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Abstract. Low-temperature phase transitions of ;B@Nb;O;5 with non-stoichiometric
composition were investigated using a polarization microscope and x-ray diffractometer. Both
apparatuses were equipped with a specially designed low-temperature cryostat which enabled
us to measure the birefringence doven4 K and x-ray reflections down to 20 K. Ferroelastic
domain structure was observed to persist even at 4 K. Birefringamge and pure sheariy

show a peak at about 200 K and drop steeply at 110 K but do not vanish below 110 K. These
facts indicate that the phase below 110 K is not re-entrant to the tetragonal 4 mm phase. The
quite long relaxation process observed in birefringence and the appearance of a new reflection
in the x-ray diffraction experiment indicate that the quasi-tetragonal region appears at 110 K
and develops with long relaxation time.

1. Introduction

Barium sodium niobate B&laNb;O,5 (abbreviated as BSN hereafter) exhibits two structural
phase transitions above room temperature. The upper one at 833 K is known to be a
ferroelectric transition associated with the onset of a spontaneous polarization along the
c-axis [1]. The point group changes from tetragonahhm to tetragonal A4m on cooling

[2]. At the lower transition temperature of 573 K, the point group changes fram #o
orthorhombic Zim [2]. With this change of symmetry, the spontaneous share strain
occurs in thex,—b, plane [3]. Note that the orthorhombig andb, axes make an angle of

45° with respect to the tetragonal andb, axes, with the commoardirection. The transition

is classified as ferroelastic, because an application of uniaxial stress along eithgrothe

the b, axis interchanges these two axes (figure 1). The ferroelastic domain structure can
be easily observed under the polarization microscope [4]. The existence of a large thermal
hysteresis over a range of about 100 K was observed [5,6]. The orthorhombic phase is
simultaneously an incommensurate phase which is characterized by the incommensurate
wave vector & along thea, axis [7]. The incommensurability decreases steeply when

the temperature reaches 373 K but does not vanish and holds a constant value of 0.003.
Thus the phase below 373 K is termed a ‘quasi-commensurate’ phase [8-11]. A peculiar
memory effect which was observed in birefringentand discommensuration structure was
considered to be associated with the incommensurate nature of BSN [12-18]. Regarding
the NbQ octahedron in these two transitions, an Nb atom in the Nix€ahedron is shifted

along thec-axis to produce a spontaneous polarization at the ferroelectric transition, while
an O atom at an apex of the octahedron connecting two adjacent octahedra displaces along
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thea, axis in the orthorhombic ferroelastic phase. The displacement of O is incommensurate
with the fundamental periodicity of the, axis. Thus the movement of O atoms produces
the doubling of the periodicity of the-axis [19].

In addition to the high-temperature phase transitions, it was reported that two more phase
transitions occur below room temperature. The first one was found by the birefringence
experiment of Schneckt al [20]. The birefringenceAn,, appearing at 573 K increases
with decreasing temperature and has a peak at about 200 K, then decreases to zero or
becomes very small around 110 K. They also observed similar behaviour of pure shear
x12. Based on these observations, they concluded that the transition at 110 K is the re-
entrant one to the tetragonak phase. However, they also reported that the ‘re-entrant
transition’ depends strongly on the sample composition and some samples did not show
the re-entrant behaviour [21,22]. In contrast, Verwetfial made a transmission electron
microscopic observation around 105 K and claimed that the low-temperature transition is
the transition with the change of the translational symmetry along tlaeis [23, 24]. They
found that streaked satellite reflections appear and the intensity increases with decrease of
temperature. According to the observation in the real and reciprocal spaces, they proposed
that the low-temperature phase is orthorhombic with the lattice parametgras2 andc,.

As a, andb, are almost equal, the orthorhombicity decreases at the transition temperature
around 110 K. Oliveret al reported that BSN exhibits a further phase transition between
40 K and about 10 K [25], but the nature of the transition has not been fully understood.

bo

b ferroelastic domain wall
0

Figure 1. Two configurations of ferroelastic domain in BéaNb;O15 . The relation between
the high-temperature tetragonal cel},(b;) and the low-temperature orthorhombic cel) (b,)
is also indicated.

The purpose of the present paper is to measure precisely the birefringengeand
lattice constants, andb, of BSN with a specified composition ratio from room temperature
down © 4 K (optical works) or 20 K (x-ray work) in order to clarify the nature of the low-
temperature phase transitions of BSN. With the same specimens, we also examined the
existence of the ferroelastic domain structuré & and of the incommensurate reflections
at 20 K.
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Figure 2. Composition ratio of the present crystal in the three-component phase diagram. The
value determined by the inductively coupled plasma method is indicated by an open circle and
the stoichiometric composition by a small square.

2. Experimental conditions

Specimens used in the present experiment were cut from a single crystal which was grown
by the Czochralski method. The composition ratio of the crystal was determined by using the
inductively coupled plasma method. The molar ratio of BaO,and NBOs was 43.14,

7.84 and 49.02%, respectively. The location of the present crystal in the three-component
phase diagram is illustrated in figure 2.

For optical studies, twa, plates with thicknesses of 196m (sample A) and 137m
(sample B) were prepared. In order to avoid the memory effect, the specimen B was
annealed at 725 K in the paraelastic phase for 48 h before measurement, while the sample
A was annealed at 550 K in the incommensurate ferroelastic phase for 48 h to examine the
memory effect on the low-temperature phase transitions. For x-ray measurementpan
plate with thickness 802m was prepared. Since the sample contained ferroelastic domains,
both lattice parameters, andb, could be measured with the same sample orientation. No
annealing treatment was carried out on the sample.

The measurement of birefringence was made by teeaBnont method under the
polarization microscope at a wavelength of 546 nm. This enabled us to measure the
birefringence of one ferroelastic domain and to observe simultaneously the ferroelastic
domain structure. As the angular position of an analyser was determined by a photo-diode
detector, the precision of the birefringence reached 1I0-°. The specimen was held in
a helium cryostat (Oxford Instruments, CF2102-SA) and the temperature of the specimen
was controlled withint=0.1 K from room temperature down to 4 K. All measurements were
made at fixed temperature, so the obtained values are those in the equilibrium state within
the temperature fluctuation €f0.1 K.

Temperature dependences of lattice parameteendb, were measured using an x-ray
diffractometer with a Ge(111) two-crystal monochromator. The characteristicoQuxikay
radiation was used and its line spre#d/» was estimated as % 10~*. The specimen was
held in the helium cryostat especially designed for low-temperature x-ray measurement. The
temperature of the sample was controlled witkif.1 K from room temperature to 20 K.
(1800, and (0180, reflections were used to determine the lattice constants, the precision
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being £1.8 x 1073 A. Profiles of these reflections were fitted with a mixture function of
Gaussian and Lorentzian after smoothing.

3.96K
(a) (b)

ferroelastic

domain b @
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Figure 3. Ferroelastic domain structure of BéaNb;O;5 observed at 298 K (a) and at 4.0 K
(b). Corresponding illustration is shown in (c).

3. Experimental results and discussions

3.1. Observation of ferroelastic domain structure and temperature dependence of
birefringence

Photographs of domain structures of BSN taken at room temperaturd drid are shown

in figure 3. The ferroelastic domain structure which was observed at room temperature
persists &4 K without any change of structure. This fact strongly suggests that the 110 K
transition is not reentrant. Figure 4 shows the temperature chanye of An,, appears at

573 K, increases with decrease of temperature, exhibits a peak around 200 K, then decreases
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Figure 4. Temperature dependences of birefringeriog,;, of BaoNaNb;O15 samples. Values
determined by Schnedadt al [20] are indicated by small squares.

and drops at about 110 K with a thermal hysteresis but does not vanish below 110 K. In the
figure, the result of Schneak al [20] is shown for comparison. It is interesting to note that

the present result agrees well with that of Schnetkl above 200 K but deviates from it
below this temperature. Dissimilar temperature dependence below 200 K was also observed
in different samples and even in the same sample with different thermal history. The fact
possibly comes from the glasslike nature of BSN below 200 K as pointed out by Shobu
et al [26]. The birefringence measurement indicates that the low-temperature phase is not
tetragonal. The existence of thermal hysteresis shows that the transition is first order. No
substantial difference was observed between sample A and B, which shows that the memory
effect in the incommensurate phase did not affect the nature of the low-temperature phase
transition. However, we observed a peculiar behaviour of the birefringence when the sample
was treated with a special history at low temperature: the sample was kept at 77 K for 78 h,
and An,, was measured as a function of time. The result is shown in figure 5, where a
small but distinct relaxation ofn,, can be seen with a quite long relaxation time of 17 h.
After this measurement, the sample was heated up to room temperature and cooled down
to 4 K. The birefringence was observed to vanish as shown in figure 6. At 4 K, ferroelastic
domain boundaries were vaguely observed but interference colours of both domains were
pale. If the sample is inclined with respect to the incident beam and the direction coincides
with one of the optic axes, the birefringence becomes zero. In this case, the birefringence
of another domain should increase and the difference of interference colours of the two
domains should be more distinct. This was not the present case and we can reject the
possibility of the inclination of the specimen. This fact suggests the orthorhombicity was
decreased significantly by the special heat treatment. We shall discuss the origin of the
phenomenon later.
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Figure 5. Relaxational change innn,, of BazNaNb;O;15 observed at 77 K.
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Figure 6. Temperature dependence af1,, of sample B with a special thermal treatment at
low temperature.

3.2. Super-lattice reflections in the low-temperature phase and temperature dependences of
lattice parametersi, andb,

Oscillation photographs of th€:0l) plane centred at th€600), reflection were taken

with an imaging plate at 300 K and 20 K for the purpose of examining the behaviour
of super-lattice (incommensurate) reflections at low temperature. As shown in figure 7,
the (h01), reflections which exhibit doubling of the periodicity along thedirection and
incommensuration along the, direction at room temperature were observed at 20 K. Due

to poor spatial resolution of the oscillation photograph, it is difficult to conclude definitely
that the observed super-lattice reflections are incommensurate. However, since no drastic
changes in the intensity and positions of these reflections were observed, the low temperature
phase is probably incommensurate alongdheaxis.
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Figure 7. X-ray oscillation photograph of th€:0l) reciprocal plane taken at 20 K. Arrows
represent the super-lattice reflectiof@®1),. Powder reflection lines from a copper specimen
holder overlap the figure.
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Figure 8. Temperature dependences of orthorhombic lattice constaptand b, of
BayNaNbsO45. Solid circles indicate the quasi-tetragonal lattice constant determined by a pattern
fitting program.

The temperature dependences of lattice constantad b, were determined by using
(1800, and (0180, reflections and the result is shown in figure 8. Pure sheadefined
as

bo —dy
b, +a,

1)

X12 =



6442 K Fujishiro and Y Uesu

x10-4
10.0

8.0f °
o0 o oocqutb

[e]
r o
0 >

Strain x,,
o
o

IS

o
2.0 o
o

O

0 100 200 300 400 500 600
Temperature (K)

0.0

Figure 9. Temperature dependence of pure shgarof BaaNaNkb;O1s.
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Figure 10. Temperature dependence of x-ray diffraction profiles(1800, and (0180, of
BBQNaNbsols.

is calculated and its temperature change is shown in figure fexhibits a quite similar
behaviour toAn,,. It has a peak around 200 K and steeply decreases at about 110 K but
does not vanish below 110 K. The temperature change in the profile of these reflections
is indicated in figure 10. If we look very carefully at the profile, we notice that another
very weak reflection appears betwegr800, and (0180, reflections below 110 K. The
position of the third reflection was determined using a profile fitting program with the use
of a mixture function of Gaussian and Lorentzian. Under the assumption that the new
reflection comes from the quasi-tetragonal phase, the lattice constant was calculated and
is shown in figure 8 with solid circles. Recently Maat al have succeeded in observing
microstructure below 110 K by transmission electron microscope [27]. If the microstructure
can be assigned to the quasi-tetragonal phase, our optical and x-ray observations can be
explained as follows. The quasi-tetragonal phase appears first as nuclei at 110 K in the
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orthorhombic matrix then increases in area with long relaxation time. The growth rate
of the quasi-tetragonal region depends on impurities or defects in a sample and sometimes
movement of the nuclei is pinned by these imperfections and average birefringence and pure
shear remain at a significant value but the thermal treatment can enhance the development of
the quasi-tetragonal region and the birefringence becomes zero. To confirm this idea, further
experiments are necessary. We are now making precise x-ray diffraction measurements over
the whole reciprocal space at low-temperature.

Between 40 K ad 4 K (optical work) or 20 K (x-ray work), we observed no specific
changes in birefringence or x-ray profile and intensity. The nature of the transition reported
by Oliver et al seems to be very weak or of higher order.

Acknowledgments

This work was supported by a grant-in-aid for scientific research of the Ministry of
Education, Science and Culture. The authors are grateful to Professor Y Yamada, Waseda
University, Professor Y Noda, Chiba University, and Dr S Mori, Tokyo Institute of
Technology, for valuable discussions. The authors also wish to express their thanks to
Dr J M Kiat for providing a high-quality BSN crystal.

References

[1] Singh S, DraegerD A and Geusi J E 1970Phys. RevB 2 2709
[2] Jamieson P B, AbrahasnS C and BernsteiJ L 1969J. Chem. Phys50 4352
[3] Abell J S, Barraclough K G, Harris | R, VerA W and Cockayne B 1971. Mater. Sci.6 1084
[4] Vere AW, Plant J G, Cockayne B, Barracldug G and Harrs | R 1969J. Mater. Sci.4 1075
[5] Toledaro J C and Schneck J 19%plid State Commuri6 1101
[6] Errandonea G, Toledano J C, Litzler A, Savary H, Schneck J and Aubee JJ198Y%s. Lett45 L329
[7] Schneck J, Toledano J C, and Joukoff B, Denoyer F and Joffrin C E@8@electrics26 661
[8] Schneck J, Toledano J C, Joffrin C, Aubree J, Joukoff B and Gabelotaud AR®E2 RevB 25 1766
[9] Schneck J and Denoyer F 198hys. RevB 23 383
[10] Barre S, Mutka H and Roucau C 19881ys. RevB 389113
[11] Uesu Y, Fukui T, Nagasawa T, Shimazu M and Tsukioka M 19&8an. J. Appl. Phy27 1167
[12] Kiat J M, Calvarin G, Garnier P and Gregoire P 19Bfpan. J. Appl. Phys24 832
[13] Manolikas C, Schneck J, Toledano J C, KiaM and Calvarin G 198Phys. RevB 35 8884
[14] Kiat J M, Calvarin G and Schneck J 198@rroelectrics105219
[15] Kiat J M, Uesu Y, Akutsu M and Aubree J 19%2rroelectrics125 227
[16] Kiat J M, Calvarin G and Schneck J 19¢hys. RevB 49 776
[17] Mori S, Yamamoto N, Koyama Y and Uesu Y 199%ys. RevB 51 73
[18] Mori S, Yamamoto N, Koyama Y and Uesu Y 198%ys. RevB 52 6158
[19] Toledano J C, Schneck J and Errandonea G 1886mmensurate Phases in Dielectriasl 14, ed R Blinc
and A P Levanyuk (Amsterdam: Elsevier) p 233
[20] Schneck J, Primot J, Von deriMil R and Ravez J 197%olid State Commur2l 57
[21] Schneck J and Paquet D 19F8rroelectrics 21577
[22] Schneck J, Joukoff B and Mellet R 198@rroelectrics26 775
[23] Verwerft M, Van Tendeloo G, Van Landuyt J and Amelinckx S 1%88roelectrics88 27
[24] Verwerft M, Broddin D, Van Tendeloo G, Van Landuyt J and Amelinckx S 188@se Transitiond4 285
[25] Oliver W F Il and Scot J F 1991Ferroelectrics117 63
[26] Shobu T, Noda Y, Fujishiro K and Uesu Y 198%0c. Ann. Meeting Phys. Soc. Japa@a-YD-3117
[27] Mori S Yamamoto N, Koyama Y and Uesu Y 198%0c. Ann. Meeting Phys. Soc. Japafa-YD-2117



