral phase, where a diffraction peak between ½1̄00� and
½2̄00� emerges (blue circle), indicating a typical CDW
phase wave vector at M. However, in the right panel, the
CDW peak disappears while an emergent ½11̄

2
0� spot with

nematic arrangement can be clearly seen and attributed to
the signature of chiral CDW phases.

Conclusions.—We provide a theoretical investigation of
the photoinduced symmetry breaking and chiral CDW
phase in TiSe2 using rt-TDDFT and Ehrenfest molecular
dynamics simulations. In the monolayer limit, we find the
CDW phase corresponds to a 2 × 2 supercell, and arises
from the superposition of triply degenerate soft modes at
the M point. Upon laser excitation, the charge redistributes
anisotropically and thus eliminates the threefold rotational
symmetry. In accompany, the potential energy surface
evolves to a single-well shape along the two transverse
directions with respect to the light polarization, while
keeping a double-well shape along the selected direction
and thus leading to a single-q dominated lattice distortion.
We then construct a model structure with three successive
single-q patterned TiSe2 layers and thus forming a chiral
lattice. By simulating its phonon dispersion with varying
excitation intensities, we show that it can be stabilized with
a moderate CDW order due to the coupled chiral electron-
lattice system. We further propose circularly polarized light
as an effective method to induce and manipulate chirality in
TiSe2. Together these findings serve as a theoretical ground
for understanding, realizing, and manipulating chirality and
its coupling to the electron and lattice subsystems, which
we hope will inspire future experimental explorations of
optical control of chirality in quantum materials.
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