
PHYSICAL REVIEW B 102, 155118 (2020)

Electronic structures of Bi2Se3 and AgxBi2Se3 under pressure studied by high-resolution x-ray
absorption spectroscopy and density functional theory calculations

Hitoshi Yamaoka ,1 Harald O. Jeschke ,2 Xiaofan Yang,2 Tong He,2 Hidenori Goto ,2

Nozomu Hiraoka,3 Hirofumi Ishii,3 Jun’ichiro Mizuki,4 and Yoshihiro Kubozono 2

1RIKEN SPring-8 Center, Sayo, Hyogo 679-5148, Japan
2Research Institute for Interdisciplinary Science, Okayama University, Okayama 700-8530, Japan

3National Synchrotron Radiation Research Center, Hsinchu 30076, Taiwan, Republic of China
4Graduate School of Science and Technology, Kwansei Gakuin University, Sanda, Hyogo 669-1337, Japan

(Received 19 May 2020; revised 9 September 2020; accepted 10 September 2020; published 14 October 2020)

The pressure-induced change in the electronic structures of the superconductors Bi2Se3 and AgxBi2Se3 has
been measured with high-resolution x-ray absorption spectroscopy. As a common feature for these compounds,
we find that pressure causes the broadening of the Se 4p band and an energy shift of the Bi 6s band above the
Fermi level up to the pressure of the first structural transition. These results, corroborated by density functional
theory calculations, correlate with an increase of the carrier density, the disappearance of the band gap, and
the emergence of superconductivity. The electronic structure changes significantly at the pressure of the first
structural transition, which may be a trigger of the emergence of superconductivity, while above the pressure of
the first phase transition it does not change much even around the second phase transition pressure, corresponding
to the nearly constant Tc above the pressure of the second structural transition.
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I. INTRODUCTION

Bi2Se3 and Bi2Te3 are prototypical examples of three-
dimensional (3D) topological insulators [1,2]. Some topolog-
ical insulators show superconductivity at low temperatures,
and chemical doping or pressure also often induces bulk su-
perconductivity, even if the parent material does not show
superconductivity [3]. Bi2Se3 under pressure is considered a
candidate for topological superconductivity [4]; the fact that
the upper critical field Hc2 exceeds both Pauli and orbital lim-
its indicates an unconventional pairing state [5]. The complex
evolution of crystal structures under pressure in combination
with open questions about the nature of its superconducting
phases makes Bi2Se3 a very interesting material to study un-
der high pressure [6]. In Bi2Se3, a phase transition from the
low-pressure rhombohedral phase (α-Bi2Se3) to a monoclinic
structure (β-Bi2Se3) occurs above 10 GPa [5,7,8]. The emer-
gence of superconductivity was observed around 11–12 GPa
with a superconducting transition temperature (Tc) of 4.4 K.
Tc increases rapidly to a maximum of 8.2 K at 17.2 GPa,
decreases to around 6.5 K at 23 GPa, and then remains almost
constant with a further increase in pressure. Variations in Tc

with respect to pressure are closely related to the carrier den-
sity, which increases by over two orders of magnitude from 2
to 23 GPa. Therefore, the measurement of the electronic struc-
ture under pressure may be a key to understanding the mech-
anism of the emergence of the topological superconductor.

Metal (Cu, Sr, and Ag) doped Bi2Se3 also shows supercon-
ductivity under pressure [5,9–16]. In CuxBi2Se3, the copper
atoms are intercalated into the weakly bonded Se-Se van-
der-Waals gaps. Theoretically, a nematic superconductor with

odd parity pairing has been proposed based on Ginzburg-
Landau theory [17,18]. On the other hand, scanning tunneling
spectroscopy suggested a fully gapped conventional s-wave
superconducting pairing symmetry without in-gap states [19].
In contrast, in SrxBi2Se3 most of the doped Sr atoms are
located in the Se-Bi-Se-Bi-Se quintuple layer [9,20]. The
Sr doping moves the Fermi level upward, resulting in an
increase of the carrier density [20]. SrxBi2Se3 exhibits super-
conductivity with high superconducting volume fraction [16].
Another property of SrxBi2Se3 is that the topological surface
state is well separated from the bulk bands [16,20,21]. Fur-
thermore, a pressure-induced second superconducting phase
emerges above 6 GPa in Sr0.065Bi2Se3, with a maximum Tc

value of 8.3 K [15]. The reemergence of superconductivity
in Sr0.065Bi2Se3 may correlate to the structural phase tran-
sition from an ambient pressure rhombohedral phase to a
high-pressure monoclinic phase around 6 GPa, and further to
another high-pressure tetragonal phase above 25 GPa. How-
ever, the latter structural transition around 25 GPa did not
effect changes in Tc. A similar pressure-induced emergence
of superconductivity was also found in AgxBi2−xSe3 [9].
In AgxBi2−xSe3, structural phase transitions occur at 8 and
23 GPa and two kinds of superconductivity (low-Tc phase at
10–24 GPa and high-Tc phase at 17–26 GPa) were found,
where the high-Tc phase extended above 24 GPa across the
phases II and III. It has been suggested that a filamentary
phase III was formed above 17 GPa before the emergence
of the bulk phase III above 23 GPa. It was pointed out that
Ag doping possibly tunes the Fermi level downward [9].
Ag-substituted and Sr-intercalated systems were claimed to
be spin-triplet p-wave superconductors [5,9,15]. AxBi2−xSe3
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(A = Sr, Ag) may be ideal systems to study topological su-
perconductivity under pressure.

The emergence of the superconductivity and the increase
of Tc under pressure in these compounds may also correlate to
the change in the electronic structure. However, the electronic
structure under pressure has so far been studied neither for the
parent material of Bi2Se3 nor for metal-doped Bi2Se3. Thus,
Bi2Se3 and AxBi2−xSe3 can be considered good examples to
study the origin of superconductivity under pressure systemat-
ically. In this paper, we report a detailed study of the electronic
structures of Bi2Se3 and Ag0.05Bi1.95Se3 under pressure. The
purpose of this paper is to clarify the correlation of the
electronic structure to crystal structure and superconductiv-
ity under pressure. We measured the pressure dependence
of the x-ray absorption spectra in partial fluorescence yield
mode (PFY-XAS), which gives high-resolution spectra, at the
Se-K and Bi-L3 absorption edges [22–24]. We measured the
electronic structures of the two key elements of Bi and Se
separately. It is noted that our XAS study is intrinsically
bulk sensitive and thus cannot discuss the surface states or
surface topology, while here we study the correlation between
bulk electronic structure and superconductivity. Pressure is
expected to tune the electronic structure such as the density
of states (DOS) at the Fermi level especially near the pressure
where superconductivity emerges. We also performed density
functional theory (DFT) calculations of Bi2Se3 with fully rel-
ativistic GGA+SO. The DFT calculations show that the DOS
at the Fermi level appears above the pressure of the first struc-
tural transition and rapidly increases with pressure, which is a
prerequisite for the emergence of superconductivity.

II. METHODS

A. Experiments

Single crystals of Bi2Se3, Ag0.05Bi1.95Se3,
Sr0.54(7)Bi2Se4.2(1), and Sr0.09(3)Bi2Se3.61(4) were prepared
with SeO2, Bi, and Bi2O3 for comparison [9]. Crystals of
Bi2Se3 and metal-doped Bi2Se3 were grown by a conventional
melt-growth method using stoichiometric amounts of Ag,
Sr, Bi, and Se powders [9]. The analyses of chemical
composition were performed by an energy-dispersive x-ray
(EDX) spectrometer equipped with a scanning electron
microscope (KEYENCE VE-9800-EDAX Genesis XM2).
The EDX spectra were measured for five different positions
of the metal-doped lumps at room temperature. In the case of
a small amount of Ag doping, Ag is substituted on the Bi site
[9]. On the other hand, Sr can be doped into Se-Bi-Se-Bi-Se
quintuple layers or inserted between Bi and inner Se layers
[9,20,25].

Measurements of the PFY-XAS spectra were performed
at BL12XU, SPring-8 [26,27]. At the BL12XU beamline
of SPring-8, the undulator beam was monochromatized by
a cryogenically cooled double crystal Si(111) monochroma-
tor. We measured the PFY-XAS spectra at the Se-K and
Bi-L3 absorption edges. This are essentially bulk-sensitive
measurements and we measure the bulk electronic structures.
Johann-type spectrometers were equipped with a spheri-
cally bent Si(577) analyzer of radius of ∼1 m for Se Kβ1

and Si(555) for Bi Lα1 emissions from the samples. A Si

solid-state detector (Amptech) was used to analyze the Kβ

emission of the 3p3/2 → 1s deexcitation at the Se-K absorp-
tion edge and the Lα emission of the 3d5/2 → 2p3/2 deexcita-
tion at the Bi-L3 absorption edge. We used the Kβ emission of
Se to measure the PFY-XAS spectra, instead of using the Kα

emission [28], because the Se 3p electrons may be more cor-
relative to the outer shell electrons compared to the 2p elec-
trons. At the emitted photon energy of 12.66 keV, the overall
energy resolution was set to be 1.5 eV. Note that one can dis-
cuss relative changes in energy on the order of 0.1 eV, which is
one order of magnitude smaller than the energy spread of the
measurement system. The intensities of the measured spectra
were normalized using the intensity of the incident beam that
was monitored just before the sample. The errors of the inten-
sity and energy of each component of the PFY-XAS spectrum
originate mainly from the statistical errors of the total counts
and the fit errors. The intensities of the PFY-XAS spectra are
normalized by the areas in the measured-energy range.

For the high-pressure experiments in the x-ray emission
spectroscopy, the x-ray beam was focused to 30 (horizontal) ×
14–20 (vertical) μm2 at the sample position using a toroidal
and a Kirkpatrick-Baez mirror. High-pressure conditions were
achieved using a diamond anvil cell (DAC) coupled with
a gas-membrane. A Be-gasket 3 mm in diameter and ap-
proximately 100 μm thick was preindented to approximately
40 μm thickness around the center. The diameter of the
sample chamber in the gasket was approximately 120 μm,
and the diamond anvil culet size was 300 μm. A pressure
medium of Daphne 7474 was used for the DAC. Pressure
was monitored by the ruby fluorescence method [29–31]. All
measurements were performed at room temperature. We note
that no structural transition has been reported for Bi2Se3 in the
temperature range 10–270 K [32].

B. Theoretical calculations

We performed scalar relativistic electronic structure calcu-
lations for Bi2Se3 with the full potential local orbital (FPLO)
basis set [33] and the GGA exchange correlation functional
[34]. The calculations for the doped Bi2Se3 systems have not
been performed because it is necessary for the DFT calcula-
tions to know exactly where a dopant sits in the crystal, and
the dopant positions of Ag and Sr are still under discussion
[25,35,36]. We use 24 × 24 × 24 k meshes at P = 0, 4.8, and
37.8 GPa and a 12 × 12 × 12 k mesh at P = 13.5 GPa. The
evolution of the structure of Bi2Se3 with pressure has been
investigated repeatedly [8,37,38], with some differences in
transition pressures and high-pressure crystal structures. The
ambient pressure hexagonal space group R3̄m is replaced at
around 10 GPa by a monoclinic C2/m space group. At pres-
sures above about 25 GPa, there is either another monoclinic
or a tetragonal I4/mmm space group [8]. We use the ambient
pressure and P = 13.5 GPa structures of Ref. [37], and the
P = 4.8 and 37.8 GPa structures of Ref. [38]. For investi-
gating the continuous evolution of quantities as a function of
pressure, we use a smooth evolution of lattice parameters from
Ref. [39], combined with DFT relaxation of internal Bi and
Se coordinates. We investigate the effects of spin-orbit (SO)
coupling using fully relativistic GGA calculations (to which
we refer as GGA+SO).
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FIG. 1. (a) PFY-XAS spectra of SeO2, Bi2Se3, Sr0.54Bi2Se4.2,
and Ag0.05Bi1.95Se3 at the Se-K absorption edge. The intensity is
normalized by the area. (b) Expanded views of the PFY-XAS spectra
in (a) around the Se-K absorption edge. The intensity is normal-
ized by the peak intensity. (c) PFY-XAS spectra of Bi, Bi2O3,
Bi2Se3, Sr0.54Bi2Se4.2, and Ag0.05Bi1.95Se3 at the B-L3 absorption
edge. (d) Expanded views of the PFY-XAS spectra in (c) around the
Bi-L3 absorption edge.

III. RESULTS AND DISCUSSION

A. Chemical composition dependence

Figure 1(a) shows PFY-XAS spectra of SeO2, Bi2Se3,
Sr0.54Bi2Se4.2, and Ag0.05Bi1.95Se3 at the Se-K absorption
edge and at ambient pressure. Oxidation numbers of Se of
the Bi2Se3-based samples are smaller than that of SeO2. The
Se-K absorption edge of the Sr-doped samples shifts to lower
energy compared to that of Bi2Se3, while that of the Ag-doped
samples shifts to slightly higher energy. A small amount of
Ag doping leads to hole doping in the case of Ag substitution
to the Bi site because the change in the cations from Bi3+ to
Ag+ adds two holes to the system [9,11]. Very recently the
occurrence of both possibilities—the intercalation of Ag and
the substitution of Ag to the Bi site—were observed [35,36].
It is expected that with increasing Ag doping, the fraction
of intercalated Ag increases, keeping the Fermi level at the
bottom of the conduction band. On the other hand, doped
Sr is expected to be intercalated into the van-der-Waals gap
between Se-Se layers, providing one electron per Sr atom
to the system. However, it was reported that Sr atoms are
possibly inserted between Bi and inner Se layers [25,40]. The
present results indicate hole doping in Ag0.05Bi1.95Se3 and
electron doping in Sr0.54Bi2Se4.2.

Figure 1(c) shows PFY-XAS spectra of Bi, Bi2O3, Bi2Se3,
Sr0.54Bi2Se4.2, and Ag0.05Bi1.95Se3 at the Bi L3-absorption
edge. The oxidation numbers of Bi for Bi2Se3, Sr0.54Bi2Se4.2,
and Ag0.05Bi1.95Se3 are higher than those for Bi2O3 and Bi if
we define the Bi L3 absorption edge for the shoulder peak of

FIG. 2. (a) A fit example of the PFY-XAS spectra of
Ag0.05Bi1.95Se3 at the Se-K absorption edge and at 0.99 GPa. Main
peaks around the absorption edge are labeled as A, B, and C. (b) A
fit example of the PFY-XAS spectra of Ag0.05Bi1.95Se3 at the Bi-L3

absorption edge and at 11.4 GPa. Main peaks around the absorption
edge are labeled as D, E , F , G, and H .

Bi2O3. The spectrum of Ag0.05Bi1.95Se3 is very similar to that
of Bi2Se3 at the Bi-L3 absorption edge. On the other hand,
the Sr doping causes a small shift of the weak peak around
13422 eV to lower incident energy as shown in Fig. 1(d). The
Ag doping to Bi2Se3 is less effective compared to the case
of the Sr doping on the change in the electronic structure of
the Bi site at ambient pressure. A small peak at 13 422 eV of
Bi2O3 is much stronger than those of other samples, revealing
a larger 6s unoccupied band of the Bi site of Bi2O3 [41,42].
The present results agree with the DFT calculations by Deng
et al. [43] that the band gap and Bi s DOS above the Fermi
level of Bi2O3 is larger compared to Bi2Se3, and the density of
states (DOS) above the Fermi level of Bi2O3 shows a steplike
increase.

B. Analyses of the PFY-XAS spectra

The absorption spectra reflect the DOS of the vacant shells
(electron-empty states) above the Fermi level. Pressure nor-
mally induces a broadening of the DOS and a shift of the
Fermi level. It is also expected that the pressure-induced shift
of the energy of the DOS or that of the absorption edge
may correlate to the shift of the Fermi level or the change
in DOS at the Fermi level. The partial DOS of Se 4p and
Bi 6p contributes mostly to the total DOS near the Fermi
level as described in the subsection on theoretical calculations
(Sec. II B). Spectroscopically, however, we observe mainly
the dipole-allowed transitions of Se 1s–4p, Bi 2p–6s, and Bi
2p–6d , and the observed spectra do not reflect the Bi 6p DOS.
We fitted the spectra to see the detailed change in DOS under
pressure. In Fig. 2, we show examples of the fits to the PFY-
XAS spectra at the Se-K and Bi-L3 absorption edges [44]. We
assumed some Voigt functions with an arctan-like background
function for simplicity. For the peak A, two symmetric com-
ponents are assumed because of an asymmetric profile. From
the analogy to the spectra of selenium compounds at the Se-K
absorption edge [45–49], the peak A is attributed to a 1s-4p
dipole transition and Se 4d partial density of states hybridized
with the Bi 6s and 6p states. The peak B is due to multiple
scattering sensitive to the local structure around Se and the
partial density of states of Se 4d character in the continuum.
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FIG. 3. (a) Pressure dependence of the PFY-XAS spectra of Bi2Se3 at the Se-K absorption edge. (b) Expanded views of the PFY-XAS
spectra in (a) around the Se K-absorption edge. (c) Pressure dependence of the energy of the Se-K absorption edge. (d),(e) Pressure dependence
of the intensity and energy of the peaks A and B of the PFY-XAS spectra at the Se-K absorption edge, respectively. (f) Pressure dependence of
the PFY-XAS spectra of Bi2Se3 at the Bi-L3 absorption edge. (g) Expanded views of the PFY-XAS spectra in (f) around the Se-K absorption
edge. (h) Pressure dependence of the energy of the Bi-L3 absorption edge. (i),(j),(k) Pressure dependence of the intensity and energy of the
peaks D, E , and F of the PFY-XAS spectra at the Bi-L3 absorption edge, respectively. Pink-colored and green-shaded areas in (c) and (h)
correspond to the superconducting regions reported by Kong et al. [7] and Kirshenbaum et al. [5], respectively, where the maximum value of
the vertical axis scales to be 15 K. Vertical dotted lines and yellow area in (c), (d), (e), (h), (i), (j), and (k) correspond to the pressures of the
structural transitions [8].

The peak B also possibly arises from the eg antibonding orbital
at the Se site [45].

We assumed some components of the peaks near the Bi-L3

absorption edge as shown in Fig. 2(b) [41,42,50]. The weak
shoulder peak D is assigned as a dipole-allowed transition
of a 2p3/2 electron into 6s states [42,49,51,52]. The increase
of the intensity of the peak D corresponds to an increase of
the holes in the Bi 6s states, a lowering of the band filling,
and a decrease in the carrier numbers. The peaks E and F
correspond to the transition of a 2p3/2 electron into 6d states
of t2g (E : nonbonding, dxy and dyz) and eg (F : antibonding, dz2 )
[49]. Thus, the intensity of the peak D reflects the Bi s DOS
and those of the peaks E and F correspond to the Bi d DOS
above the Fermi level. Note that the ligand-field splitting of
d-orbitals into t2g and eg states occurs. The relative intensities

of the peak D give the relative occupation probabilities of the
Bi 6s band in the ground state under the assumption that there
is no hybridization between the Bi 6s and 6d orbitals [41].
A pressure-induced shift of the Fermi level may cause a shift
of the energy of the peak D (Bi 6s DOS) or the energy of
the absorption edge. In Figs. 1(c) and 1(d), the PFY-XAS
spectrum of Bi2O3 shows a weak intensity of the peak D,
suggesting that the Bi 6s state is not completely filled by
electrons [50].

C. Pressure dependence of the PFY-XAS spectra of Bi2Se3

We measured the pressure dependence of the PFY-XAS
spectra of the parent compound of Bi2Se3 as shown in
Figs. 3(a) and 3(f) at the Se-K and Bi-L3 absorption edges.
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FIG. 4. (a) Pressure dependence of the PFY-XAS spectra of Ag0.05Bi1.95Se3 at the Se-K absorption edge. (b) Expanded views of the
PFY-XAS spectra in (a) around the Se-K absorption edge. (c) Pressure dependence of the energy of the Se-K absorption edge. (d),(e) Pressure
dependence of the intensity and energy of the peaks A and B of the PFY-XAS spectra at the Se-K absorption edge, respectively. (f) Pressure
dependence of the PFY-XAS spectra of Ag0.05Bi1.95Se3 at the Bi-L3 absorption edge. (g) Expanded views of the PFY-XAS spectra in (f) around
the Se K-absorption edge. (g) Pressure dependence of the intensity of the peaks D, E , and F of the PFY-XAS spectra at the Bi-L3 absorption
edge. (i),(j),(k) Pressure dependence of the intensity and energy of the peak D, E , and F of the PFY-XAS spectra at the Bi-L3 absorption edge,
respectively. Colored areas in (c) and (h) correspond to the superconducting regions, where the maximum value of the vertical axis scales to
be 15 K [9]. Vertical dotted lines in (c), (d), (e), (h), (i), (j), and (k) correspond to the pressures of the structural transitions [9].

In Bi2Se3, the first and second structural transitions have
been reported to occur from R3̄m (rhombohedral, phase I) to
C2/m (monoclinic, phase II) at 10–12 GPa and from C2/m
to I4/mmm (tetragonal, phase III) at 25–26 GPa, respectively.
The width of the peak A in Fig. 3(b) increases with pressure,
indicating the broadening of the Se 4p band above the Fermi
level. The broadening occurs mainly at higher incident en-
ergy. A similar pressure-induced feature is also observed in
the doped Bi2Se3 as shown below. The energy of the Se-K
absorption edge is insensitive to pressure, especially at high
pressures where superconductivity is observed, as shown in
Fig. 3(c). The intensities and energy of the peaks A (Se 4p
band) and B (Se 4d band) at the Se-K absorption edge in
Figs. 3(d) and 3(e) show a sudden change around 8–9 GPa
below the first phase transition pressure of 10-12 GPa. A
possibility to explain this phenomenon is that a filamentary

phase II starts at 8–9 GPa and the electronic structure is
sensitive to the transition to phase II. It is noted that in a small
amount of Ag-doped sample, Ag0.05Bi1.95Se3, the pressure of
the first phase transition was 8.8 GPa [9]. Therefore, it is likely
that the present Bi2Se3 sample may have the first structural
phase transition around 8–9 GPa. Figure 3(h) shows a sudden
decrease of the energy of the Bi-L3 absorption edge at 9 GPa,
and the edge energy has a decreasing trend at high pressures.
The intensities of the peaks D (Bi 6s band), E (Bi t2g band),
and F (Bi eg band) at the Bi-L3 absorption edge also show a
change around 8–9 GPa as shown in Figs. 3(i), 3(j), and 3(k),
respectively.

In Bi2Se3, the carrier density increases on a logarithmic
scale up to 47 GPa, shows a sudden increase at 11 GPa, and
superconductivity emerges above 11 GPa [5,7]. The supercon-
ducting transition temperature (Tc) correlates with the increase
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of the carrier density up to 28 GPa in the measurements by
Kirshenbaum et al. [5], while Tc in the measurements by
Kong et al. [7] increased suddenly above 11 GPa, as shown
in Fig. 3(c). But Tc does not change much with a further
increase of pressure in both measurements. The increase of the
intensity of the peak D up to 8 GPa corresponds to the increase
of the holes of the Bi 6s state and the decrease of the electron
carrier density if we assume that there is no hybridization
between the Bi 6s and 6d orbitals. This is inconsistent with
the results of the increase of the carrier density obtained from
the Hall coefficient measurement [5,7]. Here, two possibilities
could be considered to explain this inconsistency: one is the
increase of the hybridization of the Bi 6s states and another
is the increase of holes as carriers. The latter case is refuted
by the Hall coefficient measurement because the carriers are
electrons [5] and thus the pressure-induced increase of the
hybridization is more likely. The decrease of the intensity of
the peak D above 8 GPa may be caused by the increase of the
carrier density which is filling the Bi 6s states. The electronic
structures of both Se and Bi changed around the first phase
transition pressure as described above, while the change in
the electronic structure at the second structural transition pres-
sure of 26 GPa was not observed clearly. Here, we note that
the carrier density was derived in Ref. [5] assuming a single
band model, but the actual band structure is very complex
as described below. Furthermore, the signal intensity of the
Hall-coefficient measurement is proportional to the inverse
of the carrier density and it was normally very weak in the
metallic phase, and thus the measurement may be unreliable
especially at high pressures.

Our high-resolution measurements show a clear shoulder
component of the peak D (Bi 6s band) around the Bi L3

absorption edge. The present results agree with the DFT cal-
culations shown below; the intensity of the peak D, i.e., the Bi
s DOS, increased gradually up to 10 GPa and the energy of the
peak D slightly increased above 5 GPa as shown in Fig. 3(i).
Thus, the energy shift of the peak D may reflect the shift of the
Fermi level or the change in the DOS at the Fermi level. The
other remarkable result is that the energies of the peaks D, E ,
and F shift to lower incident energy after the first structural
transition as shown in Figs. 3(i), 3(j), and 3(k).

These results may suggest that pressure causes an upward
shift of the Fermi level or an increase of the DOS at the
Fermi level after the first structural transition, resulting in
the disappearance of the band gap at high pressures, and
the increase of the carrier density above the Fermi level,
correlating to the emergence of superconductivity. The first
structural phase transition is a trigger of the emergence of
the superconductivity, with significant changes of the crystal
structure as well as the electronic structure, and above the
pressure of the first phase transition the electronic structure
does not change much, which correlates to nearly constant
Tc. This scenario seems to be shared by the doped Bi2Se3

superconductors described below, although a shift of the phase
transition pressure occurs. A correlation between carrier den-
sity and superconductivity is also observed in the topological
superconductors Sb2Se3 [53], the telluride compounds of Sn-
doped Bi1.1Sb0.9Te2S [54], BiTeI [55], Bi1.5Sb0.5Se1.3Te1.7

[56], Sb2Te3 [57], and bismuth telluride-based alloys [58].
The closing of the band gap, the increase of the carrier

density, and the emergence of superconductivity with pres-
sure, resulting in the disappearance of the insulating nature,
are correlated with each other. The DOS at the Fermi level
has an important impact on superconductivity. We note that
the increase of the carrier density with pressure up to the first
structural transition pressure may correlate to the increase of
the DOS at the Fermi level.

In Bi2Se3, a pressure-induced electronic topological tran-
sition (ETT) in the R3̄m phase was suggested at ∼3 GPa
from the pressure dependence of the c/a ratio [8], at 3–5 GPa
from XRD [37], at 5 GPa from Raman scattering [37], and at
6.5 GPa from the carrier density jump in the Hall coefficient
measurement [37]. Bera et al. termed the transition at 2.4 GPa
from the Raman spectroscopy as an isostructural transition
instead of ETT [59]. First-principles calculations also showed
that the low-pressure transition around 3 GPa was not related
to a change in the electronic topology [59]. Our results show
that the energies of the Bi absorption edge, the peak D, and the
peak E go through a minimum around 4–5 GPa as shown in
Figs. 3(h), 3(i), and 3(j), respectively. These changes in the Bi
electronic structure possibly correlate to the pressure-induced
electronic topological transition in the R3̄m phase, while the
DFT calculations show no change in the density of states at
the Fermi level around this pressure range (see Fig. 8 below).

D. Pressure dependence of the PFY-XAS
spectra of Ag0.05Bi1.95Se3

Figures 4(a) and 4(f) show the pressure dependence of the
PFY-XAS spectra of Ag0.05Bi1.95Se3 at the Se-K and Bi-L3

absorption edges. The width of the peak A in Fig. 4(b) in-
creases with pressure, and a broadening of the Se 4p band
above the Fermi level occurs. The pressure-induced behavior
of the energy of the Se-K absorption edge in Ag0.05Bi1.95Se3

is different from that in Bi2Se3. The energy of the Se-K
absorption edge in Fig. 4(c) increases slightly with pressure up
to 8 GPa, shows a sudden increase around the pressure 8 GPa
of the first structural transition, and decreases gradually up to
19 GPa. The intensity of the peak A in Fig. 4(d) decreases
slightly with pressure up to 20 GPa and increases above the
pressure of the second structural transition, while its energy
does not change much. The intensity and energy of the peak
B in Fig. 4(e) increase gradually up to around 10 GPa.

The energy of the Bi-L3 absorption edge in Fig. 4(h) de-
creases with pressure up to 9 GPa, shows a rapid transition
around 8 GPa, and returns to the original energy at ambient
pressure above the second structural transition. A similar trend
is observed in the pressure dependence of the energy of the
peak D in Fig. 4(i). An apparent change in the energy of the
peak F in Fig. 4(k) is observed around the pressure of
the first structural transition, while the pressure dependence
of the peak F is small. The intensities of the peaks D, E , and
F in Figs. 4(i), 4(j), and 4(k) do not show a clear change at the
pressures of the structural transitions. The intensities of the
peaks D show a different behavior under pressure compared
to the case of Bi2Se3. In Ag0.05Bi1.95Se3, it does not change up
to around 8 GPa although it becomes unstable at this pressure,
and it increases gradually with further increase of the pres-
sure as shown in Fig. 4(i). The Ag substitution corresponds
to hole doping [9,35], but the Hall-coefficient measurement
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FIG. 5. Band structure and density of states (DOS) of Bi2Se3 (a) at P = 0 GPa, (b) P = 4.8 GPa, (c) P = 13.5 GPa, and (d) P = 37 GPa.
Structures for (a) and (c) are taken from Ref. [37], those for (b) and (d) from Ref. [38].

showed that the carriers are still electrons [11]. The Ag doping
changes the Fermi level downward [9,11]. On the other hand,
the pressure decreases the energy of the peak D, suggest-
ing an upward change in the Fermi level. The results for
Bi2Se3 indicate that pressure increases the hybridization and
the number of holes in the Bi 6s band as revealed by the
increasing intensity of the peak D. In Ag0.05Bi1.95Se3, these
two pressure-induced effects may compete with each other
and result in the nearly constant intensity of the peak D below
8 GPa.

The energy shift of the peak D up to 10 GPa from ambient
pressure is large, of the order of 1 eV, and may correspond to
the raising of the Fermi level or to a change in the DOS at the
Fermi level, and then the system may undergo the transition
from an insulator with an indirect gap to metal as calculated
for Bi2Se3 [60,61]. Both the energies of the peak D and the
absorption edge return to higher incident energy above the
pressure of the second structural transition, but the metallic
character may be kept because the Se 4d DOS (the peak A
intensity) still shifts to lower incident energy with pressure, as
shown in Fig. 4(c).

The difference of the behavior of the superconduc-
tivity among Bi2Se3, CuxBi2Se3, and SrxBi2−xSe3 has
been explained qualitatively with a simple theoretical BCS
model of a low carrier density superconductor, where
Tc ∼ �Dexp{−1/[N (0)V0]} [�D: Debye temperature, N (0) ∼
m∗n1/3: the density of states with effective mass m∗ at the
Fermi level, and V0: the effective electron-phonon interac-
tion parameter] [5,12,14,15]. In Bi2Se3, the carrier density
increased with pressure [5]. In CuxBi2Se3, n decreased with
pressure [12]. In Sr0.065Bi2−xSe3, the reduction of the charge

carrier density occurred under pressure and the DOS at the
Fermi level decreased at low pressures [14,15]. It has been
considered that these differences may cause the different pres-
sure dependence of Tc. In Sr0.065Bi2Se3, a steplike increase
of the superconductivity above the pressure of the first phase
transition was observed [15]. In NbxBi2Se3, Tc showed a
different behavior from Cu- and Sr-substituted systems; Tc

increased with pressure at low pressures [62]. Additional
Fermi surface features of the Nb-substituted system have been
suggested as an explanation.

In Bi2Se3 the electronic structures of both Bi and Se change
significantly at the phase transition from I to II, while they
seem to be not sensitive at the transition from II to III as shown
in Fig. 3. In Ag0.05Bi1.95Se3 they show a similar trend to the
case of Bi2Se3, but the changes in the intensity and energy of
the peaks A, B, and E are not clearly observed at the phase
transition from I to II as shown in Figs. 4(d), 4(e), and 4(j),
respectively.

Recently, a similar pressure-induced behavior of Tc was
found in Bi2Te2Se and Bi1.1Sb0.9Te2S, and a universal phase
diagram was proposed combining the results of Bi2Se3,
Bi2Te3, and (Bi,Sb)2(Se,Te)3, where the superconducting re-
gions were divided into low-Tc SC1 and high-Tc SC2 as a
function of pressure [60]. In the universal phase diagram,
the transition from SC1 to SC2 occurred around the pressure
of the structural phase transition from monoclinic (C2/m)
to tetragonal (I4/mmm) phases. Meanwhile, in Sr0.065Bi2Se3

the sudden increase of Tc occurred at the end of the R3̄m
phase around the pressure of the phase transition from R3̄m to
C2/m, where both phases of R3̄m and C2/m coexisted from
the pressure at which low Tc superconductivity appeared up
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to the end of the R3̄m phase. However, this universal phase
diagram cannot be applied to the steplike increase of Tc in
Sr0.065Bi2Se3.

In the Bi oxide superconductor Ba1−xKxBiO3, the intensity
of the peak D and the Bi valence were a measure of the
superconductivity [41]. Upon increasing potassium content,
the volume and Tc decreased, and the intensity of the peak
D increased with increasing Bi valence. In Ba1−xKxBiO3,
the Bi valence was considered to be between 4+ and 5+.
In Bi2Se3 and Ag0.05Bi1.95Se3, the intensity of the peak D
shows a sudden change around the pressure 8 GPa of the first
structural transition. Figure 1(d) shows that the Bi valences
of the Bi2Se3-based compounds are slightly larger than 3+.
The present Bi2Se3-based samples do not show a correlation
between the intensity of the peak D and the Bi valence.

Additionally, we also measured the pressure dependence
of the electronic structure of SrxBi2Se3 and Bi [44]. In
SrxBi2Se3, Tc showed interesting behavior as a function of
pressure as described above [10,14–16,25,63]. The results
possibly suggest the closing of the band gap and correlate
with the increase of Tc above 11 GPa, although the supercon-
ductivity of the highly doped samples remains an unresolved
problem. Bi is known to have five phases up to 15 GPa
[64–70]. In Bi, a change in the electronic structure around
the pressure 7 GPa of the phase transition from phase III to
V was observed, while the change from phase II to III, where
superconductivity emerges, was small.

E. Electronic structure calculations of Bi2Se3

The band structure and DOS of Bi2Se3 calculated with
fully relativistic GGA+SO (spin orbit) are shown in Fig. 5. A
Dirac cone is situated at the � point. Comparison of the
GGA+SO calculations with GGA shows that spin-orbit cou-
pling opens a gap in the symmetry-protected Dirac cone [44].
A band gap is observed at 0 and 4.8 GPa of phase I as shown
in Figs. 5(a) and 5(b). Figures 5(c) and 5(d) show the closing
of the gap at 13.5 GPa (phase II) and an increase of the DOS
at the Fermi level at 37.8 GPa (phase III), respectively.

Partial densities of states from the angular momentum
quantum number are given in Fig. 6. The PFY-XAS spectra
of Se and Bi reflect the Se 4p DOS (peak A) and the weak Bi
6s DOS (peak D) and Bi 6d DOS (peaks E , F , and G), respec-
tively, as described above. The broadening of the Se 4p band
with pressure agrees with the experimental result in Fig. 3(b).
The Se 4p, Bi 6s, and Bi 6d DOSs shift toward the Fermi
level with pressure by changing the electronic structure, as
shown in Fig. 6. Experimentally, although the Se-K absorption
edge does not show a clear pressure dependence as shown in
Fig. 3(c), the energy of the peak D in Fig. 3(i) and the Bi-L3

absorption edge in Fig. 3(h) shift to lower energy, and both
energies decrease suddenly around the pressure of the phase
transition. Theoretically, the Bi 6s DOS just above the Fermi
level increases with pressure as shown in Fig. 6, while the
intensity of the Bi 6s band of the peak D deceases gradually
above the pressure of the first phase transition experimentally,
suggesting the decrease of the empty states of the Bi 6s band
and the gradual increase of the carriers at high pressures.
Both the theoretical and experimental results suggest that the
emergence of the superconductivity strongly correlates to the

FIG. 6. Densities of states (DOS) of Bi2Se3 split by element and
nl quantum numbers at four pressures, calculated with GGA+SO.
Note that the DOS of Bi 6s at E > EF is multiplied by 30, where E
is the binding energy.

closing of the band gap, where the DOS at the Fermi level
increases abruptly, which may be triggered by the structural
phase transition.

Figure 7 shows the pressure dependence of the band
structures in the monoclinic phase II, where superconduc-
tivity was observed. We chose an in-plane k path with L =
(1/2,−1/2, 0), X = (1/2, 0, 0), Y = (0, 1/2, 0), and M =
(1/2, 1/2, 0). At 10 GPa, the valence-band maxima along
the �-L direction cross the Fermi level, and the conduction-
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FIG. 7. Pressure dependence of the band structures in the monoclinic phase II. The crystal structures were taken from Ref. [39].

band minima along M-� start to move down. At 16 GPa, the
valence band along M-� starts to cross the Fermi level, caus-
ing a small jump of the DOS at the Fermi level as shown
in Fig. 8 below. These trends are emphasized with further
increase of the pressure.

Total and partial s DOS as a function of pressure are shown
in the Supplemental Material [44]. In phase I, the total DOS
shifts to higher binding energy, keeping the band gap at the
Fermi level. In phase II, the total DOS below the Fermi level
shifts to higher binding energy, and above the Fermi level
it shifts to lower binding energy. The DOS near the Fermi
level increases, indicating the pressure-induced broadening of
valence and conduction bands. In phase III, a similar trend
to that in phase II was observed, but the DOS at the Fermi

FIG. 8. Pressure evolution of the density of states at the Fermi
level, based on the crystal structures from Ref. [39].

level does not change much. Partial s DOS follows a similar
trend to the total DOS in Fig. 6. A slight shift of the partial
s DOS to higher binding energy with pressure corresponds
to the gradual decrease of the peak D (Bi s DOS) energy in
Fig. 3(i).

Figure 8 shows the pressure evolution of the DOS of
Bi2Se3 at the Fermi level. The lattice parameters obtained
from the literature were used and interpolated for the rhom-
bohedral phase [71] and for the two monoclinic phases [39].
Calculations of the electronic structures at 88 pressure points
were performed. In phase I, because of the band gap no DOS
at the Fermi level was observed up to 10 GPa. The change in
the DOS at the Fermi level is gradual in phase II and overall
small, although the DOS appears abruptly at the beginning of
phase II. There is a large change in the band structure between
phases II and III, which originates from the upward shift of
the valence bands as shown in Fig. 5(d) and simultaneously
causes the sudden increase of the DOS at the Fermi level
in Fig. 8. However, note that the two C2/m phases have
different unit cells, and thus it is difficult to compare the band
structures. On the other hand, between phase II and phase
III, Bi2Se3 experiences a 6% volume collapse. This leads to
an increase of the effective coordination number of Bi. The
concomitant rearrangement of states leads to a partial occupa-
tion of previously empty Bi 6p and Se 4p states [44]. These
changes of the electronic structures cause the jump of the
DOS at the Fermi level seen in Fig. 8. Meanwhile, the change
in the electronic structure between phases II and III is small
experimentally, as shown in Figs. 3 and 4. The experimental
results are the integral intensity of the bands above the Fermi
level, and thus they may be insensitive to the change in the
DOS at the Fermi level. The calculated results clearly show
the closing of the band gap around the 10 GPa of the first
structural transition pressure. The carrier density increases by
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four orders of magnitude up to 47 GPa [5]. There is a small
jump of the carrier density around the onset pressure of the
superconductivity [5,7]. The present results of the DOS at the
Fermi level show a strong correlation to the carrier density
up to 25 GPa, but it does not change much in phase III and
shows a rather similar trend to the pressure dependence of Tc

[5], suggesting the promotion of Tc with the DOS at the Fermi
level.

The Z2 invariants for each crystal phase of Bi2Se3 under
pressure were calculated, revealing a strong topological nature
of Z2 = 1; (000) at 0 and 4.8 GPa (phase I), a topologically
trivial nature of Z2 = 0; (000) at 13.5 GPa (phase II), and
a strong topological nature of Z2 = 1; (111) at 37.8 GPa
(phase III). Similar calculation results have been reported for
Bi2Te2Se [72]. Here, the topologically trivial nature at phase
II as well as the topological state in the superconductivity
phase are still under discussion because the Z2 invariant in
phase II is very sensitive to crystal structure.

The DFT calculations by other groups yielded similar re-
sults. Pseudopotential DFT calculations for Bi2Se3 by Gao
et al. [73] showed Bi s DOS just above the Fermi level,
which increases at 10 GPa compared to ambient pressure;
the Fermi level shifts downward at 10 GPa. Cai et al. [60]
suggested the loss of the nontrivial superconducting state in
the monoclinic superconducting phase (C2/m, phase II) of
Bi2Te2Se by DFT calculations, taking into account the par-
ities of each band. In the tetragonal superconducting phase
(I4/mmm, phase III) there was no gap between the valence
and conduction band without nontrivial topological character.
This may suggest the absence of the topological nature in the
superconducting phase under pressure. But further theoretical
and experimental study may be required to understand the
topological nature under pressure. A similar pressure-induced
transition to the nontrivial Dirac semimetal state was also
reported in Bi1.5Sb0.5Te1.8Se1.2 [61]. The DFT calculations
showed that the bulk indirect band gap undergoes an indirect-
to-direct band-gap transition at 5.8 GPa, the bulk band gap
closes and develops a linear crossing of bands to form a 3D
Dirac semimetal state at 8.24 GPa, and the system becomes
a normal metal with further increase of the pressure before it
undergoes the first structural phase transition to the metallic
phases. These calculations showed a pressure-induced phase
transition to the metallic state, closing of the gap, with the loss
of the nontrivial state and with the emergence of the super-
conducting state. In contrast to the electronic structure under
pressure, the scanning tunneling microscopy/spectroscopy at
ambient pressure suggested the coexistence of the surface
topological state with bulk superconductivity in SrxBi2Se3 at
ambient pressure, where DOS at the Fermi level was estimated
to consist of <33% topological surface electrons and >67%
normal bulk electrons [40].

Finally, we consider the spin-orbit coupling effect on the
electronic structure. The GGA band gap (Eg) in Fig. 9(a)
increases from 32 meV at 0 GPa to 56 meV at 4.8 GPa. On
the other hand, the GGA+SO band gap in Fig. 9(b) decreases
from 322 meV at 0 GPa to 296 meV at 4.8 GPa. We plot the
evolution of the band gap up to 10 GPa based on the sequence
of the band structures as shown in Fig. 9(c). The GGA band
gap decreases up to 1 GP and increases gradually with further
increase of the pressure while the GGA+SO gap shows an

FIG. 9. Band structure of Bi2Se3 (a) at P = 0 and (b) P =
4.8 GPa, comparing GGA and GGA+SO calculations. A plot of the
evolution of the band gap is shown in (c). Density of states (DOS)
(d) at P = 0 and (e) P = 4.8 GPa is also shown.

opposite trend, but the difference of both gaps becomes small
above 7 GPa. The spin-orbit coupling effect is also found as a
decrease of DOS at an energy of approximately 1.7 eV above
the Fermi level at low pressures, as shown in Fig. 9(d).

IV. CONCLUSIONS

We measured the pressure-induced changes in the
electronic structure of the Bi2Se3-based superconductors
Ag0.05Bi1.95Se3 and of the parent material Bi2Se3. Pressure
causes broadening of the bands such as the Se 4p DOS above
the Fermi level and the shift of the Bi 6s band and the Bi-L3

absorption energy to lower incident energies up to the pressure
of the first structural transition.

In Bi2Se3, a change in the Bi bulk electronic structure
was observed around 4–5 GPa, where the pressure-induced
electronic topological transition in the R3̄m phase has been
suggested. In Ag0.05Bi1.95Se3, the electronic structure changes
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around the second phase transition pressure of 23 GPa and
showed a trend to return to the structure below 8 GPa.

The DFT calculations of Bi2Se3 with fully relativistic
GGA+SO showed the closing of the band gap around the
pressure where the superconducting state emerged. The DFT
calculations also show that the DOS at the Fermi level appears
above the pressure of the first structural transition and is
closely correlated with the pressure evolution of Tc.

These experimental and theoretical results may suggest
a possible increase of the carrier density at the pressure
of the first structural transition, which may correlate to the
disappearance of the band gap, and the emergence of the
superconductivity. The first structural phase transition is a
trigger of the emergence of superconductivity where the elec-
tronic structure strongly changed, while above the pressure
of the first phase transition the electronic structure does not
change much and Tc may be kept nearly constant. These
changes in the electronic structure may be common for the
Bi2Se3 and the doped Bi2Se3 superconductors, although the
shift of the phase transition pressure occurs by the doping.

The Z2 invariants of Bi2Se3 showed the strong topological
nature of Z2 = 1 at phase I, a topologically trivial nature of
Z2 = 0 at phase II, and a strong topological nature of Z2 = 1
at phase III. But it is noted that the Z2 invariant in phase II is
very sensitive to crystal structure.

In this study, we clarified the bulk electronic structure un-
der pressure for the Bi2Se3-based compounds, and we showed
the correlation with the first crystal structural transition and

the emergence of the superconductivity. To gain more insight
into the behaviors of the electronic structure and the topolog-
ical nature under pressure, further detailed investigation with
the theoretical calculations will be desired.
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