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ABSTRACT ARTICLE HISTORY
Raman scattering spectra of Rb,KHoFs and Rb,KDyF¢ crystals have Received 19 June 2016
been studied in temperature range from 20 K to 399 K and from 7 K to Accepted 27 March 2017
500 K respectively. Raman spectra of Rb,KHoF4 crystal are distorted

due to the fluorescence process. Parameters of Raman lines have been

quantitatively analyzed. The investigation points to the considerable

role of CXg groups in the temperature phase transition in Rb,KHoFg

and Rb,KDyFs crystals. The anomalies of spectra changes with

temperature testify the first order phase transitions in these crystals.

Introduction

The perovskite-like Rb,KHoFs and Rb,KDyF crystals belong to the family of A,BCXy elpa-
solites, where A, B, C are metal cations or more complex molecular ions and X are oxygen
or halogen anions (high symmetry phase G, space group Fm3m, Z = 4). The crystalline,
ceramic, and film materials with perovskite-like structures are widely used as functional
elements due to their remarkable properties [1-8]. Temperature and pressure changes in flu-
orides cause a number of structural phase transitions, which are generally related to changes
in the lattice of octahedral groups, such as small pivoting of CX¢ octahedra and displacement
of Rb atoms. In particular, these changes manifest themselves experimentally in substantial
anomalies in the crystal lattice dynamics, including the condensation of soft phonon modes
during displacive transitions. The soft mode condensation has been successfully observed
before in other elpasolites [9-14]. The structural properties and phase transitions of
Rb,KHoFs and Rb,KDyFq crystals were studied by optical microscopy and calorimetry [15].
These crystals demonstrate phase transition under cooling at 403 K (into G; phase, space
group P12,/nl, Z = 2) for Rb,KHoFs and 392 K (into G; phase, space group P12,/nl,
Z = 2) for Rb,KDyF.

Experiment

Raman scattering spectra of Rb,KHoF4 and Rb,KDyFq crystals have been studied in tem-
perature range from 20 K to 399 K and from 7 K to 500 K correspondingly. Because of
the small sample size we could not observe polarized Raman spectra. Raman spectra were
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collected in a backscattering geometry, using a triple monochromator Jobin Yvon T64000
Raman spectrometer operating in double subtractive mode then detected by a CCD cooled
at 140 K. The spectral resolution for the recorded Stokes side Raman spectra was set to
1 cm™! (this resolution was achieved by using gratings with 1800 grooves mm™' and
100 pm slits). The microscope system based on Olympus BX41 microscope with a 50 x
objective lens f = 10.6 mm of NA 0.5 provides a focal spot diameter of about 5 um on a
sample. Single-mode argon 514.5 nm of Spectra-Physics Stabilite 2017 Ar* laser of
100 mW power (15 mW on a sample) was used as excitation light source. We fitted the
spectra using damped harmonic oscillator functions. Approximation of internal mode posi-
tions was performed using the dependence which corresponds to decay into two phonons:

1 1
QD =0+A(1
(D=t ( - exp(chQp /kpT) — 1 + exp(chQp /kgT) — 1)’

where 5, kg and ¢ are the reduced Planck constant, the Boltzmann constant and speed of
light, respectively.

Results and discussion

The vibrational representation of the cubic phase symmetry group in the center of the Bril-
louin zone is the following:

Lyin(Fm3m) = Ag(xx,yy,22) + Eo(xx,yy,22) + 2F(xz,yz,xy) + Fig + 5F1q + Fau.

Given in the brackets are the components of scattering tensor where the corresponding
vibrations are active. The site symmetry analysis is carried out on every atom in the primitive
unit cell. The preliminary data required are space group and occupied Wyckoff positions
[16, 17]. Table 1 and 2 present the symmetry analysis of the cubic and monoclinic phases
for two crystals in more details. The vibrational representation of the monoclinic phase

Table 1. The symmetry analysis of the elpasolite cubic phase.

Atom Wyckoff position Phonon modes in the center of the Brillouin zone
Rb 8c Fzg + F1u
K 4b F1u
Ho, Dy 4a Fiu
F 24e A1g+Eg+F2u+F29+2F1u+F1g
Mode classification
Tram =Arg + £ I = 4F, Fae=Fu Uimeh = Arg + Eg + 2Fy5 + 5F1, + Foy + Frg
+ 2Fy
Scattering tensors
Ag kg kg Fag Fag Fag
a 00 b 00 Vb 0 0 000 0 0 d 0 do
0 a 0 0 b0 0 V3b 0 00 d 0 00 d 00
0 0 a 0 0-2b o 0 o 0 d o0 d 00 0 0 O




(1781/60 A.VTYURIN ET AL.

Table 2. The symmetry analysis of the elpasolite monoclinic phase.

Atom (P2,/n1) Wyckoff position I'-point phonon modes

Rb 4e 3Ag+ 3B, + 3A, + 3B,

K 2c 3A, + 3B,

Ho, Dy 2a 3A, + 3B,

Fy 4e 3As + 3B, + 3A, + 3B,

F, 4e 3A, + 3B, + 3A, + 3B,

F3 4e 3Ag + 3B, + 3A, + 3B,

Modes classification
Tram = 12A5 + 128, I, =17A,+ 168, [ien = 12A5 + 128, + 18A, + 188,
T..=A,+ 2B,

Raman tensor

—
n o O
- o o
S v
[ I

symmetry group in the center of the Brillouin zone is the following:
Lyin(P12y /nl) = 12A,(xx,yy, 22, Xy, yx) + 12Bo(xz,yz,zx,zy) + 18A, + 18B,.

Table 3 shows assignments and experimental band positions for Rb,KScF and Rb,KInFy in
the cubic phase. Earlier polarized Raman spectra of isostructural crystals Rb,KScFs and
Rb,NaYF4 were studied in [7, 18], and numerical simulations of these spectra for Rb,KHoFg
and Rb,KDyF, performed by both ab initio [7, 19, 20] and empirical [18] approaches helped
us to interpret the experimental spectra of Rb,KHoFs and Rb,KDyF, Experimental band
positions and intensities distributions for these crystals are only slightly different from those
for Rb,KScFs and Rb,KInFg.

The spectra transformation with temperature is presented in Figure la, b. The spectra in
the cubic phase (higher temperatures) could be subdivided in three parts, corresponding to
vibrations of structural elements: region of lattice vibrations below 150 cm™'; F~(Ho, Dy)-F
bending region, 150-300 cm™'; (Ho, Dy)-F stretching region, 300-600 cm™'. Raman spectra
of Rb,KHoF crystal are distorted due to the fluorescence processes (Figure 1a). We couldn’t
analyze in detail the behavior of the E, symmetry HoF; stretching mode of Rb,KHoF crystal
due to its rather weak intensity.

According to phase diagram in Table 4 one can expect the appearance of new lines at the
low temperatures. The phase transition from cubic to monoclinic phase is accompanied
with doubling of the primitive cell volume. The modes corresponding to X (0, 0, r/a) point
of the Brillouin zone are Raman inactive in the cubic phase, however, as one can see from
the correlation diagram in Table 4, their activation should be observed below the transition
point.

The behavior of low wavenumber lines at cooling is presented in Figure 2. New lines
appear below phase transition temperature in the both crystals. One can see some anomalies
of the behavior of Raman lines with temperature. We observed phase transitions at 380 K
for Rb,KHoFs and at 392 K for Rb,KDyFs. We think that all splitting of the lines connected
with these phase transitions. The appearance of a new line just below transition points is
connected with doubling of the primitive cell that activates one lattice mode of X point of
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Table 3. Line assignments and positions in the cubic phase.

Irreducible Eigenvector of [this work] [this work] [7] [8]

representation normal mode Rb,KHoFs cm ™’ Rb,KDyFs cm™" Rb,KScFg cm ™’ Rb,KInFg cm ™"

Aig 472 470 505 507
i’:

E, 380 390 379

Fyg { 204 202 230 218

Fag 61 65 89 69

Raman Intensity
C ]
=

100 | ‘
10 ﬂJI wﬁj I.J
f‘va"-—“""‘
0 I 160 I 260 360 460 5['IJO 0 I 1{')0' ZIUO . 360 46{)' 5&}[:" 560 700
Raman shift, cm™ Raman shift, cm ™’

Figure 1. Temperature transformation of Raman spectra (a — Rb,KHoF, b — Rb,KDyFy).
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Table 4. Correlation diagram of the vibrational modes for the cubic and monoclinic symmetries of the
elpasolites. Only modes active in Raman spectra of the monoclinic phase are shown.

Fm3m (T') P12,/n1 (T) Fm3m (X)

Alg 12Ag 34 lg

E, Az
B;g

Flg

st

2Fy 128, 3E
4

the Brillouin zone. According to correlation diagram (Table 4) we can also wait for splitting
of triple degenerated (F,,) Raman active lattice mode as well as the same splitting of that
new mode, but these splittings seems to be too small to be observed just below transition
points. According to the experimental data [21] the monoclinic angle of the unit cell of
Rb,KHoF; starts to grow gradually only below 250 K, that makes these splittings clearly
visible.

The parts of the spectra connected with bending of Ho(Dy)Fs groups change not so sig-
nificantly. Line position changes from 202 cm™' to 206 cm ™' within studied temperature
range in Rb,KHoF; and from 201 cm™" to 204 cm ™" in Rb,KDyF, without jumps.

The temperature dependences of the peak position of the internal mode (A, symmetry)
and it’s approximation for the both crystals is given in Figure 3. The previous investigations
of the temperature phase transitions in Rb,KScFe, Rb,KInF4, Rb,NaYFq crystals showed that
high wavenumber parts of the spectra almost don’t change with temperature [7, 8, 18]. But
in these experiments one can clearly see the anomalous A-shaped spike of the line position at
the transition temperature in Rb,KHoFs. The abrupt changes of the mode positions indicate
that the structural transitions in the both crystals are of the first order. As contrasted to the
double perovskite crystals with two temperature phase transitions the significant changes in

110 110

1004 a | o] M‘%\
O % w‘.‘""m.-.--_.
TE 90 90 4 B
5 e
80 4 i b 80 ST R B .-.\,:\'*1'_‘:_‘
4 Wi o e
70 1 ' 70 -
mr, T G
80 J v SEOTTTRg 80 4 i
e ot AT
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Figure 2. Temperature dependences of the low wavenumber modes (a — Rb,KHoF¢, b — Rb,KDyF).
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Figure 3. Temperature dependence of the full symmetry internal mode position (@ — Rb,KHoFs, b —
Rb,KDyFg). Dashed curves — data approximations.

Raman spectra occur in the (Ho, Dy)-F stretching region. This investigation points to the
considerable role of CX4 octahedra rotation in the temperature phase transition.
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