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We report on a comparative theoretical and experimental investigation of the electronic band structure of
a family of three-dimensional topological insulators, AIV Bi4Te7−xSex (AIV = Sn, Pb; x = 0, 1). We prove by
means of density functional theory calculations and angle-resolved photoemission spectroscopy measurements
that partial or total substitution of heavy atoms by lighter isoelectronic ones affects the electronic properties
of topological insulators. In particular, we show that the modification of the Dirac cone position relative to the
Fermi level and the bulk band gap size can be controlled by varying the stoichiometry of the compound. We also
demonstrate that the investigated systems are inert to oxygen exposure.

DOI: 10.1103/PhysRevB.102.085118

I. INTRODUCTION

The theoretical prediction and later experimental verifi-
cation of the existence of three-dimensional topological in-
sulators (TIs) led to a new compelling field in solid-state
physics. TIs are narrow-gap semiconductors with strong spin-
orbit coupling that is responsible for the appearance of spin-
polarized metallic topological states (TSs) with Dirac-type
dispersion [1,2]. These peculiar electronic states are topo-
logically protected from backscattering on defects due to
time reversal symmetry. These unique electronic properties
allow using these materials in spintronics devices [2–6].
Since the discovery of the TI phase in quintuple-layer (QL)
structured compounds, the electronic and spin structures of
binary-type TIs, such as Bi2Se3, Bi2Te3, and Sb2Te3, were
widely investigated by spin- and angle-resolved photoemis-
sion spectroscopy (ARPES) [1,7,8]. Subsequent experiments
[9–11] showed that the Dirac state position with respect to
the bulk states and the shape of the Dirac cone influences
the conduction properties of TIs. Therefore, a method to
fine-tune specific properties of the topological insulator such
as group velocity, the bulk energy gap, and the position of
the Dirac point energy, is desirable. In addition, for practical
applications the TS needs to be robust against external agents,
whereas it has been shown that adsorption of foreign atoms
[12–19] or ultraviolet illumination [20] shifts the Dirac point
and modifies the electronic band structure.

One possible way to realize TIs with properties suitable
for incorporation in devices is to realize, starting from the
well-known binary-based systems, ternary and quaternary

layered materials (nAIV BV I -mAV
2 BV I

3 , with AIV = Ge, Sn, Pb;
AV = Bi, Sb; BV I= Te, Se). In contrast to binary compounds,
ternary and quaternary TIs are materials made of quintuple-
or septuple-layer (SL) blocks, as well as sequences of alter-
nating QL and SL units [21–24]. By varying the sequence of
the blocks, it is possible, in principle, to design topological
insulators with desired electronic properties [25]. Further-
more, first-principles calculations predict that the ternary- and
quaternary-based topological compounds allow for modifica-
tions of the electronic structure by means of a partial or total
substitution of one component with a lighter isoelectronic one
[26–28].

Here we compare the electronic properties of one family
of three-dimensional topological insulators, AIV Bi4Te7−xSex

(AIV = Sn, Pb; x = 0, 1), as determined theoretically by den-
sity functional theory (DFT) calculations and experimentally
by angle-resolved photoemission spectroscopy. We report
evidence of the TSs in the Sn-based topological insulator
SnBi4Te7, which has been theoretically predicted but not
experimentally verified [27,28]. We demonstrate that partial
or total substitution of heavier atoms with lighter isoelectronic
ones modifies the electronic structure of these compounds
while preserving the exotic properties associated with the
topological states.

II. METHODS

Single-crystalline ingots of SnBi4Te7 and PbBi4Te6Se
were grown using the modified Bridgman technique. Each
polycrystalline compound was synthesized starting from
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FIG. 1. (a) Atomic structure of SnBi4Te7. Pink balls represent Bi, yellow balls represent Te, and gray balls represent Sn atoms. In the
crystal structure of PbBi4Te6Se the gray balls correspond to Pb atoms, and the central atomic layer in the quintuple block is composed of Se
atoms. Bulk electronic structure of (b) SnBi4Te7 and (c) PbBi4Te6Se. The lines are made up of dots whose size denotes the weight of Bi and
Te pz orbitals. Surface electronic structure of (d) SnBi4Te7 and (e) PbBi4Te6Se; the shaded area identifies the bulk-projected bands. The insets
in (d) and (e) show a magnified view of the region enclosed by the dotted blue rectangle of the Dirac states, where the size of dots represents
the weight of the states in the surface and subsurface building blocks, respectively.

high-purity (5N) elements in an evacuated quartz ampoule
at about 1000 K for 8 h by mixing incessantly. After air
cooling, the as-cast sample was placed in a conical-bottom
quartz ampoule sealed under a vacuum better than 1 × 10−9

mbar. Then, the ampoule was placed in the T1 zone (∼900 K)
of a two-zone tube furnace of the Bridgman equipment and
held for 8 h to ensure a complete melting homogenization.
The ampoule was then moved from the T1 zone to the T2 zone
(∼720 K) at a speed of 1.2 mm/h. In this way, single crystals
with an average size of ∼3.5 cm and a diameter of ∼0.8 cm
were obtained. The single-crystalline quality of the as-grown
ingots was accurately checked by x-ray diffraction.

All photoemission experiments were carried out at the
VUV photoemission beamline of the Elettra synchrotron
radiation facility in Trieste. The samples were cleaved in
situ in ultrahigh-vacuum conditions (base pressure of 1 ×
10−10 mbar). The high quality of the (0001) fresh cleaved
surface was confirmed by the 1 × 1 sharp features in the
low-energy diffraction pattern. Moreover, the absence of sur-
face contaminants was verified by careful core level photoe-
mission measurements at 700- and 360-eV photon energies.
The ARPES measurements were performed at room tempera-
ture using a Scienta R-4000 hemispherical electron analyzer,
which allows parallel acquisition over a 30◦ angular range.
Samples were oriented by collecting photoemission intensity
maps over an azimuthal angular range of more than 50◦ in
steps of 1◦. The energy and angular resolutions of ARPES
were set to 15 meV and 0.3◦, respectively. In order to better
resolve the topological states features, ARPES was performed
at a photon energy (hν = 50 eV for SnBi4Te7 and hν = 30 eV
for PbBi4Te6Se), where the photoemission intensity from
the bulk conduction band is strongly reduced. The density
functional theory calculations were performed by using the

Vienna Ab initio Simulation Package (VASP) [29,30], with
core electrons represented by projector augmented-wave po-
tentials [31,32] with the generalized gradient approximation
[33] to the exchange-correlation potential. DFT-D3 van der
Waals correction [34] was applied for structure optimization.
Spin-orbit interaction was included in structure optimization
and electronic band calculations. To simulate surfaces of the
AIV B4Te7−xSex (AIV = Sn, Pb; x = 0, 1) compounds com-
posed of alternating QL and SL blocks we used asymmetric
slabs with QL and SL terminations on the opposite surfaces.

III. RESULTS AND DISCUSSION

The primitive cell of the crystal structure of both SnBi4Te7

and PbBi4Te6Se is hexagonal, with alternating quintuple- and
septuple-layer blocks stacked along the c axis, as shown in
Fig. 1(a). The bonds inside the SL [Te-Bi-Te-(Pb, Sn)-Te-Sb-
Te] and QL [Te-Bi-(Te, Se)-Bi-Te] have mainly ionic-covalent
character, whereas the blocks are held together by weak van
der Waals forces [25,27,28].

SnBi4Te7 and PbBi4Te6Se compounds show a complicated
band inversion in the bulk [Figs. 1(b) and 1(c)], where pz

orbitals of outer Te atoms of both QL and SL blocks occupy
the two lowest conduction bands at �, while pz electrons
of Bi atoms in SL blocks occupy the first and those in QL
blocks occupy the second valence bands like in other TIs with
alternating QL/SL structure [21].

The bulk band inversion in the studied TIs is different
than that in Bi2Se3-type topological insulators where two
bands forming the gap edges participate in the spin-orbit-
induced inversion. SnBi4Te7 and PbB4Te6Se compounds are
related to the series of TIs with alternating QL/SL structure,
and they have more complicated band inversion in the bulk
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[Figs. 1(b) and 1(c)], involving four bands: two bands from
the valence band and two bands from the conduction band.
More specifically, the pz orbitals of outer Te atoms of both
QL and SL blocks occupy the two lowest conduction bands
at �, while pz electrons of Bi atoms in SL blocks occupy the
first and those in QL blocks occupy the second valence bands
like in other TIs with alternating QL/SL structure [21].

The calculated band structures with seven- and five-layer
block terminations of SnBi4Te7 and PbBi4Te6Se are presented
in Figs. 1(d) and 1(e), respectively. Circles mark the states
localized in the outermost blocks, and the shaded area displays
the bulk-projected bands. Both compounds are narrow-gap
semiconductors. The bulk-projected bands of SnBi4Te7 show
that the conduction-band minimum and valence-band max-
imum fall along the �̄-M̄ direction and that the bulk band
gap is ∼100 meV wide, in agreement with an earlier study
[27]. Interestingly, the same value is found for the bulk band
gap of PbBi4Te7 [24], implying that the replacement of a
light element (Sn) with a heavier isoelectronic one (Pb) in
the SL does not necessarily affect the bulk band gap. On the
other hand, the bulk band gap in PbBi4Te6Se is 1.5 times
larger, proving that the substitution of just one atom (Te)
with a lighter one (Se) within the unit cell in the QL has an
important impact on the bulk band gap value. This finding is
in agreement with recent studies, which have predicted a bulk
band gap of 270 meV in PbBi4Te3Se3 [35] and of 300 meV in
PbBi4Te3S3 [36].

For both compounds the bulk band inversion results in
the formation of the single Dirac state on the SL-terminated
surface of SnBi4Te7 [Fig. 1(d)] and PbBi4Te6Se [Fig. 1(e)],
completely localized in the surface of the SL block [see insets
in Figs. 1(d) and 1(e)], and two surface states on the QL
termination. The lowest one arises in the local valence-band
gap, which stems wholly from the inversion of the Bi-QL
states, whereas the second state resides in the bulk band
gap, demonstrating changing localization [Figs. 1(d) and 1(e),
insets]. In fact, in the vicinity of the Dirac point this state
is localized predominantly in the subsurface SL block, while
at larger k‖ it relocates into the surface QL. The band gap
state of the QL-terminated surface of SnBi4Te7 has a typical
Dirac dispersion, characteristic of Bi2Te3-derived compounds.
PbBi4Te6Se instead does not show the deep � pit in the
bulk valence band normally found for Bi2Te3-based systems,
but a pronounced cusp, and the Dirac state has a kinklike
dispersion. The latter is similar to the dispersion found in
(SnTe)n>1(Bi2Te3)m=1 systems [37], where competitive bulk
band gap inversion also occurs.

Because of the weak interaction between the layer blocks,
the crystals can be easily cleaved, and the surface exposed
after cleavage has two possible terminations, the QL or SL
block. The cleaved surfaces display sharp and well-defined
low-energy electron diffraction patterns with sixfold symme-
try (insets of Fig. 2). Since the typical size of both QL-
and SL-terminated terraces is smaller than the photon beam
spot, during an ARPES experiment the band structure of
the two terminations can be simultaneously measured. In
Fig. 2 we present the second derivative of the photoemission
intensity along the energy axis ( ∂2I (E ,k)

∂E2 ) of the wide energy
and momentum range dispersions along the �̄-M̄ direction

FIG. 2. Second derivative along the energy axis of the energy
and momentum dispersions along the �̄-M̄ (top panels) and the �̄-K̄
(bottom panels) directions for (a) SnBi4Te7 and (b) PbBi4Te6Se. The
ARPES measurements were recorded at hν = 50 eV photon energy
for SnBi4Te7 and hν = 30 eV for PbBi4Te6Se. Insets in the bottom
panels are low-electron energy diffraction patterns collected at 55 eV
on the same crystals. At this energy the diffraction patterns display
nearly sixfold symmetry.

for SnBi4Te7 [top panel in Fig. 2(a)] and PbBi4Te6Se [top
panel in Fig. 2(b)]. In the bottom panels of Figs. 2(a) and
2(b), ∂2I (E ,k)

∂E2 along �̄-K̄ for the same two compounds are
also shown. These data provide clear evidence of topological
states in the energy region between 0.5 eV and EF : linearly
dispersing features, i.e., Dirac cone branches intersecting at
the �̄ point, can be distinguished. The observed photoelectron
intensity asymmetry of the upper Dirac cone branches might
be ascribed to the variation of the electron-photon matrix
element for the two surface terminations. For both compounds
we also observe M-shaped bulk bands with an energy max-
imum of EB � 0.7 eV and wave number k‖ � ±0.14 Å−1.
Such M-shaped states are due to intrinsic quantization effects
[38], also reported for similar compounds, such as PbBi4Te7

[23], PbBi6Te10 [25], PbBi4Te4S3 [39], PbBi4Te4Se3 [35], and
GeBi4Te7 [40]. The diffuse photoemission intensity measured
at the �̄ point close to the Fermi level is attributed to partial
occupation of the conduction band.
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FIG. 3. ARPES measurements along the �̄-M̄ direction of (a) SnBi4Te7 (recorded at hν = 50 eV), (b) PbBi4Te6Se (hν = 30 eV),
and (c) PbBi4Te7 (hν = 50 eV). Dirac state dispersion of the three topological insulators extracted from the maximum peak positions in
momentum distribution curves for (d) septuple-layer-terminated and (e) quintuple-layer-terminated surfaces. The same band dispersion has
been superimposed on the corresponding spectra [dashed white lines in (a), (b), and (c)].

The experimental bands are in general agreement with the
simulated ones in Figs. 1(d) and 1(e). A main difference
is the position of the Fermi level, which is predicted to be
located close to the Dirac points on both compounds. We note,
however, that, in our simulations, the presence of intrinsic
impurities or defects, which may alter the relative position
of EF [25,35,39], were not taken into account. Furthermore,
the calculated valence bands exhibit a maximum along the
�̄-M̄ direction, while experimentally, these bands display a
diffuse spectral weight intensity for binding energies lower
than ∼0.8 eV and become fainter as the Dirac energy is
approached. The weakness of these features is attributed to
the kz dispersion of the electronic states here involved in the
photoemission process [39] and to the photon energy used in
these ARPES experiments.

To investigate the impact of atom substitution on the Dirac
state we collected high-resolution ARPES data, presented in
Fig. 3, along the �̄-M̄ direction for SnBi4Te7 [Fig. 3(a)]
and PbBi4Te6Se [Fig. 3(b)] and compared them with those
of PbBi4Te7 [Fig. 3(c)]. The dispersions of the topological
states for the SL- and QL-terminated surfaces, determined
from the maxima of the momentum distribution curves, are
reported in Figs. 3(d) and 3(e), respectively. The derived band
dispersions are also superimposed on the corresponding as-
acquired spectra [Figs. 3(a) and 3(c)].

The ARPES data of all three compounds show two Dirac
cones centered at the �̄ point. According to DFT calculations,
we assign these features as follows: the outer Dirac cone
is related to the QL surface termination, while the inner
one corresponds to domains with SL termination. Kinks are
observed for PbBi4Te6Se. Although the topological states are
linear within the gap, in the vicinity of the bulk bands their
dispersion usually deviates from the linear behavior due to
the crystal field and follows the dispersion of the bulk band
edge [22]. These kinks stem from the holelike dispersion of
the valence-band edge in the vicinity of the �̄ point. The
pronounced cusp in the valence-band dispersion, composed

mainly by orbitals of Bi atoms of the SL block, dictates the
dispersion of the topological state localizing in the vicinity of
the �̄ point within the subsurface SL block. Far from �̄ and the
valence-band edge it acquires typical Dirac dispersion, being
localized within the surface SL block. Such a change in the
spatial localization of the topological state on QL-terminated
surfaces is typical for QL/SL-structured TIs and is observed
in particular in PbBi4Te7. However, there the dispersion of
the valence-band edge is electronlike, and consequently, the
dispersion of the Dirac state deviates from linear dispersion
without showing a kink behavior.

For both SnBi4Te7 and PbBi4Te7, the overlap of the TS of
the QL-terminated terraces with the bulk band dispersions in
the energy region 0.40–0.55 eV below the Fermi level does not
allow for an accurate determination of the Dirac point energy.
Therefore, we estimated the Dirac point energies by linear
extrapolation of the data. The group velocity of the Dirac
Fermions along the �̄-M̄ direction evaluated sufficiently away
from kinks ranges from 4.0 × 105 up to 5.0 × 105 m/s for all
compounds. These values are in line with the ones estimated
in parental compounds [22,23,39,41,42], suggesting a weak
dependence on the stoichiometry of the material.

On the other hand, the data presented in Fig. 3 prove that
the Dirac point energy can be significantly shifted by changing
the stoichiometry of the crystal. In particular, by replacing the
heavier element (Pb) with a lighter isoelectronic atom (Sn) in
the SL block, it is possible to shift the topological state of
the SL-terminated domain by 0.09 eV toward lower binding
energy [Fig. 3(d)]. The topological state of the QL-terminated
domain moves instead up by 0.15 eV [Fig. 3(e)]. The substitu-
tion of Te atoms with the lighter Se in the central atomic layer
of the QL has the most important effect on the QL-terminated
TS, shifting it by 100 meV toward lower binding energy
[Fig. 3(e)]. The replacement of Pb (Te) with isoelectronic Sn
(Se) also affects the shape of the Dirac cones and the related
position in energy with respect to the continuum of bulk
states.
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FIG. 4. Photoemission spectra of the (a) Te 3d (recorded at hν =
700 eV), (b) Sn 3d (hν = 700 eV), and (c) Bi 4 f (hν = 370 eV)
core level regions collected on the as-cleaved surface of SnBi4Te7

before (red curves) and after 1000-L oxygen exposure (blue curves).
(d) ARPES spectrum of SnBi4Te7 (hν = 50 eV) after 1000 L of
oxygen.

Finally, there are some contradictory results concerning
the stability of topological surface states in ternary and qua-
ternary TIs with respect to external agents (contaminants
or impurities). ARPES and core level photoemission inves-
tigations of PbBi4Te7 and PbBi6Te10 have proved that the
Dirac states arising from different surface terminations are
unaffected by air exposure [25]. More recently, a spatially
selective ARPES study performed on a similar compound,
PbBi4Te4S3, reported the vanishing of the QL-related TS after
exposure to 100 langmuir (L) of oxygen at room temperature
[39]. To shed light on the level of stability of the TSs of
this family of compounds, we performed ARPES and core
level photoemission measurements on the cleaved surfaces
before (red curves in Fig. 4) and after exposure to increasing
amounts of oxygen at room temperature, up to 1000 L on
both SnBi4Te7 (blue curves in Fig. 4) and PbBi4Te6Se (not
shown). The photoemission spectra of the Te 3d core level
region in Fig. 4(a) show a spin-orbit split doublet with the
3d3/2 line peaked at 582.05 eV in binding energy and the
3d5/2 peaked at 571.62 eV. No new components or energy
shifts were observed after exposure to 1000 L of oxygen.
Likewise, the spectra of the Sn 3d core level region presented
in Fig. 4(b) (with 3d3/2 and 3d5/2 lines peaked at 493.22
and 484.80 eV in binding energy) and of the Bi 4 f core

level region in Fig. 4(c) (where 4 f 5/2 and 4 f 7/2 have maxima
at 162.38 and 157.06 eV) do not show any oxygen-induced
differences. The TSs do not display identifiable changes upon
oxygen exposure, as shown in Fig. 4(d) for SnBi4Te7. In
particular, we did not observe any vanishing of electronic
states, energy shifts (within 30 meV), or new extra electronic
states. These measurements prove that the surfaces of the
investigated systems are inert to molecular oxygen exposure,
preventing modifications or vanishing of the Dirac states.

IV. CONCLUSION

In this work, we performed a detailed comparative inves-
tigation of the electronic structure of ternary and quaternary
topological insulators AIV Bi4Te7−xSex (AIV = Sn, Pb; x =
0, 1) by means of DFT calculations and ARPES measure-
ments. We provided experimental evidence of the topological
nature of SnBi4Te7, displaying two distinct topological states
arising from two different surface terminations. Our results
on the electronic band structure of SnBi4Te7 and PbBi4Te6Se
compounds compared to that of PbBi4Te7 demonstrate that
partial replacement of heavy atoms (Te) by lighter isoelec-
tronic ones (Se) increases the bulk band gap by a factor
of 1.5. We also showed that the shape of the Dirac cones
and the related position in energy with respect to the Fermi
level can be modified by changing the stoichiometry of the
crystal. Finally, we proved that the investigated compounds
are inert to 1000 L of oxygen at room temperature. Our
results support an innovative approach that allows for the
design of topological insulators with tunable electronic states
by varying the stoichiometry of the compounds unaffected by
contaminant exposure.
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