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BiS; was synthesized using a multi-anvil large volume press at a pressure and temperatures of 5.5 GPa
and 1250 °C, respectively, and was then recovered at ambient conditions. Using data collection from
single crystal synchrotron X-ray diffraction experiments, the crystal structure was found to consist of two
distinct distorted square-based pyramidal BiSs-units. Synchrotron powder X-ray diffraction in the 85
—300K range shows smooth thermal expansion with a modest anisotropy. Physical property measure-
ments reveals an optical band gap of 1.10 eV and a heat capacity with no anomalies in the 2—300 K range.
Debye temperatures, determined by both heat capacity and thermal motion analysis, agree well with
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Bigz values of around 114 and 107 K for Bil and Bi2 atoms, respectively. Furthermore, theoretical calculations
Chalcogenides high-pressure of the electronic band structure, by density functional theory, confirm the gapped state and reveal a
Superconductors small degree of band inversion at the I'-point, but calculation of parity eigenvalues show BiS, to possess a

trivial topology. The high pressure behavior up to 60 GPa was investigated by powder diffraction in a
diamond anvil cell; the structure is retained to at least 35 GPa while indications of a structure transition
are observed afterwards. Fitting a 3rd order Birch-Murnaghan equation of state for pressures up to
30 GPa gives a bulk modulus of Ko = 35.5(8) GPa and Ky’ = 7.37(18). Finally, a short structural comparison
between the high pressure phase of BiS; and BiS,-based superconductors is presented.

© 2019 Elsevier B.V. All rights reserved.

Heat capacity

1. Introduction

High pressure synthesis is an important method in the search
for new compounds, where long-lived metastable phases can be
recovered at ambient conditions. The system under investigation
belongs to the metal dichalcogenides, MX; (X=S, Se, Te). These
compounds have been studied extensively incorporating transition
metals [1]. The high interest in these compounds arises from their
unique crystal structures and electrical properties [2,3]. They
crystallize in either 2D or 3D structures, depending on the result of
the interaction between cationic d-levels and anionic sp-levels [4].
The layered MX; structures consist of X-M-X layers held together by
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van der Waals forces. Both Sn and Pb (group 14) form sulfide
compounds which are stable at ambient pressure. Pyrite-type PbS,
is a stable compound formed at ambient pressure, while PbSe;
requires pressure and heating to form. PbSe, crystallizes in the
CuAl, type structure consisting of alternating layers of Pb and Se,
where Se exists as [Sez]*” dimers with the Pb** in square anti-
prismatic coordination with Se [5]. For the group 15 elements
that form chalcogenides, the highest metal to chalcogenide ratio in
the phase diagram is 2:3. For the Bi—S phase diagram, the most
sulfur-rich phase is BiyS3 (bismuthinite), belonging to the
tetradymite-type structure [6,7]. The more S-rich compound, BiS,,
was discovered by high pressure and high temperature synthesis
and was reported as early as the 1960's, but no structure solution
was reported at that time [8].

Recent discoveries of BiS;-based superconductors, i.e. Ln(O,F)
BiX; (X=S, Se; Ln=La, Ce, Nd) and Bis04S3, adds further
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motivation and renewed interest in the bulk BiS; compound
[9—14]. The structure of Ln(O,F)BiS, contains Ln(O,F) blocking
layers which donate electrons to the superconducting BiS, layer.
The BiS; layers have a rock-salt structure with Bi and S atoms
aligned alternately on a square lattice. The O/F ratio can be used to
tune the Tg, the highest reported value being 10.6 K for La(O,F)BiS,
[15]. The La(O,F)BiS, compound has also been studied for its ther-
moelectric properties, motivated by its resemblance to layered
bismuth chalcogenides such as BiyTes [16].

Here, we report the high pressure synthesis and behavior of BiS,
together with the thermal expansion from 85 to 300 K. Quenching
during the synthesis is shown to be essential to obtain phase pure
samples. The structure was solved with single crystal synchrotron
X-ray diffraction data. The structures of BiS, and the structurally
similar BiSe, were previously solved by Yamamoto et al. [17] and
we compare their reported synthesis and structural parameters
with those determined independently for BiS; in this work. Mea-
surements of heat capacity and the optical band gap are discussed
in relation to calculations of the electronic band structures for BiS;
and BiSe, and the possibilities of non-trivial topological surface
states and pressure-induced superconductivity (as found in e.g.
Bi,Tes) are also discussed [18].

2. Methods

Fine powders of the pure elements, bismuth (99.999%) and
sulfur (99.999%), were mixed in a molar ratio of 1:3, i.e. a large
excess of sulfur. Phase pure samples of bismuth disulfide, BiS;, were
then synthesized using high pressure and high temperature in a
multi-anvil large volume press (MaVo LP 1000-540/50) equipped
with a Walker-type module (MaVo). 14/8 octahedral assemblies
from COMPRES were used with a MgO sample container [19]
together with type C thermocouples positioned close to the sample.
Pressure calibration was done by following polymorphic transitions
in bismuth at room temperature and was found to be in good
agreement with in-situ results obtained on the same type of octa-
hedra [19,20].

Heating rates of 75°C/min and hold times of 5—10 min were
employed, followed by turning off the furnace power thereby
quenching the sample to room temperature. Different tempera-
tures in the range of 1200—1375 °C were investigated either with
immediate quenching or ramped cooling before quenching. Single
crystal growth was carried out during compressions by slow cool-
ing (with rates of 2 and 5°C/min) from temperatures of 1200 °C
down to 800 °C, before quenching. Residual sulfur in the products
was dissolved in CS,.

Single crystal X-ray diffraction was measured at a temperature
of 100(1) K at the Advanced Photon Source (APS) synchrotron,
ChemMatCARS beamline ID-15-B (A = 0.41328 A) using a Bruker D8
diffractometer with an APEXII CCD detector. For PXRD, a powdered
BiS, sample was loaded in a 0.1 mm quartz capillary and data was
measured in transmission geometry at the SPring-8 synchrotron on
BL44B2, for seven different temperatures from 85 to 300 K obtained
by a nitrogen gas cryojet [21]. Rietveld refinements were performed
using FullProf [22].

High pressure PXRD was performed from ambient pressure to
60 GPa using a membrane diamond anvil cell (DAC) with helium as
pressure medium in a rhenium gasket. The experiment was per-
formed at the European Radiation Synchrotron Facility (ERSF) in
Grenoble, beamline ID27 [23]. The pressure was determined using
the equation of state (EoS) for Au which was loaded in the DAC [24].
Extraction of the unit cell parameters from the 2D high pressure
data was performed by refinements in the MAUD program [25—27]
using the arbitrary texture model which is the 2D equivalent of a Le
Bail refinement. EoS models for BiS;, were fitted using the EosFit7c

program [28].

Heat capacity was measured with a Quantum Design Physical
Property Measurement System (QD-PPMS) on a thin disc of com-
pressed powder of BiS,. The addenda data was measured with the
Apiezon N vacuum grease used to fixate the thin disc of BiS;.

DFT calculations were performed within the plane-wave pseu-
dopotential framework using the Quantum-Espresso package [29].
Fully relativistic norm-conserving [30] pseudopotentials were
generated for Bi, S and Se. A detailed description of the calculations
are provided in the Supplementary Information (SI).

3. Results and discussion

The high pressure synthesis of a compound with the composi-
tion BiS; was first reported by Silverman in 1964 [8], but our first
attempts at reproducing the synthesis yielded samples with sig-
nificant amounts of Bi,Ss. In our study, we found that quenching to
room temperature after heating was essential for producing phase
pure samples. The optimal conditions for phase pure powder
samples of BiS; were found to be a pressure of 5.5 GPa, holding at a
temperature of 1250 °C for 5 min followed by quenching to RT.

Single crystals with rod-like dimensions of the order of
30 x 100 pm? and a thickness of a few microns were grown by slow
cooling (2°C/min) from 1200 to 800°C at 5.5 GPa followed by
quenching to RT. Experiments applying cooling rates of 5 °C/min, as
reported by Yamamoto et al., did not result in any single crystals of
significant size, and the products contained a large proportion of
BiySs.

The unit cell of BiS; is illustrated in Fig. 1a where the bismuth
atom is confined to two different atomic sites. Both Bi atoms are
coordinated to five S atoms in a distorted square-based pyramidal
arrangement. The distortion comes from the fact that the bismuth
atom is positioned slightly below the basal plane of the pyramid.
The sulfur atoms surrounding the central bismuth atom can be
divided into two groups: One that is shared between three edge-
sharing neighboring polyhedra (Fig. 1c) called S2 for Bil (S3 for
Bi2), and one that is in the outer position of the polygon row, shared
only between two of the adjacent polyhedra. The last group (S1 for
Bil, S4 for Bi2) forms disulfide bonds to other S1 (S4) atoms in
parallel neighboring rows.

The disulfide bonds are all parallel to each other and perpen-
dicular to the b-axis, giving a ladder-like structure between the
polyhedron rows, see Fig. 1a. A comparison of the bonding infor-
mation and polyhedron volumes for the two different polyhedra
are collated in supporting information (SI) Table S1.

The difference in bonds lengths in the basal plane of the Bi1—S1
and Bi1—S2 polyhedra is 0.136(3) A, while the difference between
Bi2—S3 and Bi2—S4 is significantly smaller, only 0.030(4) A. This
results in an off-centering of the Bil atoms which are slightly dis-
placed towards the inner S2 atoms and away from the S1 involved
in disulfide bonds (see Fig. 1b). This may be explained by the way
the bismuth atom is coordinated to its neighbors. The Bi2 atom is
facing the center of a triangular face of three sulfur atoms of the
opposite Bil polyhedra, as shown by arrows in Fig. 1a. The Bil atom
is on the other hand directed towards an edge of the pyramid
shared between only two sulfur atoms. Thus, this could be the
explanation of the difference in the off-centering of the middle
bismuth atom. Concerning the lone pair on the bismuth atom, it is
possible that it is located in the empty channels between the rows
of polyhedra since the interlayer distance in the structure is only
1.7 A, which is much shorter than typical van der Waals bonds. The
$1—S1 and S4—S4 dimer bond lengths are 2.053(6) and 2.093(5) A,
respectively. Bond valence sums give S1—S1 and S4—S4 valences of
0.916 and 1.019, respectively, and they can therefore be considered
as fully oxidized [S;]*>" dimers. This is comparable to the dimer
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(b)

Fig. 1. (a) The unit cell of BiS,; Bi atoms (grey) are positioned in polyhedra (purple (Bi1) or blue (Bi2)) with S atoms (yellow when shown in polyhedra) in each corner, and S-S bonds
are marked in yellow. The black arrow indicates the coordination of the Bi1l with the neighboring polyhedron, which is facing an edge with two S atoms. The white arrow indicates
the coordination of the Bi2 atom which is oriented towards a face of the opposite polyhedron shared between three sulfur atoms. (b) The two bismuth polyhedral and the dedicated
sulfur atoms. Bil is surrounded by S1 and S2, and Bi2 by S3 and S4. (c) Focus on the disulfide bonds showing corner linkage of different bismuth polyhedra. (d) Expanded structure
representation showing layered polyhedra connected along the b-direction. (For interpretation of the references to colour in this figure legend, the reader is referred to the Web

version of this article.)

distances found by Yamamoto et al. (2.047(4) A and 2.082(3)), but
they do not comment on the difference between the two dimer
lengths.

3.1. Rietveld refinements

Rietveld refinements of seven temperature-resolved BiS; PXRD
data sets (85—300K) show single-phase diffraction patterns in
good agreement with the structural parameters obtained from SC-
XRD, as illustrated by the 300 K refinement in Fig. 2a. The obtained

unit cell axis lengths and volume display a linear expansion
(Fig. 2b), while the monoclinic angle, 8, shows a subtle linear
decrease with increasing temperature. The thermal expansion co-
efficients are: a;=71(2) - 107K, ap=186(2) - 107°K,
ac=157(2) - 10K ! and ay=4.47(6) - 10> K. The thermal
expansion along the a-axis is less than half of the expansion along
the b- and c-axes. The S—S dimer bonds extend along the a-axis and
connect the polyhedral columns, and the more rigid nature of the
bonding in the sulfur dimers is responsible for the anisotropy of the
thermal expansion.
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Fig. 2. (a) Rietveld refinement of BiS, at 300 K, where the observed data are represented as black points, the calculated model as the red line, the difference curve by the blue line,
and hki reflections are indicated as black tick marks. (b) Cell parameters and volume as a function of temperature for BiS,. The inset shows the § angle. (c) Ueq as a function of
temperature for the two Bi atoms in BiS,. Solid lines represent the fit of the full Debye model, and the legend displays the resulting Debye temperatures from the linear expression.
(For interpretation of the references to colour in this figure legend, the reader is referred to the Web version of this article.)
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The absence of structural transitions indicated by the smooth
thermal expansions are also reflected in the atomic structure of BiS,
and the thermal parameters. Geometric analysis shows that the
bond lengths for Bi—S bonds in the pyramids shows decreases
down to 85K (Fig S5 in SI). The anisotropy is observed for the
pyramid volumes and the S—S dimer bond lengths (Fig S4 in SI).
From the anisotropic thermal parameters of the two Bi atoms, the
equivalent isotropic displacement parameter Ueq was fitted with a
Debye model to extract the Debye temperature, ®p [31]. Fig. 2c
displays the Debye fit to the thermal parameters of the Bi atoms and
the Debye temperatures determined from the two different models,
114(3) K for Bil and 107(2) K for Bi2. These values can be compared
to the Debye temperature obtained from a heat capacity mea-
surement performed in this study. The measurement showed
Debye-behavior with a value of 80 ] K~ 'mol~! at room temperature
and zero at 2 K, and no anomalies were observed (Fig. S7.a in SI).
With the Debye model, a linear fit of C,/T vs T? confirms the gapped
state and is in agreement with the analysis of the UV—Vis spectra,
which concluded BiS; to be a semiconductor with a band gap of
1.10eV (Fig. S7b and c). Using the low temperature approximation
of the Debye model, the Debye temperature (®p) is found to be
114.2(2) K. This is in good agreement with the Debye temperatures
obtained from thermal parameters obtained from the Rietveld re-
finements. The heat capacity measurement includes contributions
from all atoms, and the good agreement shows that Bi atoms are
the main contributor, and close to that of elemental bismuth of
116K [32].

3.2. High pressure powder X-ray diffraction

Selected PXRD patterns of BiS; from ambient pressure to 60 GPa
are shown in Fig. 3a. The most intense reflection (traced by the
black dotted line in Fig. 3a and 26 = 7° at ambient pressure) follows
a smooth increase to higher angles, as expected for a uniform
compression. The reflections become broader with the increasing
pressure, and the main reflection (at 6.9°) has almost disappeared
in the pattern at the highest pressure, indicating either a phase
transition or pressure-induced texture due to high strain. Between
39 and 45GPa (Fig. 3b) peak splitting and intensity shifts are
observed for reflections of the main peak, but this can be explained
by multiple hkl-values (that overlap at ambient conditions) that
spreads out at higher pressures. While the detailed atomic struc-
tural changes are not obtainable from the data, analysis of the unit
cell parameters up to 30 GPa offers some insight.
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Fig. 3. DAC powder diffraction data for BiS, from ambient pressure to 60 GPa. (a)
Overview of the PXRD data, with the vertical grey line indicating the strongest peak
position (at 6.9°) for the ambient pressure pattern and a black dotted line following the
shifting of the peak. (b) Zoom in on the peaks at 20: 7—10.5° for pressures between 39
and 45 GPa.

3.3. Refinement and equation of state

Due to significant peak broadening for pressures above 30 GPa
the results from the refinement of our model against the data are
interpreted with caution. The increase in the c-axis starting at
approx. 35 GPa together with the unphysical increase of the unit
cell volume at higher pressures indicates that the refined structure
model is not representative of the data above 35 GPa and suggests
that a phase transition to a lower symmetry has occurred. Our
structure analysis of BiS; therefore focuses on the refinement for
pressures up to 30 GPa.

The unit cell volume was fitted to several equation of state (EoS)
models for pressures up to 30 GPa, and the zero pressure values of
the volume (Vj), bulk modulus (Kp), and derivatives of the bulk
modulus (Kp' and Ky”) obtained from all EoS fits can be found in SI
in Table S5. The 3rd order Birch-Murnaghan (BM3) EoS provides the
best fit and is included as a solid line in Fig. 4 which displays the
normalized unit cell parameters and cell volume of BiS; with
increasing pressures. The fit parameters obtained for the BM3 EoS
are: Vo=572.4(6) A3, Ko=355(8) GPa and a rather high
K'o=7.37(18) but often observed for 2D-like structures. The axial
compression from ambient pressure to 30 GPa is largest for the c-
axis which is reduced by 12%, while the b-axis is reduced by 10%
and finally the a-axis by only 7%. See Table S6 and S7 in the SI for
details about the axial and bulk EoS fitting. The monoclinic angle
remains almost constant up to the 30 GPa. In combination, this
results in a reduction of the unit cell volume by 26% at 30 GPa as
shown in Fig. 4a. Compared to BiyS3, with a bulk modulus of
Ko =38.9(8) GPa and K'o=5.5(1) [33,34], BiS; is initially slightly
more compressible but with the larger derivative it becomes less
compressible than Bi;Ss at elevated pressure.
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Fig. 4. Pressure dependence for (a) the normalized volume and (b) unit cell parame-
ters of BiS, up to 40 GPa. The pressure evolution for BiS, is fitted with a 3rd order
Birch-Murnaghan EoS (up to 30 GPa) for all. The line has been extrapolated to higher
pressures for the volume to emphasize the expected behavior if no changes in the
compressibility took place (red dashed line) at higher pressures. Error bars are smaller
than the symbols and are therefore omitted for clarity. (For interpretation of the ref-
erences to colour in this figure legend, the reader is referred to the Web version of this
article.)
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3.4. Theoretical calculations

Theoretical calculations were performed for BiS, and BiSe;, but
here we limit the discussion to BiS; and refer to the SI for further
details and the results for BiSe,. A full structural relaxation of both
ionic degrees of freedom and lattice parameters was performed for
BiS, starting from the structure determined by single crystal
diffraction at 100 K. The calculated equilibrium cell volume at 0K is
0.4% smaller than the experimental value. This contraction is also
reflected in the bond lengths which are within 0.1-0.7% of the
experimental values. Taking the temperature difference into ac-
count, there is an excellent agreement between the experimental
and the calculated interatomic distances.

Band inversion as a result of spin orbit interaction (SOI) is one of
the criteria for a non-trivial topology of the band structure. Fig. 5
shows the calculated band structure of BiS; and the density of
states (DOS) with atomic orbital projections. The calculations at the
GGA-PBE level show that BiS; is a direct-band gap semiconductor
with a band gap of 0.64 eV. The optical band gap calculated from
UV—Vis—NIR spectra showed a larger value of 1.10eV (See SI,
section 7 for details). This difference is typical for GGA-PBE func-
tionals, which are known to underestimate band gaps by 40—60%
[35].

By comparing the band structures calculated with and without
SOI (see SI, Figs. S9—S10), we note that valence band of BiS; is
nearly unchanged by addition of the SOI, and only small changes
occur in the conduction bands. In the absence of SOI, the band gap
increases to 1.07 eV and the gap becomes indirect. Regarding the
possibility of a topological insulating state, we concentrate on the
heaviest ion. The Bi ion is found to contribute to the top of the
valence band. In Fig. 6 we highlight the Bi and S character of the
band near the Fermi level. The splitting and the shape of the SOI
bands at the bands edges does not show changes of convexity (i.e. s
->p inversion). Similarly to what is reported in Ref. [17], the
amount of Bi orbitals at the top of the valence band, is too small for
a topological state. For a quantitative estimate of band inversion
one should calculate the “spin orbit spillage” as shown in Ref. [36].
However, since the system is inversion-symmetric, we calculated
the Z, topological index as the product of the parity eigenvalues

S.M. Kevy et al. / Journal of Alloys and Compounds 789 (2019) 588—594

[37] at the eight Time Reversal Invariant Momenta (TRIM). For both
BiS, and BiSe, the sums of the eigenvalues are zero and they are
therefore trivial insulators by DFT (detailed results in Table S8 in SI).

3.5. Structural comparison of BiS; with BiS,-based superconductors

From our analysis of high pressure BiS,, the compound is found
to be a trivial insulator with an optical band gap of 1.10 eV. This is in
sharp contrast to the layered BiS;-based superconductors with
superconductivity arising from the BiS; layer. The parent com-
pound of these systems is found to be a band insulator but, with
electron doping, the resulting compounds become metallic and
exhibit superconductivity [13,15]. Therefore, it seems that
enhanced electron doping would be essential if the bulk BiS; high
pressure compound should show the same trend.

A structural comparison of the high pressure phase of BiS;
(Fig. 7a) with the BiS; layers of the LaOg5Fy5BiS; superconductor
(Fig. 7b) could improve understanding of the large difference in the
physical properties. The BiS; layers in the superconductor have a
rock salt-type structure with the P4/nmm space group, and each
layer consists of two rows of BiS,-layers.

The two compounds are compared by overlaying their struc-
tures in the dashed square indicated in Fig. 7.c. In both structures
the bismuth atoms are coordinated to five sulfur atoms:
LaOg5Fp5BiS;  form almost ideal square-based pyramids
(S1—-Bi1—S1 angle of 178.2(2)°) while these are highly distorted in
the HP phase (161.4(2)° for the S1—-Bi1—S2 angle). In HP BiS,, the
bismuth atom is displaced further out of the basal plane of the
pyramid, i.e. the S1 and S2 atoms are slightly shifted up towards the
apical S2. This inevitably pushes the apical S2 further away from
Bi1, and therefore the bond length is longer (2.610(5) A) compared
to that of the SC phase Bi1—S2 distance (2.535(6) A). In the SC
phase, the BiS; layers consist of two chains of Bi1—S1—Bi1—S2 in
the b-direction and the polyhedra on one chain are all positioned
the same way. In the HP phase, the chains propagate along the a-
axis, where the disulfide bonds connect the polyhedra in the
opposite direction (relative to the HP phase). Both phases have a
layered-type structural arrangement, but the gap between the
layers in the HP phase is much smaller (1.7 A), than the van der
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Fig. 5. Calculated BiS; band structure, including spin-orbit interaction. The zero energy is aligned with the top of the valence band. The Brillion zone of BiS, is shown in Sl in Fig. S11.
Calculated density of states for BiS, (number of states per eV), both the total and projected. The top of the valence band is at 0eV.
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Fig. 7. (a) The high pressure phase of BiS,. (b) The BiS,-based superconductor of
LaOg 5Fo 5BiS,. (c) Comparison of the high pressure phase of BiS, (red) with the BiS,-
layers from the LaOy sFg 5BiS; superconductor (blue). The dashed square in the figure is
to highlight the area in the structure where the two structures have a similar
arrangement. (For interpretation of the references to colour in this figure legend, the
reader is referred to the Web version of this article.)

Waals gap of 3.2A in the SC BiS, layers. The compacted high
pressure phase is therefore significantly different from the super-
conducting BiS; layers.

4. Conclusions

BiS; was synthesized at 5.5 GPa and 1250 °C using a large vol-
ume press equipped with a walker module. Quenching from the set
point temperature to room temperature was demonstrated to be
crucial for obtaining phase pure samples. Single crystals were ob-
tained after slow cooling from 1200 to 800 °C followed by tem-
perature quenching. The structural solution by micro-focused
synchrotron single crystal X-ray diffraction confirmed that BiS;

crystallizes in a monoclinic structure with space group C2/m. The
structure consists of distorted square-based pyramidal BiSs poly-
hedra connected to the neighboring polyhedra through S atoms
that form chains along the b-axis. These chains are connected by
disulfide bonding such that every fourth S atom is part of an S—S
dimer. A comparison of the BiS;-based superconductors with the
high pressure phase of BiS, were presented. The difference in bond
lengths and coordination underlines how the pyramidal arrange-
ment of the bismuth atoms in the high pressure BiS; structure are
more distorted than in the superconductor. Refinements of the
crystal structure against data in the temperature range from 300 to
85 K indicated that no drastic change occurs in the structure of BiS,.
The ambient-pressure structure of BiS; is compressed without
detecting any structural changes down to 35 GPa; beyond that
pressure, the PXRD patterns display very strong broadening of the
peak profiles, and a detailed structural analysis could not be
justified.

BiS; is a semiconductor with an optical band gap of 1.10eV as
determined by UV—Vis—NIR spectroscopy. Measurement of heat
capacity showed no anomalies from 2 to 300K, and revealed the
behavior to be as expected for a semiconductor. The Debye tem-
perature of 114.2(2) K, calculated from the heat capacity, was found
to be in good agreement with the Debye temperatures calculated
from the thermal motion analysis of 114(3) K and 107(2) K for Bi1l
and Bi2, respectively. Calculations of the electronic band structure
by DFT confirmed a gapped state and the compound is found to
have trivial topology.

The high structural integrity of BiS; up to 35 GPa adds to the
question of when the band gap closes and whether the compound
could become superconducting at high pressure in analogy to the
behavior of the topological insulator BiyTes. The structural robust-
ness allows introduction of electron donating dopants, as is also
required in the superconductor La(O,F)BiS,, where the electrons are
donated from the blocking layers to the superconducting BiS;
layers. Furthermore, the band gap could be closed at high pressure
and could result in a superconducting state.
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