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The electronic structures of [SrTiO3]1−x[LaCrO3]x perovskite solid solutions are studied using hybrid density
functional calculations to investigate their potential photocatalytic activity. The introduction of Cr3+ into SrTiO3

not only creates occupied states inside the band gap but can adversely narrow the conduction band. However,
if Cr3+ and Ti4+ ions are segregated in alternating [001] layers, the conduction band remains highly dispersive.
This suggests that the electronic structure can be tuned by controlling the cation arrangement. We predict that
[SrTiO3]0.5[LaCrO3]0.5 with alternating TiO2 and CrO2 layered along the [001] direction, which has not been
experimentally realized yet, will exhibit strong absorption of visible light response and excellent electronic
transport properties.
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I. INTRODUCTION

Strontium titanate SrTiO3 (STO) is a prototypical per-
ovskite oxide in which Sr occupies the 12-fold cuboctahedral
site (A-site) and Ti occupies the sixfold octahedral site (B-
site). STO has attracted much attention due to association
with a variety of fascinating physical properties such as
superconductivity [1], ferroelectricity [2], and the formation
of a two-dimensional electron gas on its surface, as well as
at the interface between STO and LaAlO3 [3,4]. STO is also
a promising material for the generation of hydrogen fuel by
photoelectrolysis. A photoelectrochemical cell with a single
crystal STO anode can split water even without applying an
additional bias voltage [5]. The powder form of STO can
also decompose water under suitable conditions [6]. However,
the large band gap of between 3.2 and 3.4 eV based on
optical measurements [7–9] limits the solar energy conversion
efficiency of STO. This is because the electron-hole pairs that
are necessary to initiate photocatalytic reactions can only be
generated by the absorption of light in the ultraviolet range,
which comprises a small fraction of the solar spectrum.

Doping with transition metals has been a common approach
in attempts to sensitize STO to visible light. Various studies
have found that small concentrations of Cr3+ give rise
to an optimal visible light response [10–13]. Photocurrent
measurements [11,14,15] have shown that this is associated
with an absorption peak at ∼450 nm, attributed to a Cr →
Ti charge transfer transition. Subsequent studies on powder
samples of Cr3+-doped STO have confirmed that photocat-
alytic activity takes place under visible light [16–19]. The
charge imbalance caused by substituting Cr3+ for Ti4+ can
be compensated by a simultaneous A-site substitution, for
example replacing Sr2+ with La3+. This avoids the formation
of oxygen vacancies, which are commonly believed to act as
charge carrier recombination centers.
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Despite the sensitization ability of Cr3+, the photocurrent
activity of Cr3+-doped STO is significantly lowered, even
when the energy is sufficient for band gap excitation [14].
Furthermore, a study on Cr3+-doped colloidal TiO2 particles
showed that whereas a low concentration of Cr3+ induces
visible light response, the activity decreases drastically with
increasing Cr3+ content [20]. This adverse effect has been
explained by a lowering of the diffusion lengths of minority
carriers, i.e., photogenerated holes, because Cr3+ cations act
as hole traps [10]. However, in STO only, photogenerated
electrons contribute to the photocurrent; the mobility of
photogenerated holes is rather low probably due to immediate
trapping after generation [21–23]. Therefore, hole trapping by
Cr3+ should not have an adverse effect on the photocurrent.

Prompted by the sensitization ability of the Cr3+ ion in
STO and by the fact that STO and LaCrO3 (LCO) form
a complete solid solution series STO1−xLCOx with 0 �
x � 1 [24–26], we calculated the electronic structures of
STO1−xLCOx solid solutions using density functional theory
to clarify the effect of Cr3+ and to assess the potential of these
solid solutions as efficient visible-light-driven photocatalysts.
Our computational results show that the electronic structure
depends significantly on the B-site cation arrangement. That is,
the dispersion of the conduction band is significantly weakened
when the planar Ti-O-Ti network is disrupted by the presence
of Cr3+. This finding gives an alternative explanation to the
lowered quantum efficiency of STO upon Cr3+ doping and
allows a strategy to be proposed for the design of novel
perovskite photocatalysts with highly dispersive conduction
bands and the ability to strongly absorb visible light. Recently,
perovskite [001] heterostructures have also been predicted to
have a high solar energy conversion efficiency [27].

II. METHODOLOGY

All calculations were based on density functional theory,
utilizing the range- separated screened hybrid functional
Heyd-Scuseria-Ernzerhof (HSE) [28], which mixes 25%
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Hartree-Fock exchange with 75% of the generalized gradient
approximation (GGA) Perdew-Burke-Ernzerhof [29] (PBE)
functional. The inclusion of Hartree-Fock exchange in the
HSE functional is known to greatly improve the description
of transition metal oxides over local density approximation
(LDA) and GGA functionals. The experimental lattice con-
stants and band gaps of STO and LCO are well reproduced
by previous HSE calculations [30,31], and values obtained
in this study differ from those by less than 1%. Interactions
between the core and valence electrons were treated by the
projector augmented wave approach [32]. The cutoff energy
for plane waves was set at 500 eV. For all cells calculated,
the k-point spacing was smaller than 0.03 Å−1 in the Brillouin
zone. Structural optimization of lattice vectors and atomic
positions was performed on all of the cells until the forces
converged to less than 0.01 eV-Å−1 per ion. All calculations
were carried out using the Vienna Ab initio Simulation Package
(VASP) [33].

The STO1−xLCOx solid solutions were modeled by using
perovskite supercells in which Sr and La occupy the A-site and
Ti and Cr occupy the B-site [34]. The two end members of the
solid solution series, STO and LCO, adopt primitive cubic and
orthorhombic perovskite structures at room temperature, with
space group symmetries Pm-3m (one formula unit per cell) and
Pnma (four formula units per cell), respectively [35,36]. The
structure of the STO1−xLCOx solution has been observed to
transform from cubic to orthorhombic as the concentration
x increases [24–26]. Accordingly, the STO1−xLCOx solid
solutions at x = 0.125, 0.25, and 0.5 were simulated using
not only supercells based on the cubic unit cell but also
based on the orthorhombic unit cell, which allows the tilting
of TiO6 octahedra. In all calculated cells, unless described
specifically, each of the substituted La–Cr pairs is located as
nearest neighbors, and same cation arrangements are adopted
in both A-site and B-site cation sublattices.

III. RESULTS AND DISCUSSION

A. Pristine SrTiO3

We first discuss the electronic structure of cubic STO. From
the calculated electronic band structure shown in Fig. 1(a),
STO is a band insulator with a band gap separating the O 2p

states that dominate the valence band from the Ti 3d states

FIG. 1. (Color online) (a) Calculated band structure of cubic
SrTiO3. The top of the valence band is positioned at 0 eV. The three
t2g conduction bands are highlighted in cyan. (b) Illustration of pdπ

interactions in the xy plane. Blue and pink shading denote the Ti dxy

and O p orbitals, respectively.

that dominate the conduction band. The calculated band gap is
∼3.3 eV, in good agreement with optical measurements [8,9].
The five Ti d states are split by the octahedral crystal field
into three lower t2g (dxy , dyz, dxz) bands and two upper eg

(dx2−y2 , dz2 ) bands. The width/dispersion of the t2g bands
is relevant to the effective mass, and hence the mobility of
the electrons, and is ∼2.8 eV from our calculations. Efficient
photocatalysis requires that photoexcited electron reach the
surface of the material rapidly before recombination. The high
mobility of photogenerated electrons in STO [21,22] certainly
has an important contribution to its high photocatalytic activity.

In the perovskite structure, the distance between neighbor-
ing B-site Ti cations is large; hence, direct t2g orbital overlap
is negligible. The width of the t2g bands results predominantly
from an interaction mediated by oxygen; the t2g orbitals on
neighboring Ti cations overlap with the intermediate oxygen
2p orbitals [37,38], referred to as a pdπ interaction, as
illustrated in Fig. 1(b). Due to the planar character of the
pdπ interaction, the t2g conduction bands also have a two-
dimensional character [39], despite the cubic crystal symmetry
of STO. This can be understood by looking at the band
structure in Fig. 1(a). Along the cubic crystal axis (� → X),
one of the three t2g bands is nearly flat, whereas the other
two are degenerate and highly dispersive. This implies that
electrons in one of the three bands have high effective mass
along one crystal axis but low effective mass along the other
two axes. For example, the width/dispersion of the dxy state
shown in Fig. 1(b) arises from the pdπ interaction in the xy
plane. Here the effective mass is low in the xy plane but high
along the z direction. Similarly, the widths/dispersions of the
dyz and dxz bands result from pdπ interactions in the yz and
xz planes, respectively.

B. STO1−xLCOx solid solutions

In a perovskite supecell representing the STO1−xLCOx

solid solution at a given concentration x, two different cations,
Sr and La, are present at the A-site, and two different cations,
Ti and Cr, are present at the B-site. Hence, there are many
possible A-site and B-site cation arrangements as well as
their combinations. Besides, the cell can be constructed either
from the cubic STO primitive cell without octahedral tilting
or from the orthorhombic LCO primitive cell with octahedral
tilting. First we would like to exclude the effect of A-site cation
arrangement and octahedral tilting on the electronic structure;
therefore, our later discussion can be confined only to the
effect of the B-site cation arrangement. Here we demonstrate,
by using the case of STO0.5LCO0.5, the insignificance of A-site
cation arrangement and octahedral tilting.

Figure 2 shows the density of states of STO0.5LCO0.5

calculated from three different structural models with the
same B-site cation arrangement. The top structure differs
from the middle one only in the A-site cation arrangement.
As seen from the density of states, there is no noticeable
difference in their electronic structures from rearranging the
A-site cations. It has also been confirmed that all the other
possible A-site cation arrangements yield essentially the same
electronic structures in terms of the shape and the position
of valence band and conduction band edges in density of
states. Next we will show the effect of octahedral tilting on
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FIG. 2. (Color online) Density of states of STO0.5LCO0.5 with
different A-site cation orderings and their structural models. The
green dashed lines indicate the edges of the occupied and unoccupied
states. The blue, orange, green, and purple spheres denote Ti4+, Cr3+,
Sr2+, and La3+ cations, respectively. Oxygens are omitted for clarity.
Ti-O and Cr-O bonds are shown as sticks.

the electronic structure. As seen in Fig. 2, the bottom structure
differs from the top structure in its octahedral tilting. Such
tilting makes the Ti-O-Ti bond length deviate from 180° and
results in the reduction of the Ti t2g bandwidth [40] and a
concomitant 0.15 eV upshift of the conduction band minimum
(CBM). This effect is relatively small compared to the effect
of rearranging the B-site cations, which can give rise to a
considerable 1.9-eV upshift of the CBM, as will be discussed
below. In cells with lower LCO concentrations considered in
this work, x = 0.125 and 0.25, the Ti-O-Ti bonds are less
distorted than those in the x = 0.5 cell; therefore, the effect of
octahedral tilting becomes even smaller.

We have shown above that the A-site cation arrangement
and octahedral tilting have no noticeable effect on the
electronic structure. In the discussion that follows, only the
results obtained from the supercells based on the cubic unit
cell are presented, and the A-site cation arrangement will
not be discussed further. To see how the electronic structure
changes as the concentration x increases, first a simple cation
arrangement in STO1−xLCOx solid solutions is considered
in which all Cr3+ (t2g

3eg
0) ions are confined to one layer.

Figure 3 shows the structural models and their corresponding
densities of states for x = 0, 0.037, 0.125, 0.25, and 0.5. When
a small concentration of LCO is incorporated into STO, as
in the case of x = 0.037, occupied Cr3+ t2g states appear
in the band gap above the valence band maximum (VBM)
of STO. Therefore, charge transfer transition from Cr to Ti
is expected under photoirradiation with an excitation energy
smaller than the original band gap O 2p to Ti 3d transition and
is in agreement with the 450-nm absorption peak observed
experimentally for STO doped with a small concentration of
Cr3+. As the concentration of LCO increases, the density of
occupied Cr3+ t2g states inside the band gap also increases,
whereas the position of the Ti CBM relative to the O 2p

VBM is not changed. Intuitively, the increasing concentration
of LCO should thus be accompanied by a higher rate of
Cr → Ti charge transfer transition and enhance the visible

FIG. 3. (Color online) Calculated density of states of
STO1−xLCOx solid solutions (left) and structural models (right) for
x = 0, 0.037, 0.125, 0.25, and 0.5. The green dashed lines indicate
the edges of the occupied and unoccupied states. The tops of the
oxygen 2p states at each concentration are aligned at 0 eV. The blue
and orange spheres in the structural models denote Ti4+ and Cr3+

cations, respectively. Sr2+, La3+, and O2− ions are omitted for clarity.

light photocatalytic activity. However, this is inconsistent
with the experimentally observed adverse effect of increasing
the concentration of Cr3+. One possible problem is that our
structural models are highly ordered; thus, it is unclear whether
the electronic structures obtained from them are valid for
real STO1−xLCOx solid solutions in which the cations are
disordered [25,26].

In order to investigate the effect of the B-site cation
arrangement, alternative structural models were considered.
Surprisingly, the B-site cation arrangement significantly in-
fluences the electronic structure. The upper panel of Fig. 4
shows two different B-site cation arrangements for x =
0.25, labeled STO0.75LCO0.25 (A) and STO0.75LCO0.25 (B),
and their electronic band structures. In the band structure of
STO0.75LCO0.25 (A), the spin-up and spin-down t2g conduction
bands both range from energies of 3.2 to 6 eV with widths of
2.8 eV, similar to pristine STO. However, if the B-site cations
are rearranged to form the STO0.75LCO0.25 (B) configuration,
the t2g bandwidth in the spin-up channel is decreased to 1.5 eV
with a concomitant upward shift of the CBM. Analogous
changes are observed in the spin-down channel, but to a lesser
extent. The dependence of the electronic structure on the B-site
cation arrangement is even more striking in the case of x =
0.5. The lower panel of Fig. 4 shows two structural models
x = 0.5, labeled STO0.5LCO0.5 (A) and STO0.5LCO0.5 (B),
together with their corresponding electronic band structures.
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FIG. 4. (Color online) Structural models for different cation arrangements in STO0.75LCO0.25 (upper panel) and STO0.5LCO0.5 (lower
panel) with their calculated band structures. In the structural models, Sr2+, La3+, and O2− ions are omitted for clarity. In the band structure
plots, orange lines denote the occupied Cr3+ states and the cyan curves denote Ti t2g states. The tops of the oxygen 2p states are aligned at 0 eV.

For STO0.5LCO0.5 (A), the t2g conduction bands remain highly
dispersive with a bandwidth 2.8 eV, as in pristine STO. In
contrast, the spin-up t2g bands for STO0.5LCO0.5 (B) exhibit
almost no dispersion, and the CBM is located at 5.1 eV higher

than the oxygen 2p VBM. Furthermore, the width of the
spin-down t2g conduction band is narrowed to 1.8 eV.

The reduction of the Ti t2g bandwidth in STO0.75LCO0.25

(B) and STO0.5LCO0.5 (B) implies that the presence of
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FIG. 5. (Color online) Enlarged view of the three spin-up Ti t2g

bands in STO0.5LCO0.5 (A) (left) and their spatial character at the �

point (right). The blue, green, and red curves in the band structure
plot and the blue, green, and red shaded isosurfaces denote the dxy ,
dxz, and dyz states, respectively.

Cr3+ ions in these structures interrupts the extended pdπ

interactions, which determine this bandwidth, as discussed
above. However, this raises the question of why the conduction
bandwidth in STO0.75LCO0.25 (A) and STO0.5LCO0.5 (A)
remains intact even in the presence of Cr3+. This issue can
be understood by a detailed examination of the band structure
of STO0.5LCO0.5 (A). Figure 5 shows the dispersion of the
three t2g bands in STO0.5LCO0.5 (A) and their charge densities
at the � point. At first glance, the overall width of the t2g

bands is not diminished by the presence of Cr3+. However,
if the three bands are examined separately, only the dxy band
remains highly dispersive, whereas the dyz and dxz bands are
significantly narrowed, and their minima at the � point are
shifted upward to a position 4.7 eV higher than the oxygen 2p

VBM. This is due to the absence of Cr3+ in the upper xy plane
of the structure, allowing undisturbed pdπ interactions. In
contrast, the presence of Cr3+ in the yz and xz planes interrupts
the pdπ interactions in these directions causing a reduction of
the dyz and dxz bandwidths.

The physical mechanism for the reduction of the t2g

bandwidth due to the presence of Cr3+ ions is demonstrated
in the electron hopping process shown in Fig. 6. The t2g

orbitals of Ti4+ (t2g
0eg

0) are all empty; therefore, a t2g electron
can hop between Ti4+ sites freely. However, the three t2g

orbitals of Cr3+ (t2g
3eg

0) are all occupied by spin-up electrons.
Consequently the hopping of a spin-up t2g electron onto the
Cr3+ site is forbidden by the Pauli principle. This explains
the difference in bandwidth reduction between spin-up and
spin-down electrons in Fig. 4. Besides, while a spin-down
electron is allowed to hop onto the Cr3+ site, it would
experience an onsite Coulomb repulsion, which is absent or
less significant at the Ti4+ site, because of the presence of
three electrons that already occupy the Cr3+ site. Therefore,

FIG. 6. (Color online) A schematic illustration of the electron
hopping process.

the reduction of spin-down t2g bandwidth also occurs, although
to a lesser extent compared to spin-up bands.

IV. CONCLUSIONS

In summary, we have shown that the presence of Cr3+
in STO1−xLCOx solid solutions not only creates occupied
states in the band gap but can also alter the character of the
conduction band. Because the width of the Ti t2g conduction
bands is determined by the Ti-O pdπ interactions, the presence
of Cr3+ on the B-site disrupts these interactions and results in
a reduction of the bandwidth. In addition, the two-dimensional
character of the t2g conduction bands leads to a strong
dependence of the electronic structure on the B-site cation
arrangement. A random distribution of Cr3+ on the B-site, as
previously reported for STO1−xLCOx solid solutions, disrupts
the Ti-O pdπ interactions in all three xy, yz, and xz planes.
Consequently, as the concentration of Cr3+ increases, the
bandwidth of all three Ti t2g states, dxy , dyz, and dxz, becomes
narrower, and the CBM is shifted upward. This gives rise to
two detrimental effects on the photocatalytic activity. First,
the narrowing of the t2g bandwidth corresponds to an increase
of the electron effective mass. This amplifies the rate of
electron-hole recombination and hinders the photocatalytic
activities. Second, the upward shift of the CBM results in
increased energies for both the O 2p → Ti 3d and Cr → Ti
transitions. Consequently, an electron-hole pair can only be
generated by the absorption of light with shorter wavelengths,
which lowers the solar energy conversion efficiency.

Nevertheless, we have also shown that if Cr and Ti can be
segregated into alternating [001] layers, one of the t2g states
remains highly dispersive. This implies that the effective mass
for that t2g state is low (high mobility) and that the position of
the CBM will not be affected even at high Cr3+ concentration,
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as in the case of STO0.5LCO0.5 (A). Therefore, we predict that
STO0.5LCO0.5 grown with TiO2 and CrO2 layers alternating
along the [001] direction will be an excellent material for solar
energy conversion in which the CrO2 layers are responsible
for visible light absorption and the TiO2 layers are responsible
for electron migration. Possible experimental realizations of
such an alternating layered structure are discussed in the
Appendix. Our findings suggest a strategy for the design of
visible-light-sensitive perovskite oxide materials with high
electron mobility by utilizing the two-dimensional character
of the t2g conduction bands.
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APPENDIX

Here we remark on the possibilities of realizing
the proposed layered structure. The previously reported

STO0.5LCO0.5 solid solutions synthesized by conventional
high-temperature solid state reactions are cation disor-
dered [25,26], which indicates that the [001] layered ordering
is not the most thermodynamically stable or not stable enough
to retain at high temperature. Nonetheless, recent development
on advanced material synthesis methods has enabled us to
overcome the thermodynamic barrier. Many artificial oxide
structures have been experimentally fabricated [41] and theo-
retically studied [42]. An alternating layer of a LCO-LaFeO3

superlattice with [100] stacking direction that is very similar to
our proposed structure has been synthesized using a multitarget
pulsed laser deposition technique [43]. Such thin film can
be grown on a substrate with a step-terrace structure so that
the side of the thin film will be largely exposed for charge
transfer out of the material [44]. Apart from epitaxial thin-film
growth techniques, low-temperature soft chemistry routes
are also capable of preparing nonthermodynamically stable
(metastable) phases that are not accessible by conventional
solid state reactions. For example, various oxide nanosheets
with atomic thickness have been synthesized, and they can be
arbitrarily stacked to form superlatticelike structures [45,46].
In addition, very recently a perovskite compound Ca2FeMnO6

with [100] layered ordering was successfully synthesized by
low-temperature oxidation from brownmillerite Ca2FeMnO5,
which is inherently layered [47]. All above examples sug-
gest that it is possible to synthesize the proposed layered
STO0.5LCO0.5, a task we are currently working on.
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