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Genesis and atomic structure of the charge density wave phase of 1T-VSe2
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Using variable temperature total x-ray scattering, we study the emergence of charge density wave (CDW) order
in the archetypal transition-metal dichalcogenide (TMDC) 1T-VSe2. We find that a CDW precursor phase (PF)
appears at TCDW(PF) of 200(5) K, where V and Se atoms experience in- and out-of-plane static displacements from
their position in the undistorted lattice, respectively. The displacements increase with decreasing temperature
and a little-known superstructure of V triatomic clusters emerges below TCDW(3D) of 100(5) K, where three-
dimensional CDW order sets in. Concurrently, Se atoms form less well-defined dimers. Thus, similarly to other
TMDCs, 1T-VSe2 appears to exhibit a two-step CDW transition. The finding underlines the key contribution of
lattice distortions to the emergence of CDW order in 1T-VSe2 and generally in TMDCs.
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I. INTRODUCTION

Because of strong correlations between its electronic, lat-
tice, charge, and spin degrees of freedom, the archetypal
transition-metal dichalcogenide (TMDC) 1T-VSe2 hosts a
rich variety of unusual physical phenomena, such as charge
density waves (CDWs), metal-insulator transitions, pressure-
induced superconductivity, Weyl semimetal, and spin liquid
states [1–16]. However, despite decades of research, their
origin remains not well understood. This is especially true for
the CDW order that is considered to arise either from Fermi
surface nesting [17–19] or strong electron-phonon coupling
effects [20–25]. The controversy has been addressed in recent
comprehensive studies [26–30], but the lack of a universal
agreement on the origin of CDWs in TMDCs in general and
in 1T-VSe2 in particular remains.

Among other octahedral 1T-TMDCs exhibiting CDW phe-
nomena such as 1T-TiSe2 (TCDW = 200 K) and 1T-TaSe2

(TCDW = 473 K), 1T-VSe2 is unique because it develops
anomalies in its transport and magnetic properties that more
closely resemble those observed with trigonal prismatic
2H-TMDCs such as 2H-NbSe2 (TCDW = 33 K) and 2H-TaSe2

(TCDW = 122 K) [31–38], where TCDW is the respective CDW
transition temperature. It has a layered structure with a trig-
onal space group (SG) P3̄m1 symmetry, where each layer
features a hexagonal plane of V atom sandwiched between
two hexagonal planes of Se atoms [39]. In a layer, V and Se
atoms form distorted octahedra, as shown in Fig. 1(a). Diffrac-
tion studies have suggested that, upon cooling, 1T-VSe2

exhibits a variety of superstructure formations, including an
incommensurate superstructure appearing in the 110–140 K
range and a three-dimensional (3D) commensurate 4a × 4a ×
3c superstructure setting in below TCDW(3D) = 100 K, where a
and c are the parameters of the undistorted lattice [40–43].

*Contact author: petko1vg@cmich.edu

Concurrent changes in the electronic structure have been ob-
served, including a partial suppression of the density of states
(DOS) below 180 K. It has been shown that the emerged
pseudogap is in the order of 40–60 meV and opens over small
portions of the Fermi surface, which is consistent with the
fact that the electrical resistivity of 1T-VSe2 remains metallic
in character below TCDW(3D) [1,44–49]. The changes in the
crystal and electronic structure have been associated with the
presence of a soft-phonon mode with a propagation vector
close to qCDW(1/4,0,1/3) [26,29,50]. Single-crystal diffuse
scattering has indeed found evidence for the presence of a
mixture of longitudinal and transverse phonons at tempera-
tures below 200 K [26,30,51], but the temperature evolution
of the atomic displacement modes has never been studied
in detail. Here we reveal it by total x-ray scattering exper-
iments coupled to atomic pair distribution function (PDF)
analysis, which has proven very useful in structural studies
of materials exhibiting lattice distortions, including CDW
phases of TMDCs [38,52,53]. We find that the CDW order
emerges from a CDW precursor phase (PF) that exists be-
tween TCDW(PF) = 200(5) K and TCDW(3D) = 100(5) K, below
which a 4a × 4a × 3c superstructure sets in. In the superstruc-
ture, V atoms form clusters resembling equilateral triangles
while Se atoms form less well-defined dimers. Our study
resolves the so far unknown atomic ordering pattern in CDW
1T-VSe2 and shows that lattice distortions emerge well above
TCDW(3D), i.e., are intrinsic to the material, underlining their
key contribution to the CDW phenomena it exhibits.

II. EXPERIMENT

We studied a high-quality sample provided by 2D
Semiconductors [54]. To illustrate the effect of the
CDW transition on the electronic properties, we measured
the temperature evolution of the magnetic susceptibility
[Fig. 1(b)]. In line with results from prior studies [29,55],
the susceptibility is seen to decrease near linearly with
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FIG. 1. (a) Unit cell for undistorted 1T-VSe2 (thin line) with
V centered octahedra (red) shown. (b) Temperature evolution of
the magnetic susceptibility for 1T-VSe2 indicating the presence of
a broad phase transition at about TCDW(3D) = 100(5) K. Intensity
color maps of selected peaks in experimental (c) XRD patterns and
(d) atomic PDFs. Arrows mark intensity changes taking place at
about TCDW(3D) = 100(5) K and TCDW(PF) = 200(5) K. Red lines in
(b) are a guide to the eye.

temperature down to about 100(5) K, where the decrease
accelerates. The observed nonlinearity is attributed to a re-
duction of DOS at the Fermi level occurring when 3D CDW
order sets in.

Synchrotron x-ray diffraction (XRD) experiments were
performed at the beamline 28-ID-1 at the National Syn-
chrotron Source-II, Brookhaven National Laboratory, using
x-rays with energy of 74.46 keV (λ = 0.1665 Å). The powder
sample packed in a Kapton tube was kept inside a liquid He
cryostat used to control its temperature. Scattered x-ray inten-
sities were collected with a PerkinElmer area detector while
decreasing the temperature from 300 to 10 K in steps of 5 K.
Atomic PDFs were derived from the experimental XRD pat-
terns using standard procedures [56,57]. Intensity color maps
of the patterns and respective PDFs are shown in Figs. 1(c)
and 1(d), respectively. Intensity variations are clearly seen
at temperatures close to 200(5) K and TCDW(3D) = 100(5) K,
indicating the presence of significant changes in the crystal
structure. The concurrent nonlinearity in the temperature
dependencies of the magnetic susceptibility and PDF peak
intensities indicates the presence of a strong interaction
between the electronic and lattice degrees of freedom
in 1T-VSe2.

III. STRUCTURE MODELING

To assess the average crystal structure of 1T-VSe2, the ex-
perimental XRD patterns were subjected to Rietveld analysis
[58] based on a trigonal SG P3̄m1 structure model. Repre-
sentative Rietveld fits to patterns obtained at 300, 150, and
20 K are shown in Figs. 2(a)–2(c). The model reproduces the
XRD data well, confirming the phase purity of our sample and
lack of texture effects. Refined values for the a and c lattice
parameters and unit cell volume are shown in Figs. 2(d) and
2(e). Their temperature evolution shows a nonlinearity in the

FIG. 2. (a)–(c) Rietveld fits (red) to selected XRD patterns
(symbols) for 1T-VSe2 based on an undistorted SG P3̄m1 type
structure. The residual difference (blue) is shifted for clarity. The
goodness-of-fit indicator is about 9 % for all fits. (d)–(f) Temper-
ature evolution of Rietveld refined (d) lattice parameters, (e) unit
cell volume, and (f) in-plane (u11) and out-of-plane (u33) thermal
factors for V and Se atoms. Arrows point to inflection points in
the respective curves that appear close to TCDW(3D) = 100(5) K and
TCDW(PF) = 200(5) K. Black and red lines in (d)–(f) are a guide to the
eye.

vicinity of TCDW(3D). In line with results from prior studies
[1,26,30,59,60], our density functional theory (DFT) calcula-
tions based on Rietveld refined structure data showed that the
charge carriers at the Fermi level come mostly from V bands
(see Fig. S1 in the Supplemental Material [61]) and the crystal
lattice exhibits a soft-phonon mode type instability (Fig. S2)
at a wave vector close to qCDW(1/4,0,1/3). Refined values
for the in- (u11) and out-of-plane (u33) thermal factors for V
and Se atoms, which reflect both trivial thermal and eventual
static atomic displacements, are shown in Fig. 2(f). The u11

for V atoms appears much larger than the other thermal factors
shown in Fig 2(f), suggesting the presence of a considerable
atomic positional disorder in the V planes. The temperature
evolution of u33 for V and that of u11 and u33 for Se atoms
is, however, not well expressed because, generally, Rietveld
analysis has a limited sensitivity to weak lattice distortions.

To investigate the atomic positional disorder in more de-
tail, we approached the experimental atomic PDFs with the
same structure model using the software PDFGUI [65]. Rep-
resentative PDF fits to PDF data obtained at 300, 150, and
20 K are shown in Figs. 3(a)–3(c) and 4(a)–4(c). The SG
P3̄m1 structure model reproduced very well the experimental
data for undistorted 1T-VSe2 obtained at 300 K. However,
it failed to reproduce well the 150 and 20 K PDF data sets.
Models found useful in describing the CDW phases of sis-
ter compounds of 1T-VSe2, such as 1T-TiSe2 and 1T-TaSe2

[66,67], performed much worse when attempting to fit the
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FIG. 3. Fits (red) to selected atomic PDFs (symbols) for
1T-VSe2. The residual difference (blue) is shifted for clarity. The fits
in (a)–(c) are based on an undistorted SG P3̄m1-type structure. The
goodness-of-fit factor for the fits varies from 10% for the 300-K data
set to 16% for the 20-K data set. The fits in (d)–(f) are based on a
4a × 4a × 3c superstructure described in the text. The goodness-of-
fit factor for the fits is about 9%.

150 and 20 K PDF data sets (see Fig. 5). On the other
hand, a model featuring a 4a × 4a × 3c superstructure de-
rived from the undistorted SG P3̄m1-type structure performed
very well, as the data in Figs. 3(d)–3(f) and 4(d)–4(f) show.
Note that, contrary to the case of the undistorted model, V
atoms in the 4a × 4a × 3c superstructure model are allowed
to change their positions such that the agreement between
model computed and experimental PDF data is improved. Re-
fined positions for V and Se atoms in 1T-VSe2 at 20 and 150
K are given as Supplemental Material [61]. Refined values for
the a and c lattice parameters and unit cell volume are summa-
rized in Figs. 6(a) and 6(b). Their temperature evolution shows
clear discontinuities at 200(5) K and TCDW(3D) = 100(5) K,
indicating the presence of two distinct steps in the temperature
evolution of the crystal structure of 1T-VSe2. The temperature
evolution of the in- and out-of-plane static displacements of V
and Se from their high-temperature equilibrium positions in
the undistorted lattice [Figs. 6(c) and 6(d)] also shows clear
discontinuities at 200(5) K and TCDW(3D) = 100(5) K.

IV. DISCUSSION

In the 4a × 4a × 3c superstructure, there are two sets of
inequivalent V planes, V(1) and V(2), and three sets of in-
equivalent Se planes, Se(1)–Se(3), as shown in Fig. S3 [61].

FIG. 4. Segments from the PDF fits (red) shown in Fig. 3 eluci-
dating their performance. The residual difference (blue) is shifted
for clarity. The fits in (a)–(c) are based on an undistorted SG
P3̄m1-type structure. The fits in (d)–(f) are based on a 4a × 4a × 3c
superstructure described in the text. The superstructure fit does not
greatly outperform the undistorted structure fit to the 300 K PDF
data. However, it is clearly superior to the undistorted structure fits
to the 20- and 150-K PDF data [(e),(f)] in reproducing fine PDF
features, including the higher-r component of the PDF peak at 3.5
Å and the series of low-intensity PDF peaks positioned between 9.5
and 10.5 Å.

Results of the PDF fits show that atoms in both V(1) and
V(2) planes exhibit only in-plane displacements with decreas-
ing temperature [Fig. 6(c)]. In particular, the displacements
in the V(1) planes already appear at room temperature and
sharply increase at 200(5) K. The increase accelerates further
at TCDW(3D) = 100(5) K. In the V(2) planes, the displacements
appear at 200(5) K and gradually increase with decreasing
temperature. On the other hand, atoms in the Se(1)–Se(3)
planes hardly exhibit in-plane displacements down to 10 K.
However, they exhibit considerable out-of-plane displace-
ments that increase gradually below 200(5) K and remain
nearly constant below TCDW(3D) [see Figs. 6(c) and 6(d)]. The
arrangement of atoms in the V and Se planes at 300 and
20 K is shown in Figs. 7(a)–7(d). That at 150 K, which is char-
acteristic to the precursor phase, is shown in Fig. S4 [61]. At
300 K, i.e., in undistorted 1T-VSe2, both V and Se atoms form
perfect hexagons where all V-V and Se-Se distances are about
3.36 Å. At 150 K, V and Se atoms form somewhat distorted
hexagons, where some V-V and Se-Se distances differ from
the average bond length distance of 3.35 Å, but the difference
is less than 1%. At 20 K, i.e., in the CDW phase, several V and
Se atoms experience large static displacements, leading to the
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FIG. 5. Unsuccessful fits (red line) to PDF data (symbols) for
1T-VSe2 obtained at 20 K. The residual difference (blue) is shifted
for clarity. The fit in (a) is based on a 2a × 2a × 2c CDW superstruc-
ture (c) found useful in describing the CDW phase of 1T-TiSe2 [63].
The fit in (b) is based on a

√
13a × √

13a × 13c CDW superstructure
(d) found useful in describing the CDW phase of 1T-TaSe2 [64]. Red
and blue circles in (c) represent Ti and Se atoms, respectively, while
arrows show their displacement during the CDW phase transitions.
The unit cell is outlined with a thick black line. Black circles in (d)
represent Ta atoms forming star-of-David-like clusters. The unit cell
is outlined with a broken blue line.

emergence of a variety of V-V and Se-Se distances that range
from 3.06 to 3.50 Å and from 3.26 to 3.38 Å, respectively. In
particular, a V-V distance of 3.06 Å between atoms forming
clusters resembling equilateral triangles appears in the V(1)
planes [Fig. 7(e)]. The displacements of atoms in the V(2)
planes are smaller in magnitude, yet a large number of V-
V distances that are shorter or longer than the average one
(3.34 Å) by more than 1% exist [Fig. 7(c)]. Concurrently, a
large number of Se-Se distances in the Se(1)–Se(3) planes
appear shorter (3.26 Å) or longer (3.38 Å) than the average
bond length distance by more than 1%. The shorter distance is
between atoms forming dimers [Figs. 7(g)–7(i)]. Overall, the
atomic displacements in V and those in the Se planes differ
both in direction and magnitude, leading to the formation of
different configurations of atoms that do not sit on the vertices
of regular hexagons. Notably, the atomic configurations in the
V planes are of the type discussed in the early studies of the
CDW order in 1T-VSe2 [41].

The picture that emerges is the following. Upon decreas-
ing temperature below 300 K, atoms in the V(1) planes
increasingly experience in-plane atomic displacements that
rise sharply at 200(5) K and keep increasing nonlinearly with
further cooling of the sample, exhibiting a kink at TCDW(3D).
By contrast, Se atoms hardly experience in-plane displace-
ments down to 20 K while their out-of-plane displacements
start increasing below 200(5) K. Evidently, the CDW phase
transition in 1T-VSe2 is a two-step process that includes a
precursor phase (PF) existing over a wide temperature range
from TCDW(PF) = 200(5) K to TCDW(3D) = 100(5) K. In the

FIG. 6. [(a),(b)] Temperature evolution of the PDF refined lattice
parameters a and c and unit cell volume for 1T-VSe2 based on a
4a × 4a × 3c superstructure model. (c) Temperature evolution of the
in-plane (Vx) static displacements, �, for atoms from the V(1) and
V(2) planes (see Fig. S1) in the superstructure. (d) Typical temper-
ature evolution of the in-plane Se(x) and out-of-plane Se(z) static
displacements, �, for Se atoms in the superstructure. All data sets ex-
hibit inflection points at TCDW(3D) = 100(5) K and TCDW(PF) = 200(5)
K. Black, blue, and red lines in (a)–(d) are a guide to the eye. Vertical
broken lines separate temperature regions where the material appears
in its undistorted (light brown), CDW precursor (light green), and 3D
CDW (light blue) phase.

phase, V atoms are displaced from their average in-plane
positions while, largely, Se atoms are displaced from their
average out-of plane positions, leading to a disruption of the
hexagonal atomic ordering pattern (see Fig. S4) characteris-
tic to room temperature 1T-VSe2. Upon further cooling the
material, the displacements of V and Se atoms both increase
in magnitude and couple over long-range distances, leading
to the emergence of a 4a × 4a × 3c superstructure below
TCDW(3D) that features V trimers and Se dimers. The presence
of a precursor phase may well explain the emergence of a
“precursor” CDW pseudogap well above TCDW(3D) and its
smooth evolution with decreasing temperature [1,43–48]. No-
tably, 1T-VSe2 monolayers (MLs) have been shown to exhibit
CDW order at a temperature of about 220 K [68–70], which is
close to TCDW(PF). Evidently, the material can be added to the
list of octahedral 1T-TMDCs where the CDW order appears
enhanced in the ML limit in comparison to the bulk phase such
as, for example, 1T-NbSe2 (TCDW(3D) = 33 K vs TCDW(ML) =
145 K) and 1T-TiSe2 (TCDW(3D) = 205 K vs TCDW(ML)

= 235 K). A similar effect is also observed with trigo-
nal prismatic 2H-TMDCs such as 2H-TaSe2 and 2H-NbSe2

[38,71–73]. In all these systems, due to weak interlayer cou-
pling, 2D lattice distortions related to CDW order emerge be-
fore charge modulations become 3D ordered over long-range
distances.

V. CONCLUSION

Among other octahedral 1T-TMDCs, 1T-VSe2 exhibits
a unique CDW superstructure involving di- and triatomic
clusters. Signatures of the superstructure emerge at 200(K)
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FIG. 7. [(a), (b)] Vanadium (red) and Se (blue) atomic planes in undistorted 1T-VSe2 at 300 K. In the planes, all V-V and Se-Se distances
(thin black line) are 3.36 Å in length. [(c), (d)] Vanadium (red) and Se (blue) atomic planes in CDW 1T-VSe2 at 20 K. In the planes, there exist
V-V and Se-Se distances that are at least 1% longer (magenta) or shorter (blue) than the average bonding distances (thin black line) of 3.34 Å.
Projection of (e) V(1) and (f) V(2) planes down the c axis of the crystal lattice. In the V(1) planes, atoms are seen to assemble in equilateral
triangles (thick blue lines) while less well-defined dimers (thick blue lines) appear in the V(2) planes. (g)–(i) Projection of (g) Se(1), (h) Se(2),
and (i) Se(3) planes down the c axis of the crystal lattice in CDW 1T-VSe2 . In the CDW phase, Se atoms appear displaced from their average
positions, leading to the formation of dimers of Se atoms (blue lines) positioned considerably closer (3.28 Å) in comparison to the average
Se-Se (3.34 Å) distance. Magenta lines in (e)–(i) represent interatomic distances that are longer than the average bond length of 3.34 Å.

as a CDW precursor phase via a well-defined phase tran-
sition. The complete 3D CDW superstructure sets in when
the temperature is further reduced below 100(5) K. The
electronic properties appear to track the unusual structural
evolution. Thus, our results not only shed light on the
genesis of CDWs in 1T-VSe2 but also highlight the key
contribution of lattice distortions to CDW phenomena in
TMDCs.
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