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Compositional engineering of BiFeOs can significantly boost its photovoltaic performance. Therefore,
controlling site substitution and understanding how it affects the optical and electronic properties while
achieving robust and stable phases is essential to continue progressing in this field. Here the influence of
cation co-substitution in BiFeOsz on phase purity, optical and electronic properties is investigated by
means of X-ray diffraction, spectroscopic ellipsometry and X-ray absorption spectroscopy, respectively.
Piezoelectric force microscopy and ferroelectric characterization at room temperature has been carried
out in co-doped BiFeOs films. First-principles calculations are also performed and compared to the
experimental observations. It is shown that the incorporation of La® in Bi(Fe,Co)Os films improves
phase purity and stability while preserving the reduced band gap achieved in metastable Bi(Fe,Co)Os.
Moreover, it is suggested that the changes in the optoelectronic properties are mainly dictated by the
hybridisation between unoccupied Co 3d and O 2p states along with the presence of Co®*/Co?*
species. This thorough study on (Bi,La)(Fe,Co)Os thin films coupled with the use of a cost-effective and
facile solution deposition synthesis increases the motivation to continue exploiting the potential of these

rsc.li/materials-c perovskite materials.

1 Introduction

The use of ferroelectric oxide perovskites as a stable photoactive
layer has opened up a ground-breaking new arena of research
in the field of energy."” They present an alternative mechanism
for solar energy conversion that could potentially surpass the
fundamental efficiency limits of conventional semiconductors.**
Unfortunately, most ferroelectric oxide perovskites have a relatively
large band gap, i.e. 3-4 eV (being able to harvest only 8-20% of the
solar spectrum), and present poor charge transport properties.>® Of
the various oxide perovskite materials with general ABO; structure,
BiFeOj; (BFO) has generated much interest being ferroelectric at
room temperature with a bandgap at 2.7 eV.””® The polarization
in BFO arises in part from the 6s> lone pair of Bi*" cations
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occupying the A-site position, whereas the band gap is mostly
affected by the chemical bonding between the Fe**, in the B-site
position, and the surrounding oxygen anions. As promising as
it is, there are still drawbacks to overcome such as improving
band gap towards the visible. In this regard, compositional
substitution turned out to be effective to tune their structure
and physical properties. It has already been shown that
chemical substitution of Fe by Cr in the B-site of the perovskite
BFO can tune the band gap from 2.7 eV to 1.9 eV reaching
power conversion efficiencies of 8%.> Notably, controlling site
engineering in BFO is often complicated for the generation of
secondary phases (such as Bi,Fe,O, and Bi25FeO39)1° and charge
defects (including Fe®*, Fe**, bismuth and oxygen vacancies)'"">
which at the same time depend on the processing conditions, and
will ultimately interfere with the film functionality.

On the other hand, previous studies underlined the benefit
of A-site doping with rare-earth cations like La, Nd and Gd, to
improve film crystallinity, phase purity and decrease in leakage
current.”>™* Since they are located far from the Fermi level,
this substitution is expected to have little influence on the
electronic band structure.'® Nonetheless, large substitution
of A-site ions can trigger a ferroelectric to paraelectric phase
transition."”"®

This journal is © The Royal Society of Chemistry 2021
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Solution-processing is an effective approach to prepare
BFO'?° films allowing to alter the cation composition by
incorporating different stoichiometric amounts of the corres-
ponding metalorganic precursors. Our recent work demon-
strates that the optical gap of BFO can be reduced from
2.7 eV to 2.3 eV through cobalt doping while preserving a robust
ferroelectricity.” The valence configuration of this cobalt-
doped system is found to be Fe** for iron and Co*'/Co** for
cobalt.”> The presence of Co>" is expected to alter the charge
defect scenario such as the ubiquity of oxygen vacancies and
thus the leakage currents.”® Additionally, phase stabilization
still remains a challenge for cobalt loads >30%.>*

Herein we investigate the effect of A-site substitution by La®*
in solution processed BiFe; ,Co0,0; (BFCO) thin films to gain
insight on the influence of the defect chemistry on its structure,
optical, electronic and ferroelectric properties while pursuing a
single phase formation. La®" is an attractive candidate to
stimulate the formation of stable (Bi,La)(Fe,Co)O; perovskite
structure benefiting from the same valence state as Bi**, similar
ionic radii (r{(La*") = 1.36 A and r(Bi*") = 1.54 A for coordination
number of 12)**?® and larger bond dissociation energy with oxygen
(D5 (La—0) = 798 KJ mol ™" and D5, (Bi-0) = 337 k] mol™ ")’ In
this work La-doping is kept at 10% to stay far from the concentra-
tions in which structural phase transition occurs.'®?®

2 Experimental methods
Film preparation

The precursor solutions are prepared by weighting the chemical
precursors (powder) according to the stoichiometric ratio of the
final films. Following after, they are mixed in a solvent blend of
2-methoxyethanol and acetic acid in order to obtain a final
concentration of 0.25 M respect to Bi. The precursors are:
Bi(NO;);-5H,0 (98.0%), Fe(NO;);-9H,0 (98.0%), Co(NO;),-
6H,0 (98.0-102.0%) and La(NOs);-6H,O (99.999%). Since Ln
precursors are difficult to dissolve in the solvents here men-
tioned, the solution is left 24 h under stirring and moderate
temperature (~55 °C) using a reflux condenser. The process of
deposition itself is carried out using a spin-coater located in a
dry chamber, with an atmosphere whose relative humidity is
less than 10%. 17.5 pl of the 0.25 M BFO-based solution are
taken with a syringe, deposited on the substrate and then spin-
coated at 6000 rpm for 40 seconds. We have performed the
deposition on 5 x 5 mm SrTiO; (STO) substrates. For piezo-
electric force microscopy and macroscopic ferroelectric char-
acterization, films have been deposited on Lag;Sry3MnO;
(LSMO)-buffered (001) STO substrates. Following the deposi-
tion, a low-temperature treatment is performed in order to
eliminate organic compounds.”® Finally, the sample is sub-
jected to a high temperature thermal treatment at 600-700 °C
for 30 min by which the phase crystallizes and grows on the
substrate. This high-temperature process is carried out in a pre-
heated tubular furnace to minimize the formation of Bi,Fe,Oq
and Bi,sFeO;,,'° with an O, flow of 0.6 1 min~*. Then, the
samples are fast cooled to room temperature to prevent
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perovskite decomposition. For the macroscopic ferroelectric
characterization, this process has been repeated five times to
obtain 100 nm thin films.

Structural and surface morphology characterization

Routine studies of phase purity and film crystallinity were
performed in a Siemens XRD Diffractometer D-5000 with
Cu-K, /= 1.5418 A. Additionally, a Bruker D8 Advance (GADDS)
diffractometer equipped with a 2D detector was used for
advanced characterization. Atomic Force Microscopy (AFM)
was used to study the surface morphology and roughness of
the samples. AFM topography measurements were performed
with Keysight 5100 instrument in dynamic mode, acquiring
images from 5 pum x 5 pm areas of the samples. Following after,
the images were analyzed with MountainsMap Premium software.

Optical characterization

Variable-angle spectroscopic ellipsometry (VASE) measure-
ments were carried in reflection mode at ambient conditions
using a SOPRALAB GESS5E rotating polarized ellipsometer
(Xe lamp as light source and charge-coupled device detector).
The ellipsometric spectra (¥, 4) were recorded within the
spectral range 1.3 to 4.5 eV at a fixed analyzer angle of 20°
varying the angle of incidence from 67.5°, 70° to 72.5° for each
sample. Data sets were analyzed using WinElli II piece of
software and fitted with the multi-layer model void/rough
layer/BFO-based film/substrate. Rough layer assumes a med-
ium consisting of air and film (1:1) that uses the Bruggeman
approximation to model the effective dielectric function.
Roughness values have been taken from the AFM analysis
performed in these samples (Fig. S1, ESIT). The Tauc-Lorentz
model was used to describe the optical properties of the BFO-
based films as previously described.”’ To study the optical
absorption spectra, the Tauc relationship*® was employed:

ahv oc (hv — Eg)"

where £ is the Planck’s constant, v is the frequency of light, E, is
the band gap energy and 7 is related to the electronic nature of
the bandgap being n = 2 allowed direct transitions and n = 1/2
allowed indirect transitions.

Photoemission characterization

X-ray photoemission spectra (XPS) were recorded at the NAPP
end station from CIRCE beamline at the ALBA Synchrotron
Light Source® using a PHOIBOS 150 NAP electron energy
analyser (SPECS GmbH). The angle between the analyser axis
and the incoming synchrotron radiation horizontal linear
polarization vector was 54.7°, the magic angle, and the take-
off angle was approximately 55°. The spectra were acquired
with a 20 nm exit slit, and the X-ray spot was estimated to be in
the order of 100-50 pm (H x V). Two different photon energies
were used, 1032 and 525 eV, the former for the survey spectra
with a pass energy of 20 eV and the latter for the high resolution
scans with 10 eV pass energy. All the measurements were
performed under high vacuum conditions. X-ray absorption
spectra (XAS) have also been obtained at the NAPP end station
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in total electron yield mode upon measuring the drain current
on the samples by an electrometer (ALBA Em current
amplifier’”) and corrected by the incoming photon flux as
measured by a gold mesh just upstream the sample. The beam
dimensions and sample orientation were the same as for the
XPS measurements.

Ferroelectric characterization

Top Pt electrodes (10 nm thick) were deposited by sputtering
through a stencil mask on LSMO-buffered films, allowing to
obtain arrays of contacts of 40 pm x 40 pum. Ferroelectric
polarization loops were measured at room temperature in
top-top configuration®? (two BFO capacitors were measured in
series, contacting two top Pt electrodes and using the conduct-
ing LSMO buffer layer as common bottom electrode) by means
of an AIXACCT TFAnalyser2000 platform. Ferroelectrics loops
were obtained by sweeping an electric field at a constant rate
with a frequency of 1 kHz and measuring the current, using the
dielectric leakage current compensation (DLCC) to minimize
leakage current effects.?® Polarization has been obtained by
displacive current integration through time and by its normal-
ization to the electrodes area.

PFM characterization

Piezoelectric Force Microscopy (PFM) measurements were per-
formed with an MFP-3D ASYLUM RESEARCH microscope
(Oxford Instrument Co.), using the AppNano silicon (n-type)
cantilevers with Pt coating (ANSCM-PT-50). Scanned areas were
30 x 30 um” and the electrically written regions were 10 x 10 pm”.
To achieve better sensitivity, the Dual-Frequency Resonance-
Tracking (DART) mode was employed.>**> PFM voltage hysteresis
loops were always performed at remanence, using a dwell time of
100 ms. The quantification of the piezo coefficient using DART is
difficult due to the simultaneous variation of measurement
frequency and the variation of the maxima of the resonance
amplitude while measuring; consequently arbitrary units (a.u.)
are indicated in the amplitude of the piezoresponse.

First-principles calculations

Spin-polarized density functional theory (DFT) calculations
were performed with the generalized gradient approximation
proposed by Perdew, Burke and Ernzerhof (PBE) as implemen-
ted in the VASP package.?**” The “Hubbard-U"’ scheme derived
by Dudarev et al. was employed for the description of Co and
Fe 3d electrons by adopting a U value of 6 and 4 eV,
respectively.*®*° The “projected augmented wave” method*
was used to represent the ionic cores by considering the
following electronic states as valence: Co 4s'3d®, Fe
3p®4s'3d’, Bi 6s°5d'°6p°, La 6s°5d"'5p°5s®> and O 2s*2p*. An
energy cut-off of 800 eV and a I'-centered k-point grid of 6 x 6 X
6 were employed for a 2 x 2 x 2 simulation cell containing
40 atoms, thus obtaining zero-temperature energies converged
to within 0.5 meV per formula unit. Geometry relaxations were
performed for an atomic force threshold of 0.005 eV A~

The effects of chemical disorder were addressed by generat-
ing all possible atomic Co-Fe and and Bi-La arrangements in
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the adopted 40-atoms supercell. The energetically most favor-
able magnetic ordering was determined for each configuration
by considering the four possible magnetic spin arrangements
compatible with our simulation cell (that is, ferromagnetic -FM-
and antiferromagnetic -AFM- of type A, C, and G).**?° Off-
stoichiometric systems were generated by removing one oxygen
atom from all possible apical and equatorial positions in the
40-atoms simulation cell,"* thus rendering the general
chemical composition Bi,_jLa,Fe; ,C0,05475. In order to
obtain accurate electronic band structure and band gap results,
we performed range-separated hybrid DFT calculations with the
HSE06 exchange-correlation functional®® on the equilibrium
geometries determined previously with the PBE potential.

The electric polarization of stoichiometric Bi;_,La,Fe; ,C0,03
systems were estimated with the Born effective charges
method.”*** In this approach, the electric polarization is
calculated with the formula:

1 .
P, = EZ Z;c/fofuh'ﬁ? (1)
i

where Q is the volume of the cell, k runs over all the atoms, o,
p =x,y, z represent the Cartesian directions, u, is the displace-
ment vector of the k-th atom as referred to a non-polar
reference phase, and Z! the Born effective charge tensor
calculated for a non-polar reference state. It is worth noting
that recently it has been shown that the estimation of electric
polarization for BiFe; ,Co,O; solid solutions with such a
perturbative and computationally feasible method turns out
to be very accurate.®

3 Results and discussion

Four compositions have been selected for this study: BiFeO;
(BFO), BiFe, 4C0,,0; (BFCO20), BiFe,,C0,;0; (BFCO30) and
Big oLag 1Fey7C0y 305 (La-BFCO30). In Fig. 1, XRD 0-20 patterns
of the thin films show the (00!) Bragg reflections of the BFO-
based phase next to the intense (00/) reflections of the SrTiO;
(STO) substrate confirming epitaxial growth of the 20 nm-
perovskite films indexed assuming a pseudocubic cell. For
BFCO30 films, the (00/) reflections from the BFCO30 broaden
and extra diffraction peaks appear between 26 25° and 40°,
highlighted in a grey square in Fig. 1, which are attributed to
bismuth and iron oxide rich phases. The presence of secondary
phases in the BiFeO;-BiCoO; system for cobalt concentrations
up to 30% is attributed to the system instability, as previously
reported in MOCVD samples.**® In fact, pure BiCoOj; is stable
only at high pressure.>® With the incorporation of La in
BFCO30, the presence of secondary phases is suppressed and
the (00/) reflections from La-BFCO30 sharpened, indicating the
formation of pure phase epitaxial films with improved crystal-
linity. The lattice parameter and unit cell volume for the
chemically substituted BFO samples have been determined
from the high resolution reciprocal space maps performed
around the (103) STO reflection, showing minimal variations,
see Table 1. These variations have been attributed to the subtle

This journal is © The Royal Society of Chemistry 2021
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Fig.1 Comparison of XRD- 0-20 scan of 20 nm BFO, BFCO20, BFCO30
and La-BFCO30 thin films on STO. The grey square in BFCO30 identifies
the 20 range with weak Bragg reflections attributed to the presence of
secondary phases.

differences in the ionic radii of the cations forming the
structure (Table S1, ESIt) along with in-plane compression
strain (@sto = 3.905 A).

On the basis of these results, altering the pristine BFO films
with simultaneous La- and Co-site substitutions promotes the
formation of pure phase and crystalline films and does not
jeopardize the stability of the pseudocubic structure, in good
agreement with the calculated Goldschmidt tolerance factor,*’
t,being 0.97 < t < 0.98. It is expected that the formation of this
stable, pure-single crystalline phase could positively affect the
good traits of BFO for PV by enhancing the abnormal photo-
voltaic effect while reducing the leakage current although this
study would be beyond the scope of the present work.

The benefit of La incorporation in BFCO30 can also be
observed from the smooth an homogeneous surface morphol-
ogy from AFM analysis (Fig. S1, ESIT).

To investigate the effect of chemical doping in BFO on the
optical properties, spectroscopic ellipsometry studies are per-
formed. Fig. 2 shows the Tauc plots for direct (/v)* transitions
where o is the absorption coefficient.*® For pristine BFO films it
is shown a nearly linear dependence with photon energy in line
with previous observations of spray deposited BFO.*° The
extrapolation of the linear region of the plot to the X-axis
intercept (o = 0) allows to obtain the Tauc gap, being 2.7 eV.
Cobalt substitution barely modifies the shape of the direct
transition except by introducing a red shift of the absorption
edge.”! By incorporating La, the optical properties of BFCO30

Table 1 Goldschmidt tolerance factor t, cell parameter a and ¢, and unit
cell volume (V) for 20 nm BFO, BFCO20, BFCO30 and La-BFCO30 films on
STO substrate calculated from the reciprocal space map acquired from the
(103) STO reflection

Composition t a (A) c(A) v (A%
BFO 0.97 3.908 3.976 60.72
BFCO20 0.97 3.908 3.997 61.04
BFCO30 0.98 3.908 4.047 61.81
La-BFCO30 0.97 3.909 3.992 61.00

This journal is © The Royal Society of Chemistry 2021
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Fig. 2 («h)? Tauc plots for 20 nm BFO, BFCO20, BFCO30 and La-BFCO30
used to determine the direct transition energies of the films.

are no further altered (Fig. S2, ESIT) preserving the red shift
obtained in BFCO30, Fig. 2.

In order to better understand the effect of gradual change in
the chemical substitution on the electronic structure of BFO,
X-ray Absorption Spectroscopy (XAS) of the Fe L, 3, Co L, 3 and
O K-edges were carried out. The absorption at the Fe L, ;-edge
corresponds to electron transitions from Fe 2p to Fe 3d orbitals
and it is very sensitive to crystal-field interactions. In Fig. 3a it is
shown the Fe L,; spectra of all samples studied here. It is
observed that regardless of the A-site and B-site substitution
there are negligible differences in the peak positions and the
line shape of all spectra. A comparison of our results with the
well known Fe L, ; spectrum of both BiFeO; and LaFeOj3, which
exhibits a high spin Fe’" ground state,’>>' shows a good
agreement. Therefore, Fe** is the dominant oxidation state
for undoped and doped samples and the 3d occupancy of Fe
barely changes with neither the Co nor La doping, being
consistent with previous XAS studies of La; ,Sr,FeO; and
Lay gBig ;Fe; ,Mn,0;.7>%

The shape of the absorption spectra at the Co L, ;-edge
reveals the presence of a combination of Co®*" and Co**
species® with small variation of the Co®>'/Co®" ratio for the
different cobalt concentrations (Fig. 3b), being about 0.7 in
BFCO20 and about 0.5 in BFCO30 and La-BFCO30. Note that
the oxidation state of cobalt is influenced by the preparation
method and the processing conditions.>*>°

The substitution of Bi by La, does not change this ratio
significantly. Besides the XAS of the transition metal elements,
it is also interesting to follow the behaviour of the oxygen
K-edge for the various samples. In this case, the variations are
more complex as they involve the density of oxygen-related
unoccupied states which originate from the hybridisation
between the O 2p and Fe/Co 3d (region 528-532 eV) states, as
well as with the unoccupied Bi 6p (region 532-536 €V) states,
and with the Fe/Co 4s4p (region 536-544 €V).>°

In Fig. 3c it is observed that the feature near the onset
undergoes a continuous transformation by the substitution of
Fe by Co, i.e. the O 2p-Fe 3d hybridised states are substituted
by O 2p-Co 3d hybridised states, while the La substitution does

J. Mater. Chem. C, 2021, 9, 330-339 | 333
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Fig. 3 XAS spectra of the 20 nm BFO, BFCO and La-BFCO thin films on
STO (a) at the Fe L, 3-edge, (b) Co L,3-edge, (c) O K-edge. Spectra are
vertically shifted for clarity.

not bring any further change. Moreover, the integrated inten-
sity of the spectra near the onset (528-532 eV) increases for
increasing amount of Co doping. This trend can be related to
the increase in d-electron number when Fe is substituted by Co
and therefore the O 2p-Fe/Co 3d hybridised states increase
concordantly. Similar behavior has been previously observed in
LaBO; samples (B = Cr, Mn, Fe, Co, Ni) under the claim that at
fixed transition metal valence, going from left to right in the
first row of the periodic table, the electronegativity of the
transition metal increases (more covalent); as a consequence,
the 3d orbitals may get closer to the O 2p thus leading to
stronger hybridisation.””*® This change in the number of d
electrons and therefore hybridisation, has already been
reported to modify the optical bandgap.’”*® Nonetheless, it is
important to note that our samples contain Co** and Co**
species, with a decreasing Co”'/Co’" ratio with Co substitution
(Fig. 3b). Based on that, the first feature of the O K-edge spectra
indicates that the hybridisation increases for those samples
with moderately higher content of Co®". This behavior agrees
with the study of Suntivich et al.®® carried out in a series of
La-Ni-O compositions in which the hybridisation between
Ni 3d orbitals and O 2p orbitals increased by increasing the

334 | J Mater. Chem. C, 2021, 9, 330-339
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oxidation state of Ni from Ni**, Ni*”* to Ni**. In this case, the
increase in hybridisation is explained by lowering of the
transition metal 3d level leading to smaller charge-transfer
energy (4).”” Note that the effect of Co doping is also observed
in the shape of the valence band showing an increase of
the feature at valence band maximum (VBM) attributed to the
O 2p-Co 3d occupied states (Fig. S3, ESIT). Therefore, it is very
likely that the optical band gap reduction identified from
spectroscopic ellipsometry upon cobalt substitution (Fig. 2) is
due to an increase in the hybridisation between the transition
metal 3d and O 2p orbital states, which is enabled by the
presence of Co®'. Nevertheless, we anticipate that the first-
principles calculations described below suggest that this hybri-
disation is mediated by the presence of both, Co®" and Co**
ions. Finally, we recall that low level of A-site substitution barely
modified the O K-edge spectra and thus the hybridisation,
being consistent with the reported less significant role of
A-cation on the electronic structure.>>”®

Ferroelectric characterization has been performed in
100 nm La-BFCO30 films on 10 nm-LSMO/STO substrates
(Fig. 5a). It is obtained a remanent polarization of 53 uC cm™ 2,
similar to that obtained for epitaxial BFCO films and slightly
higher than pristine BFO films.>"*® Note that similar behavior
is also identified in thicker (>300 nm) (La)BFO polycrystalline
films but at significantly lower Co dopings (2-3%).6"°
Additionally, piezoelectric characterization has been performed
in 20 nm La-BFCO30 films on LSMO/STO. In Fig. 4b and c, the
amplitude and phase signal images collected after applying
—8 and +8 V in the regions indicated in panel c are shown. In
the outer regions no voltage was applied and, thus, it corre-
sponds to the as-grown state. It can be observed that 180° phase
contrast is obtained and that the amplitude signal at domain
walls between domains written with opposite voltage is near
zero. These results are indicative of the genuine ferroelectric
nature of the observed contrast.*®* Amplitude and phase
signal loops (Fig. 4b and c) show butterfly and 180° hysteresis,
respectively, also revealing the ferroelectric nature of the
material. BFO, BFCO and BFCO30 LSMO-buffered 20 nm thick
film (Fig. S4, ESIt) show similar results.

In order to characterize the synthesized materials also
theoretically, we performed a first-principles study of BFCO
and La-BFCO solid solutions at 12.5 and 25% Co and 12.5% La
contents based on density functional theory (DFT). Albeit such
concentrations of substitutional atoms are not identical to the
experimental ones (due to the constraints imposed by the size
of the adopted simulation cell, see Experimental section for
technical details) and the limitations of DFT methods to predict
exact energy band gaps are well known,*® we expect our
theoretical results to be qualitatively meaningful and compar-
able to our experimental findings. Following previous experi-
mental and theoretical works,*®®” we adopted a low-symmetry
rhombohedral-like phase presenting large anti-phase O, rota-
tions along the three pseudo-Cartesian axes (i.e., similar to the
BFO ground-state phase described by the space group R3¢*® but
with lower symmetry) to perform our DFT calculations and
analysis. Our sampling of all possible Fe/Co B-site arrangements

This journal is © The Royal Society of Chemistry 2021
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compatible with the adopted simulation cell indicates that
Co atoms tend to disperse homogeneously in the solution
(i.e., Co nearest neighbours are Fe ions, see Fig. 5a).

We estimated the energy band gap, Eg.,, and magnetic
properties of several BFCO and La-BFCO solid solutions
and compared them to those obtained for bulk BFO using
analogous computational methods (Fig. 5b). Our DFT results
are overall consistent with the experimental results explained
above. In particular, the band gap of the system is reduced by a
significant ~30% with respect to that of pristine BFO as
a consequence of Co substitution. Our DFT results do not
depend appreciably on the concentration of cobalt when all

the substitutional ions adopt the oxidation state Co>* (see next
paragraph). As it was expected, the introduction of La atoms
does not have any noticeable impact on Eg,, because the
corresponding 6s orbitals lie well below the Fermi energy level
(Fig. 6a and b). We have found that the analysed solid solutions
present a net magnetization of ~0.1 g per formula unit at low
temperatures, which is consistent with recent magnetic hyster-
esis loop measurements reported by Gao et al.®® The origin of
the estimated net magnetization is a magnetic spin imbalance
between the Fe and Co sublattices (i.e., magnetic spins arrange
antiferromagnetically but the individual Co magnetic moments
are smaller than the Fe ones, Fig. 5b), a mechanism that is
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Fig. 5 First-principles estimation of the structural, band gap and magnetic properties of BFCO and La-BFCO systems. (a) Sketch of the employed
solid-solution supercell with 25% Co content. Bi, Fe, Co and O atoms are represented with violet, yellow, blue and red spheres, respectively. (b) DFT
estimation of the energy band gap and total magnetization per formula unit (f.u.) of several BFCO and La-BFCO systems considering the presence of
Co** ions only. Percentages within parentheses indicate the content of Co atoms.
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similar to what has been predicted recently for off-stoichiometric
BiCoO; thin films.®® Other authors reported that larger rare earth
loads (i.e. 20%) could significantly alter the electronic, magnetic
an optical properties of the BFCO system.”®

To gain further insight into the band gap reduction observed
in BFCO and La-BFCO solid solutions, we analysed the partial
density of electronic states (pDOS) around the Fermi energy
level (Fig. 6). In our DFT simulations of pristine systems, the
oxidation state of Co ions is consistently identified as 3+.
Nevertheless, upon the introduction of oxygen vacancies the
Co ions surrounding the point defects are reduced and conse-
quently adopt the oxidation state 2+ (as shown by an increase in
the amount of charge occupying d-orbitals and a decrease of
~10% in the corresponding magnetic moments). The electro-
nic properties of Fe ions are hardly affected by the introduction
of oxygen vacancies, which agrees with our XAS observations.
In the simulated pristine BFCO system (Fig. 6b), in which
only Co®" ions are present, we observe a strong Fe/Co d and
O p orbitals hybridisation at the VBM and the appearance of a
large pDOS peak corresponding to unoccupied Co d states at
the minimum of the conduction band (CBM). When enough
oxygen vacancies are introduced in the system so that all the
cobalt ions are Co>* (Fig. 6d), the energy band gap increases
appreciably with respect to the pristine case due to an increase
in the occupation of Co d electronic states at the VBM and the
disappearance of the Co d pDOS peak at the CBM. Meanwhile,

336 | J Mater. Chem. C, 2021, 9, 330-339

when both Co*" and Co>" ionic species coexist in the material
(Fig. 6¢) a significant energy band gap reduction follows from
the simultaneous presence of Co d peaks at the VBM and CBM.

The qualitative discrepancy between XAS and DFT on
whether the generation of Co** at the VBM or the existence of
unoccupied Co>" states are the origin of the band gap change
could be due to having considered an oversimplified scenario
on the local symmetry of the BFCO system due to the large spin
variability of the cobalt ions. In particular, high-spin was
systematically identified as the energetically most favorable
state for Co in the DFT simulations, but it could be possible
that other intermediate and/or low spin configurations existed
also in the synthesized solid solutions.”"”* In addition, in this
study it has been assumed that cobalt atoms exclusively replace
Fe.®” Nonetheless, a recent publication on Co-substituted
SrTiO; has shown that cobalt in the divalent state could
substitute the cation in the A-site.”* It will be interesting to
clarify these important aspects on the magnetic properties of
BFCO in future works.

Finally, we estimated the electric polarization, P, of BFO and
BFCO and La-BFCO solid solutions with the first-principles
methods explained in Section 2 to characterize the effects of
chemical substitutions and disorder on their ferroelectric prop-
erties. For the ground-state of bulk BFO we obtained a P value
of 69.87 uC cm >, which is in good agreement with the reported
experimental values of 50-90 pC cm > (recall that our DFT

This journal is © The Royal Society of Chemistry 2021
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calculations are performed for “single crystal” configurations).”
It was found that the electric polarization of BFCO and La-BFCO
solid solutions were practically identical among them and very
similar to that estimated for bulk BFO. In particular, for
BFCO (12.5%) and La-BFCO (12.5%) we obtained P = 73.63
and 72.41 pC cm 2, respectively, and for BFCO (25%) and
La-BFCO (25%) 74.01 and 70.02 pC cm > These theoretical
results are also in consistent agreement with our experimental
ferroelectric characterization of La-BFCO (Fig. 4). Therefore, the
incorporation of La ions in BFCO films does not affect
negatively their polar features.

Overall, our first-principles results reproduce the experimen-
tally observed influence of the relative population of Co**/Co®*
ions on the optoelectronic properties of BFCO and La-BFCO
solid solutions and rationalize their superior multifunctionality
as compared to that of pristine BFO.*'

4 Conclusions

In this work we presented a thorough study based on the
double cation substitution in the ferroelectric perovskite
BiFeO; prepared by chemical solution deposition. We identi-
fied that the band gap shift is mostly attributed to the Co 3d
hybridisation with O 2p and the coexistence of Co>* and Co**
species, while Fe 3d remains unchanged upon substitution, as
supported by first-principles calculations. Importantly, the
benefit of substituting Bi by La in BFCO30 is twofold, it helps
stabilizing the metastable BFCO30 phase with no secondary
phases promoting epitaxial growth and preserves the reduced
optical band gap values and electric polarization obtained in
Co-doped BiFeO;. Our work offers a stable composition to
perform further systematic studies such as help unravelling
the cross-coupling mechanism between light absorption and
ferroelectricity in ferroelectric oxide perovskites. Additionally,
the multiferroicity of BiFeO; could be further explored in this
new La-BFCO composition to go beyond simple photovoltaic
devices envisaging new computing memories, optomechanical
devices and detectors.
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