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We performed Brillouin light scattering spectroscopy on a single crystal of BiFeO3 (BFO) in the temperature range from 110 to 300 K and observed
the Brillouin scattering from the LA and TA phonon modes, which were traveling along the c-axis. We determined the elastic constants for the LA
mode (Cs3) and TA mode (Cy4) to be approximately 251 GPa and 38.7—44.2 GPa at 300 K, respectively. We observed splitting of the degenerate
TA modes (corresponding to the elastic constant C,4), Which is not expected for the TA modes traveling along the three-fold symmetry axis (the
c-axis) of BFO. We also present the temperature dependences of the frequencies of the LA and TA modes, which include anomalies such as
the LA mode softening and TA mode frequency drop at around 210 K. © 2023 The Japan Society of Applied Physics

1. Introduction

Recently, multiferroic materials that exhibit ferroelectric and
antiferromagnetic properties have attracted a great deal of
attention due to their potential for various applications, such
as low power-consumption memory and spintronics devices."
Among them, BiFeO; (BFO) has attracted special attention as
the only compound that exhibits multiferroic properties even
at RT due to its high Néel temperature (640 K)” and Curie
temperature (1100K).> The space group of its crystal
structure is R3c, with spontaneous polarization along the
c-axis, which is the [111],, direction.>® BFO is also a G-type
antiferromagnet with a spin cycloidal structure originating
from the asymmetric Dzyaloshinsky—Moriya interactions.” ™"
The propagation vectors of the spin cycloidal structure have
equivalent directions that differ by 120 degrees, i.e. orienting
to the pseudocubic [101],, [110],c , [011],c directions and
there are three orientations of the magnetic domains.® Due to
this characteristic crystal structure, in addition to the phonons
and magnons, there are also electromagnons' " that originate
from spin-lattice coupling.'>'?

Light scattering experiments in BFO have been actively
conducted in order to understand the characteristic structures
and dynamics of the phonons and magnons."™'” Among
them, there are many reports on Raman scattering occurring in
the relatively HF region, namely, above ~10 cm ' or
0.3 THz, where the optical phonons and magnons associated
with the dielectric and magnetic ordering have been
observed.?®2® However, there are few reports on Brillouin
scattering in the sub-100 GHz frequency region, where the
acoustic phonons and magnons are expected to be observed.
The acoustic phonons in BFO have been observed by using
pump-probe spectroscopy””>® and pulse echo spectroscopy>”
in polycrystalline samples, but there is no direct observation
of the Brillouin light scattering in single crystals of BFO to the
best of our knowledge. In this study, we report on the
observation of the Brillouin light scattering in a single crystal
of BFO and investigate the temperature dependence of the
frequencies of the LA and TA phonon modes in the
temperature range from 110to 300 K.
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2. Experimental methods

The sample used was identical to the one employed in
previous study.'® It was a single crystal of BFO fabricated by
the laser diode floating zone method,>® with a polished
surface normal to the crystalline c-axis, i.e. the [111]
direction of the cubic perovskite phase ([111],.), which is
the ferroelectric polarization direction, as was confirmed
experimentally.”” The sample was a circular plate with a
diameter of 5 mm and a thickness of 0.2 mm. The refractive
index of the sample at the wavelength of 532nm was
determined to be 2.9 from the reflectivity measurement and
Fresnel’s formula.

Figure 1 shows a schematic of the optical system used to
observe Brillouin scattering. A linearly polarized single
longitudinal mode Nd:YAG laser (Oxxius, LCX-532S-
300) with a wavelength of 532 nm, which is longer than
the absorption edge’” of the BFO, was focused on the
sample surface by a 150 mm focal lens with an incident
intensity of 15 mW. The diameter of the focused spot on
the sample surface was approximately 100 pm. The
heating of the sample due to the laser irradiation was
estimated to be approximately 3 K from the laser power
dependence of the Brillouin shifts. By the observation with
polarization microscope, we selected a single ferroelectric
domain with the spontaneous electric polarization oriented
to the sample normal.'®>" The area of the selected ferro-
electric domain was approximately 17 mm?, which was
sufficiently larger than the focused spot of the illuminating
laser. The spectrometer employed was a tandem Fabry-
Perot interferometer (JRS  Scientific Instruments,
TFP-1),°¥ with a HF resolution and high contrast owing
to the connection of two sets of planar Fabry—Perot mirrors
in series and bouncing the transmitted light back three
times. The free spectral range of the Fabry—Perot was
100 GHz, and the average number was 2000 times. The
backscattered light was polarization-analyzed and col-
lected into the spectrometer. The sample was tilted by
approximately 8 degrees from normal incidence to sup-
press elastic scattering during the measurement. Taking

© 2023 The Japan Society of Applied Physics
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Fig. 1. Optical setup for Brillouin scattering.

into account the refractive index of BFO (n = 2.9), the
phonon propagation direction was estimated to deviate by
2.8 degrees from the c-axis. To check the effect of the
deviation of the phonon propagation direction from the c-
axis, we set the sample just normal to the incident beam,
but we did not find any quantitative difference in the
spectrum except the significant increase of the intensity of
the elastic Rayleigh scattering peak. Thus, we concluded
that we effectively observed phonons traveling along the c-
axis of BFO (along the [111],. direction). The light
polarization conditions of the incident and scattered lights
were HH (parallel Nicols) and HV (crossed Nicols), where
the H and V represent horizontal and vertical polarizations,
respectively, with respect to the laboratory coordinates.
We verified that the H direction was parallel to the
crystalline [101]1[,c direction from the measurements of the
polarization-angle resolved Raman spectroscopy on the
magnons in the same sample.’” The heating and cooling
stage was Linkam 10002L manufactured by Japan High

FP represents Fabry—Perot interferometer.

Tech, and the temperature was changed from 110 to 300 K
by heating.

3. Results and discussion

Figure 2 shows the Brillouin spectra of the BFO single
crystal observed at 110K in HH and HV configurations. In
the HH spectrum, there are three peaks at approximately 60,
33, and 24 GHz. Among these peaks, the 33 GHz peak,
labeled as “W”, was identified as the Brillouin scattering
from the window material (fused silica). In the HV spectrum,
there is only one peak at approximately 26 GHz. The sharp
peak at the center is the spectrum of the incident laser, and
the discontinuity appearing around 5 GHz is due to the
shutter operation for the intense Rayleigh scattering not to
enter the spectrometer. For backscattering geometry, the
frequency shift of the Brillouin scattering is given by
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Fig. 2. Brillouin spectra of the BFO single crystal observed at 110 K in HH and HV configurations. The inset is a magnifield spectrum around 25 GHz part
(in the dotted line). In the HH spectrum, there are three peaks at approximately 60, 33, and 24 GHz. Among these peaks, the 33 GHz peak, labeled as “W”, was
identified as the Brillouin scattering from the window material (fused silica). In the HV spectrum, there is only one peak at approximately 26 GHz.
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where A\, n, v, C, and p are the wavelength of the laser,
refractive index, speed of sound (TA or LA phonons), elastic
constant, and density, respectively. Thus, by observing
Brillouin scattering, the corresponding sound velocity can
be obtained, and the elastic constants can be determined from
an experimental standpoint.
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Fig. 3. The temperature dependence of the frequency shifts of the observed
acoustic phonons: (a) LA, (b) TA2, and (c) TAI.
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For the acoustic phonons traveling along the c-axis of BFO
(along the [111],, direction), we expect to observe an LA and
a TA modes in the HH configuration and a TA mode in the
HV configuration.”**> From the HH spectrum observed at
300 K, we obtained the Brillouin shifts of 59.8 and 23.5 GHz.
From Eq. (1), these yield velocities of 5490 m s ' and
2160 m s~ !, respectively, which are comparable to those
reported by Lejman et al. for the LA and TA sound velocities
of a polycrystalline BFO at RT.”” Thus, we assign the
Brillouin peaks appearing in the HH spectra to be the LA and
TA phonon modes, and we obtain that v » = 5490 m s 'and
vrai= 2160 m s~ ! at RT. For the LA mode traveling
along the c-axis of BFO, the corresponding elastic constant is
(33> From the relation

pvia = G, )

we obtain that C33 = 251 GPa, adopting the density of BFO
to be p = 8.34 g cm3.?® The obtained value is substantially
larger than the previously reported values of Ci3 =
160-180 GPa**>" which might be due to the difference in
the sample qualities of the BFO single crystals.

According to elasticity theory,” all the TA waves
traveling along the [111],, which is a three-fold symmetry
axis, should be degenerated in frequency’**>® and the
corresponding elastic constant should be equal to Cyy, i.e. the
elastic nature in a plane normal to the three-fold symmetry
axis is isotropic. However, in our experiment, the frequency
shifts of TA1l (observed in the HH spectra) and TA2
(observed in the HV spectra) are different by about 2 GHz,
which is not compatible with the expected elastic isotropy for
the three-fold symmetry. One of the possible reasons for this
frequency difference may be that the phonon propagation
direction was deviated by about 2.8 degrees from the c-axis.
However, as we mentioned in Sect. 2, we did not detect any
quantitative difference in frequency shifts of the LA, TAl,
and TA2 in the spectra within the experimental error
(=0.1 GHz) even when we set the sample just normal to
the incident beam. Thus, the slight deviation of the phonon
propagation direction from the c-axis is ruled out for the
explanation of the observed frequency difference between
TA1 and TA2.

Another possibility taking into account the multiferroic
nature of BFO is that there may be non-negligible inter-
action between the phonons and magnons. Since BFO is a
G-type antiferromagnet with a spin-cycloidal structure
originating from the asymmetric Dzyaloshinskii-Moriya
interactions,”'” the propagation vectors of the spin-
cycloidal structure have equivalent directions that differ
by 120 degrees in the (111),. plane, and there are three
orientations of the magnetic domains. Thus, if there is an
interaction between the lattice (elastic property) and
magnetism (spin cycloids), the combined system can no
more be isotropic in the (111),. plane. To verify this
hypothesis, it is necessary to conduct polarization angle-
resolved light scattering measurements, rotating the polar-
ization plane of the incident light around the c-axis of the
BFO sample.

Since the frequency shifts of the TA1 and TA2 modes at
RT were 23.5 GHz and 25.1 GHz, respectively, the sound
velocities are estimated to be vra= 2160 m s~ ! and vpa, =
2300 m s~ '. From the relation

© 2023 The Japan Society of Applied Physics
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vazA = C44, (3)

we estimate that Cy4 ~ 38.7—44.2GPa at RT, neglecting the
slight difference in the frequency shifts of TA1 and TAZ2.
This value is in good agreement with reported values of
Cus ~ 30-40 GPa.”*?"

The temperature dependence of the frequency shifts of the
observed acoustic phonons is plotted in Figs. 3(a)-3(c),
where we see that the LA mode becomes softer with
decreasing temperature below RT, while both of the TA
modes become harder. The relatively large error bars for the
TAZ2 at high temperatures are due to the weak signal intensity
resulting from the partial absorption of 532nm light at
around 300 K; at lower temperatures, the signal intensity
increases because the absorption edge shifts to the shorter
wavelength on cooling. While the hardening of phonons on
cooling is an ordinary behavior,**? the softening of the LA
mode on cooling is somewhat unusual, which is not covered
in the previous measurements conducted at higher
temperatures.””’ The temperature dependences of n and/or p
can be the origin of this apparent softening (frequency
decrease), but it is not compatible with the hardening of the
TA modes, where the identical n and/or p values are relevant.
At this stage, we have no idea about this unusual phonon
behavior of the LA mode.

In Fig. 3(b), an anomalous behavior is observed at around
210K for the TA2 mode; there is a clear frequency drop at
around 210 K. In the previous studies on the Raman spectro-
scopy of the magnons in BFO, a frequency drop of a magnon
mode at a temperature around 200 K was reported, and it was
proposed that the magnon anomaly should be related to the
spin reorientation,*"** which is a magnetic phase transition.
Our observation of the phonon anomaly of the TA2 mode at
around 210 K may be caused by the proposed spin reorienta-
tion and spin-lattice interaction because of the coincidence of
the temperature and the unexpected phonon anisotropy that
might be related to the magnetic order, which we have
described above. Although a slight frequency jump is also
seen in the LA frequency at 210K, the change is not
sufficiently large compared to the experimental error of
0.1 GHz that we discuss whether the LA mode is also related
to such a spin-lattice interaction.

4. Conclusions

Brillouin scattering observations on a single crystal of BFO have
revealed acoustic phonon properties in the temperature range
from 110 to 300 K. The elastic constant relevant for the LA mode
traveling along the c-axis, Cs3, was determined to be 251 GPa at
RT. G535 was found to become slightly softer with decreasing
temperature. The TA modes (TA1 and TA2) were found to have
slightly different elastic constants; Cy4 =~ 38.7—44.2 GPa,
which might be related to the anisotropy induced by the spin-
lattice coupling. The TA2 mode showed an anomalous behavior
at 210 K, which might be due to the proposed spin reorientation
and spin-lattice interaction.'>*"*?

In the future, we would like to perform polarization angle-
resolved measurements to investigate the relation with the
cycloidal structure of spins. In addition, it has been reported
in Raman scattering experiments that the magnon behavior
changes between right and left circularly polarized light,*® and
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we believe that circularly polarized Brillouin spectroscopy may
clarify the cause of the anomalous TA2 behavior. The laser spot
size in this experiment was 100 pm, while the antiferromagnetic
domain of the sample used in this study was measured to be
only a few pm.*¥ Since it is necessary to discuss the behavior
within single antiferromagnetic domain, we would like to
conduct microscopic Brillouin spectroscopy measurements in
a microscope system. In addition, it is necessary to extend the
temperature range of the present measurement to lower
temperatures, viz., 4-300 K and to confirm whether the anomaly
reported at 50 K** behaves in the same way. Since there are
few reports on Brillouin scattering in BFO, the behavior of the
acoustic phonon modes observed in this study should be
discussed further in the future.
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