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Dirac fermions in the layered titanium-based oxypnictide superconductor BaTi,Bi,O
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First-principles calculations and effective model analysis are used to prove the existence of a single
pair of three-dimensional Dirac points in the well-known layered titanium-based oxypnictide superconductor
BaTi;Bi,O. The nontrivial topological character of BaTi,Bi,O is demonstrated by calculating the surface states.
The Dirac points, residing on the rotational axis, are found approximately 70 meV below the Fermi level
which can be lifted to Fermi surface by Sb doping. The Dirac points and related physics are expected to be
detected by angle-resolved photoemission spectroscopy. This compound is also found to be a superconductor
with transition temperature (7;.) 4.6 K; our results may provide an appropriate platform to study the interplay
between topological Dirac fermions and superconductivity.
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I. INTRODUCTION

The materials that host band crossing points near the
Fermi level (Ey), namely, topological semimetals (TSMs), are
currently undergoing intense scrutiny [1-3]. Depending on
band degeneracy and the momentum space distribution of the
band-crossing points, three different types of TSMs, say Dirac
semimetal (DSM) [4-7], Weyl semimetal (WSM) [8—11],
and nodal-line semimetal (NLSM) [12-15], have been pro-
posed. DSM is the three-dimensional (3D) analog of graphene
whose quasiparticle excitations are described by massless
Dirac fermions. DSMs have been theoretically predicted and
experimentally observed in Na3Bi [4,5] and Cd;As; [6,7] with
many interesting properties, such as high carrier mobility,
chiral anomaly induced negative magnetoresistivity (MR),
Shubnikov—-de Haas (SdH) oscillation, and unique surface
states [1-3].

The nontrivial topological surface states have been pro-
posed to obtain quasiparticle excitations, particularly Majo-
rana fermions [16—18], which are of great potential interest for
topological quantum computation [19]. To obtain Majorana
fermions, the scenarios based on either the p-wave supercon-
ductor or the heterostructure between topological material and
s-wave superconductor were constructed. A p-wave supercon-
ductor can be an intrinsic topological superconductor [20-23],
including Sr,RuOy4 [24,25] and Cu,Bi,Se; [26,27] as the
promising candidates. The proximity effect could induce su-
perconductivity in the topological surface states, resulting an
equivalent spinless p, + ipy type superconductor [17,28]. The
reported p-wave superconductor candidates remain scarce
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meanwhile the topological insulator — superconductor het-
erostructures are very complicated. These make the explo-
ration and application of Majorana fermions very challenging.
Thus it is worth searching for topological superconductors in
new materials.

The coexistence of superconductivity and topological band
structure has been theoretically predicted [29-31] and exper-
imentally confirmed [29,32] on the surface of iron-based su-
perconductor (IBSC) FeTe 555¢e 45. This provides a route to
design and discover topological superconductors. Exploring
the layered materials that integrate nontrivial band topology
with s-wave bulk superconductivity is a more promising ap-
proach to engineer topological superconductors. We focus on
titanium-based oxypnictide superconductor (TBSC) [33-36].
The TBSC shares a number of common features with the
IBSC, as it is a layered structure containing square planes
of transition element atoms, Ti. The coherence length of the
TBSC [36] is longer than FeTe;_,Se, [37]. The superconduct-
ing symmetry of the TBSC has been classified as an ordinary
s-wave state based on the nuclear magnetic resonance/nuclear
quadrupole resonance measurements [38].

We use first-principles calculations to predict that the well-
known superconductor BaTi,;Bi,O is a topological supercon-
ductor candidate. We show that BaTi,Bi,O can host a pair
of symmetry protected Dirac points along the k, axis. The
Dirac points originate from a band inversion at I" point.
Similar to prominent DSMs, Na3Bi [4,5] and Cd;As,; [6,7],
topologically nontrivial surface states near the Ey can be
clearly observed on the (010) projected surface.

II. METHOD AND CRYSTAL STRUCTURE

The structural relaxation and electronic structure calcu-
lation were performed by employing the density functional

©2019 American Physical Society
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FIG. 1. (a) Crystal structure of BaTi,Bi,O with a uniform stacking of [Ti,Bi,O] layers along the tetragonal ¢ axis. (b) View along the
¢ axis. (c) Coordination geometry of the TiO,Bi4 octahedron. (d) The bulk BZ and the associated (001) and (010) projected surfaces BZ.

theory (DFT) that was encoded in the Vienna ab inito
simulation package (VASP) [39-41] with the projector aug-
mented wave (PAW) method [42,43]. The Perdew-Burke-
Ernzerhof (PBE) [44] type generalized gradient approxi-
mation (GGA) [45] was adopted to include the exchange-
correlation effects. The plane-wave energy cutoff was fixed
to 500 eV and the I'-centered k-point mesh of 12x12x6 was
used to sample the Brillouin zone (BZ). The energy and force
difference criterion were defined as 10-° eV and 0.01 eV/A
for self-consistent convergence and structural relaxation. The
DEFT results were used to construct Wannier functions [46,47]
for Ba-5d, Ti-3d, Bi-6p, and O-2p atomic orbitals and deter-
mine the hopping parameter values for tight-binding model.
The topological features of surface-state spectra were cal-
culated using the iterative Green’s-function technique [48],
which was implemented in the WANNIER-TOOLS package
[49].

BaTi;Bi,O has been synthesized by conventional solid-
state reaction method and shows superconductivity with
T, = 4.6 K [35]. This compound crystallizes in a tetragonal
structure with space group P/4mmm (no. 123) and has a
layered structure, as shown in Fig. 1(a). This layered structure
resembles the iron-based and cuprate superconductors. The
Ti atom is twofold coordinated with O atoms, forming a
planer square lattice of Ti,O [Fig. 1(b)], which adopts the
anticonfiguration of Cu,O structure in the high-7; cuprates.
The Ti atom is also fourfold coordinated with Bi atoms,
resulting in a Ti,Bi,O layer where the Bi atoms are placed
above and below the center of the Ti square. The Ti atom is
octahedrally coordinated by two O atoms and four Bi atoms
[Fig. 1(c)]. The crystal is formed by stacking the Ti;Bi,O
layers alternately with layers of Ba atoms along the ¢ direc-
tion. This particular stacking preserves the space-inversion
symmetry. We optimize the internal Bi height parameter zp;
with the fixed lattice parameters to experimental values. We
obtain zg; = 0.7483, which agree well with the experimental

value (zg; = 0.7487) [35]. This is in contrast to the large
underestimation from the DFT calculations found in the IB-
SCs [50,51]. The optimized Bi height is used in the electronic
structure calculations. Figure 1(d) presents the bulk BZ, the
associated (001), and (010) projected surfaces BZ.

III. RESULTS AND DISCUSSION

A. Electronic structures

Figure 2 presents the calculated total density of states
(DOS) and the atomic species projected density of states
(PDOS) of BaTi;Bi,O with turning on spin-orbit coupling
(SOC) effect. The total DOS without SOC effect is shown
for comparison. The SOC does not have a large effect on the
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FIG. 2. The calculated total DOS and PDOS of BaTi,Bi,O. The
total DOS calculated without and with considering SOC are shown in
black and red lines. The presented PDOS are calculated with turning
on SOC effect.
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FIG. 3. (a) The energy band structure of BaTi,Bi,O without turning on SOC effect. The inset shows a zoomed-in feature near the E
along the I'-Z direction, the arrows point out the energy band’s triply degenerate points. (b) The energy-band structure of BaTi,Bi,O with
turning on SOC effect. Iy and I'T indicate the irreducible representations and parity of the two crossing bands at high-symmetry point T
and Z, respectively. The blue dashed lines in upper inset are the results from & - p model. The lower inset denotes 3D band structure of the

corresponding Dirac cone.

DOS near the Ey. It does affect the DOS in the energy region
from —4.2 eV to —1.5 eV. The DOS of BaTi,Bi,O resembles
the Ti;Pn,O (Pn = As or Sb) layer based systems [52-56],
and exhibits typical characteristics of the layered structure.
The PDOS shows that the states at the Ey are dominated
by Ti-3d states. The Ti-3d localizes at the energy region
(—0.8 ~ 3.5) eV, and has considerable distributions between
—4.0 and —0.8 eV, where Bi-6p states mostly locate, showing
the sizable hybridization between Ti and Bi states. The O-2p
derived states primarily lie —5 eV below the E;. The Ba-5d
derived states have a large unoccupied component above the
Ef. The conduction in BaTi;Bi,O primarily occurs in the
Ti,Bi,0 layers [57].

The Dirac point is illustrated via the band structure of
BaTi,Bi,0; see Fig. 3. Without considering SOC [Fig. 3(a)],
there are three bands crossing the E, implying the multior-
bital nature superconductivity in BaTi;Bi,O [58]. There are
two band crossing points located along the I'-Z line. We then
focus on the band structure along the I"-Z line. The zoom in of
band structure along the I'-Z line [inset of Fig. 3(a)] shows the
doubly degenerate bands (green solid and red dashed curves)
which connect the conduction at I" and the valence at Z. Along
the I'-Z line, the degenerate bands display strongly downward
dispersion. The inset of Fig. 3(a) also shows another two
nondegenerated bands (red solid curves). One connects the
valence at I and the conduction at Z, and the other connects
the valence at both I and Z. As a result, there are two band
crossing points among them which are thus triple points (TPs),
triply degenerate, indicated by arrows in the inset of Fig. 3(a).
According to Ref. [59]’s definition, the TPs in BaTi;Bi,O
belong to type A, as the Berry phase around the I'-Z line is
zero. The topology induced surface states of TPs would only
appear in a system with SOC, and would not emerge in the
absence of SOC case [60].

1551

When SOC is considered, the band structure near the
E; along the I'-Z line dramatically changed. As plotted in
Fig. 3(b), there is a linear band crossing near the E, be-
tween I' and Z. The band crossing point is located at the
BZ coordinate (0, 0, k? ~ £0.26x %) and energy Epps-Ef ~
—70 meV. The two relevant bands are both doubly degenerate
attributed to time-reversal and space-inversion symmetries
in BaTi;Bi;O. The band crossing point is actually fourfold
degenerate, namely the Dirac point. At the I point, the lowest
unoccupied band and the highest occupied band belong to I'g
and I'; irreducible representations of the Dy, double group,
and with different parties. At the Z point, these two bands
exchange their order [Fig. 3(b)], indicating an inverted band
structure. The band inversion leads to the nontrivial band
topology for BaTi,Bi,O. The little group is Cy, for any k
point along the I'-Z line. The two inverted bands are Ag
and A7 irreducible representations of the Cy, double group.
The different representation prohibits the hybridization be-
tween them, resulting in the protected band crossing [6].
The Dirac node in the I'-Z line is unavoidable. It is pro-
tected by the Cj4 rotational symmetry. In the lower inset of
Fig. 3(b), a 3D plot of the highest valence and the lowest
conduction bands is presented, where the Dirac point is clearly
observed.

B. Topological surface states

The nontrivial bulk band topology of 3D DSM is expected
to result in topological surface states on the surface. In order
to further confirm the topological character of BaTi,Bi,0,
we calculated the surface states on both (001) and (010)
surfaces whose BZs are perpendicular and parallel to the I'-Z
direction. Figures 4(a) and 4(b) illustrate the surface states and
bulk bands projected onto the (001) surface. On this surface,
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FIG. 4. (a) Projected surface states for the (001) surface of
BaTi,;Bi,0. The red dot labels the projected Dirac point. (b) Pro-
jected bulk bands onto (001) surface. (c), (d) Identical to (a) and
(b) but for the (010) surface.

the pair of bulk Dirac points distributed on the k, axis are
projected onto the same surface I' point, which is labeled
by the red dot in Fig. 4(a). Since the bands are inverted at
[" point in the bulk, the expected Dirac cone type surface
states that are similar to topological insulator case are seen.
Figure 4(b) shows that the gapless linear dispersion bulk states
are observed. For the (010) surface, the electronic spectrum is
different. This side surface is parallel to the k, axis, so the two
bulk Dirac points are projected to different points. As shown
in Fig. 4(c), the nontrivial surface states that emerge from the
Dirac points and merge in bulk states are clearly visible, which
is a direct evidence for nontrivial topology. -
There is a topological surface Dirac cone at the I' point
[Fig. 4(c)], and it separates from the projection of the bulk
Dirac cone [Fig. 4(d)]. The bulk Dirac points and the surface
Dirac cone are 70 meV below the Ef, and could be observed
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T
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by ARPES. In Fig. 5(a), we show that the position of bulk
Dirac points can be tuned to the E; by Sb doping. The Dirac
points can be lifted to the £y by means of Sb substitution with
0.4%. Meanwhile, the superconducting transition temperature
of BaTi,Bi,O decreases very slightly during Sb doping [58].
Thus the surface electrons in this Dirac cone could have
superconductivity due to the proximity effect of the bulk su-
perconductivity, making BaTi;Bi, O a candidate for a topolog-
ical superconductor. According to Ref. [17]’s proposal, each
vortex of topological superconductors has a Majorana zero
mode. Compared to other topological superconductor candi-
dates, Sr,RuO4 (T, = 0.93 K) [24], Au,Pb (7. = 1.2 K) [61],
PdTe, (T, = 1.64 K) [62], Cu,Bi,Ses (T, = 3.8 K) [26], and
PbTaSe; (7, = 3.8 K) [63], BaTi,Bi,O possesses a higher
superconducting transition temperature of 4.6 K.

C. Effective k - p model

To further understand the low-energy Dirac fermions and
discuss the proximity induced superconductivity in the surface
states, we construct the k - p effective model around the Dirac
points, based on the symmetry constraints. We first consider
the case without SOC. The first-principles calculations indi-
cate that the wave functions of low-energy states at the I'
point are mostly from Bi-p,, Ba-d,>_,», and Bi-p,, p, states.
As shown in Fig. 1(a), the unit cell contains one Ba atom and
two Bi atoms. We can construct the above relevant orbitals
from bonding and antibonding states as

1
V2
= [Ba, dy_y), (1)

Py ) =

o

(IBi, po) + IBi', pa)),

D% )
where Bi and Bi’ are related by inversion with « = x, y, z. The
superscript +(—) on the left-hand side of Eq. (1) indicates the
even (odd) parity.

When including the SOC effect, we find that there is a band
crossing between two doubly degenerate states in the I'-Z di-
rection which leads to a topological nontrivial band structure.
According to the orbital component analysis of the wave func-
tion at the I' point, the main components of the two doubly
degenerate states are | DT, +3) and |P;", £1) which belong to

2 2

'] and T representations, respectively, where the subscript
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FIG. 5. (a) Variations of the position of bulk Dirac points with Sb content x for BaTi,(Bi;_,Sb,),0. The results are obtained from the
virtual crystal approximation (VCA) which indicates that 0.4% doping will put Dirac points precisely on the E;. (b) The (010) surface states
near the I" point of 0.4% Sb doped BaTi,Bi,0. (c) The superconducting (010) surface states with finite chemical potential represented by the

green dashed line in (b).

155155-4



DIRAC FERMIONS IN THE LAYERED TITANIUM-BASED ...

PHYSICAL REVIEW B 99, 155155 (2019)

indicates the total angular momentum J. We use these four

states (in the order of |D;“/2, %), |D;'/2, —%), P35, 3), and

|P3_/2, —%)) as bases to construct a four-band k - p effective
model.

The point group of BaTi,Bi,O at the I' point with a spin
internal degree of freedom is the Dy, double group. The three
generators of Dy, include spatial inversion /, fourfold rotation
641, and twofold rotation 62y. The representatio/rls of group

generators together with time-reversal operator T according
to the bases are given by

ei37t/4 0 0 0
~ 0 e~i3m/4 0 0
C4z— 0 0 e—lrr/4 0 ’ (2)
0 0 0 e/t
0 -1 0 0 1 0 0 0
~ 1 0 0 0 ~ 0o 1 0 0
=10 o o 1" '=lo o =1 o]
0 0 -1 0 0 0 0 -1
3)
0 -1 0 0
=~ 1 0 0 0
=19 o o 1|5 )
0 0 -1 0

where K is the complex conjugation operator. The k- p
Hamiltonian is obtained by the constraint

D(R)H(K)D(R)" = H[R(k)], ®)
where D(R) is the representative matrix of the symmetry

operator R mentioned above. A four-band model up to the
second order of k around the I" point is given by

M, (k) 0 0 Bk_
0 M(k) —PBky 0
Hy(k) = . (6
o(k) 0 —pk. Myk) 0 ©)
Bk 0 0 My (k)
42
M, (k) =E, + # + 1:[1 — cos(ck)], @)

where n = 1, 2 indicates the orbitals with E,, (the eigenenergy
of the band n at the I point), m,, and ¢,, are the in-plane
effective mass and the z direction hopping of band n, and g
is the interband hopping strength, k. = k. & ik,. In order to
describe the band dispersion along the I'-Z direction well,
this Hamiltonian is written as a combination of an in-plane
k - p model and a z direction tight-binding model. By fitting
the energy spectrum of the effective Hamiltonian with DFT
calculations in the I'-Z direction, the parameters are deter-
mined as E; = —0.092 eV, E; = 0.647 eV, t;, = 0.075 eV,
and t,, = —0.605 eV. The fitting curves (blue dashed lines)
reproduce the band crossing point of the DFT calculations
(red lines), as shown in the upper inset of Fig. 3(b). The k - p
curves match well with the DFT calculations around the Dirac
point but deviate gradually from DFT calculated band for the

momentum away from the Dirac point. This is because in
k - p calculations, we only consider the two doubly degenerate
bands near the E; and neglect their coupling with other bands
which however will not affect the topology of the bands.

Using the effective Hamiltonian Hjy, we investigate the
(010) surface states by considering a thick slab limited iny €
[—d /2, d /2] with d the thickness of the slab. The Hamiltonian
for the slab structure can be obtained by Fourier transforma-
tion of Hy(ky, k;, k,) to Hy(kx, kz, —id,). To avoid possible
confusion of bulk and surface gapless dispersion, we further
choose k, = 0, which is away from the bulk Dirac point, so
that the gapless dispersion shown in Fig. 5(b) is clearly from
surface states.

When introducing a conventional s-wave superconducting
pairing, the BAG Hamiltonian of the system is

Hy(k) —
HBdG(k)=< o)y =

Aiopsy

: 8
—Hg(—k) + M) ®

—Aiogsy

where u is the chemical potential, A is the pairing amplitude,
and o and s are Pauli matrices acting on the orbital and
spin space, respectively. With finite chemical potential u, we
note that the surface states are gapped by superconductivity
[see Fig. 5(c)].

IV. SUMMARY

In summary, at first we present electronic structure calcu-
lations of a layered superconductor BaTi;Bi,O which hosts
a pair of Dirac points. The Dirac points are derived from
band inversion and protected by C4 crystal symmetry. The
nontrivial surface states are obtained on both (001) and (010)
surfaces. Then we construct an effective k- p model and
reproduce the band dispersion in the I'-Z direction with DFT
calculations. According to the effective model, we obtain the
surface states near the I' point which are consistent with
the DFT calculations. When superconductivity is introduced,
the surface states are gapped which can be a candidate
for topological superconductor. Although the Dirac point
is well below the E; according to our DFT calculations,
we note that by 0.4% Sb doping, the Dirac point can be
shifted near the E; which is expected to be observed in
experiments.
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