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The crystal structure of the lower-ternperature polymorph of the
n = 9 member of the hemologous series Pr,0,,;, PryO (), was
determined utilizing Rietveld analysis of neutron time-of-flight
powder diffraction data. The refined structure (P1, a = 6.7396(8)
A, b=8.711(1) A, c = 6.6726(8) &, a = 97.424(1)°, = 99.973(1)",
y = 7530117, V = 371.7(1) A% Z = 1; R, = 3.29%, and
wR, = 4.64%) is in agreement with the model proposed on the
basis of high-resolution electron microscopy. This structure is a
superstructure of fluorite (F). The structural clement is a pair of
vacant oxygen sites separated by 4[111]zacross a metal atom. These
units are further apart from each other than those in the more
reduced member of the series, Pr;0,;. The existence of a higher-
temperature form of PryO;; was not confirmed. @ 1995 Academic
Press, Inc.

INTRODUCTION

The higher oxides of the rare earth elements (RO,,
R = Ce, Pr, Tb, 1.5 < x < 2.0) are electron and fast
oxygen ion conductors and are potential oxygen sensors
(1). They are closely related to other important ceramic
materials whose structures are derived from fluorite (e.g.,
stabilized zirconia). Detailed studies of these rare earth
oxides may be dated back to the 1950’s (2-5). Thermody-
namic studies reveal rich structure-related phenomena,
including the formation of ordered intermediate phases at
low temperatures and grossly nonstoichiometric disor-
dered compounds at higher temperatures and pressures
(1-6). These systems form structurally related phases
whose transitions offer unique opportunitics to study
composition, defect structure, and property relationships.

There have been persistent efforts to elucidate the
structures of the ordered phases in such a way that the
underlying principles of oxygen defect formation, order-
ing, and phase transitions in these fluorite-related com-
pounds might be understood. It has not been possible to
grow single crystals suitable for structure determination
utilizing X-rays in thes¢ heavy-metal oxides. Analysis
of X-ray powder diffraction patterns has provided phase

identification (6, 7). The superstructure lines are some-
times too weak to be observed, hence, the positions and
splitting of the substructure fluorite lines are used to iden-
tify the phase. Electron microscopy has become a power-
ful method in identifying new phases and deriving unit
cells (8). However, information beyond the unit cell level
has been proven less reliable for these rare earth oxides,
due to problems such as resolution limits, possible beam
tilt, dynamic scattering, and radiation damage. In the
meantime, investigations involving topological analysis
(9-12) or group theory (13) were also conducted, yet the
accuracy of the predicted models was poor because of the
lack of adequate data and the large number of possibilities.

Neutron powder diffraction, in combination with Riet-
veld analysis, has become a powerful technique in clarify-
ing such difficult structural problems. The large neutron
scattering length for oxygen makes it possible to locate
vacancies in the oxygen sublattice. Structural character-
ization of Pr;0,, (14) was a successful example of these
techniques. However, studies on the CeQO, systems (15)
suggested that improved resolution and adequate model-
ing were essential when larger and more complex struc-
tures were under consideration. Recently, high-resolution
neutron time-of-flight (TOF) powder diffraction and im-
proved software, GSAS, based on Rietveld analysis, have
become available (16). Taking advantage of this, Tb;0,,
and Tb,,0,, have recently been structurally character-
ized (17).

Among the rare earth higher oxides, the Pr,0,,_, (n =
7,9, 10, 11, 12) homologous series has the largest number
of known intermediate phases and many of them do not
require extreme preparation conditions. PryO (0) was
selected for this study. Previous X-ray powder diffraction
studies indicated that there might be two forms of Pry0,,,
based on the splitting patterns of the {I11}; reflection
(6). It was suggested that quenched samples might be
rhombohedral, while samples annealed at lower tempera-
tures were triclinic. In addition, a TGA decomposition
record also indicated a change of slope that could be
interpreted as a phase transition between the two forms.

0022-4596/95 $12.00 -
Copyright © 1995 by Academic Press, Ing.
All rights of reproduction in any form reserved.,



134

The unit cell of the triclinic PryO,, was established by
electron microscopy (8). This lower-temperature form of
PryO,; has two axes, @ and ¢, in common with Pr,O, (1),
Tb,0;, (1) and Tb,,0,, (8), and contains one atomic for-
mula per unit cell. A model was proposed for the triclinic
PryO,, by Tuenge and Eyring (18) based on electron mi-
croscopy and image simulation.

EXPERIMENTAL

Sample preparation. The starting material, Pr,0,,
(Research Chemicals Inc., 5N}, was heated at 1000°C for
several hours to remove possible carbonate and hydroxide
contamination formed during storage. The resulting sam-
ple was light green, characteristic of A-type Pr,0,. On the
basis of previous thermodynamic studies, the composition
was adjusted to PryO by annealing the sample under 10
Torr of O, at 560°C for 5 days to ensure homogeneity. In
order to avoid mixing of different polymorphs, a sample
was sealed off at room temperature in vacuo, and further
annealed at 400°C for 60 days to form the lower-tempera-
ture PryO,,. Two other samples were annealed at higher
temperatures (575°C, Py, (25°C) = 7 Torr, 60 days, slow
cooled; 560°C, Po. (560°C) = 10 Torr, 5 days, quenched
in water) in an eftlort to prepare and capture the higher-
temperature form of PryO.

The samples thus prepared were kept under an inert
atmosphere and transferred to airtight vanadium cans for
neutron diffraction studies.

Neutron diffraction and Rietveld analysis. The neu-
tron TOF diffraction data were collected at room tempera-
ture on the high-resolution instrument (NPD} at the Man-
uel Lujan, Jr. Neutron Scattering Center at Los Alamos
National Laboratory. Each data set comprises four spec-
tra from detectors at 28 of £148° and =90°, respectively.
The Rietveld refinements were performed utilizing the
GSAS structure analysis package (16).

The structure determination of the low-temperature
Pr;O,; employed the structure proposed by Tuenge and
Eyring (18) as the initial model. After the spectrum coeffi-
cients, such as background, scale factors, diffractometer
constants, and profile coefficients, were refined, the struc-
tural parameters were varied. The lattice constants were
essentjally identical to those expected. To reduce the
number of variables, the thermal factors of like atoms
were refined as one parameter. The atoms experienced
minor shifts when the positional parameters were refined,
and the resulting interatomic distances were reasonable,
The calculated spectra are in good agreement with those
observed (see Fig. 1), and the low values of R,, wR,, and
reduced y *also confirmed the reliability of the refinement.

Careful examination of the difference curves suggested
the presence of a second phase with a smaller fluorite
subcell, and the extra superstructure peaks corresponded
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to those of PryO,. Further refinement confirmed that
there was about 10 mol% of Pr;jO; in the sample. Al-
though introducing this second phase improved the re-
finement statistics, it had very little effect on the structure
of PryO,¢. Therefore, the single phase model was adopted
for the final stage of the refinement, because involving
Pr,,0y; introduced too many additional variables.

Refinements on data from two samples annealed at
higher temperatures showed that both contained the low-
temperature PryO, and Pr ;0O in about equal propor-
tions. In addition, a minor phase(s) of about 10 at.% might
also be present, since the refinements with the two-phase
models did not reach satisfactory levels. The identification
of this third phase was difficult due to its small percentage,
and the fact that the data-to-variables ratio had become
too low.

RESULTS AND DISCUSSION

The structure of the low-temperature form of
Pry0,. The refinement parameters for the lower-tem-
perature form of PryO,, are given in Table 1. The refined
atomic parameters and important interatomic distances
in PryO,, are reported in Tables 2 and 3, respectively.

TABLE 1
Important Refinement Parameters for Pr,0,,
Diffractometer NPD
No. of data in four spectra 26002
Min. d-spacing (&) 0.5
Madel 100% PryOy
Space group PT
Lattice constants: '
a, b, e (&) 6.7396(8) 8.711(1) 6.6726(%)
a, B,y (%) 97.424(1y 99.973(1) 75.301(1)
V(A 7LD
Z 1
Variables
Structural:
Lattice 6
Positional 36
Thermal 2 (Linked)
Other
Absorption 1
Background 36
Diffractometer 11
Profile (Gaussian) 8
Scale 4
Total 104
WR, (%) 4.64
R, (%) 3.29
x? (reduced)? 1.154

(WS —L P/ Swl2] 2.
S —L|/31,.
Ew(lu_lc)z’[(Nobs_ var)-

TwR,
R,
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FIG. 1.
spectrum. The Bragg positions are marked.

Figure 2a illustrates the relationship between the fluorite
substructure and that of the ideal zeta phase. Figure 2b
shows the [100] projection of the real structure.

PryO 4 (£) and Pr,0,, (¢} share two common axes, a and
¢, and each has two vacant oxygen sites, (g, per unit

TABLE 2
Positional and Thermal Parameters for PryOy4

U, ¥ 100 (ADF

Atom X ¥ z (Linked)
Prily 0 0 0 0.49(1)
Pr(2) 0.2326(4) 0.1006(3) 0.5871(3) 0.49(1)
Pr(3) 0.4740(4) 0.22812) 011214} 0.49(1}
Pr(4) 0.8754(3) 0.4698(3) 0.2312(4) 0.49(1)
Pr(5) 0.6796(4)  0.3321(3) 0.6631(4) 0.49(1)
o 0.8089(3) 0.2555(2) 0.0348(3) 0.93(1)
o) 0.1834(3)  0.4418(2) 0.1300¢3) 0.93(1)
0@3) 0.2938(3) 0.0408(2) 0.9414(3) 0.93(1)
0g4) 0.5924(3) 0.4251(2) 0.3271(3) 0.93(1)
O5) 0.4977(3) 0.1457(2) 0.4048(3) 0.93(1)
0(6) 0.0016(3) 0.3464(2) 0.5344(3) 04.93(1)
o 0.9099(3) 0.0589(2) 0.6787(3) 0.93(1)
8 0.3904(3) 0.2947(2) 0.8015(3) 0.93(1)
Og 5136 7136 219 —_

¢ The form of the isotropic displacement parameter is T =
expl—8m iU, sin’ 9/A%].

The observed (crosses) and calculated (solid line) powder neutron diffraction profiles for PryQ, (), normalized by the incident intensity

cell. The relationships of these two phases to the parent
fluorite structure are represented by:

a,=3%(2ap + bp— cp) a, =% Qap + bp— cp)
b=%4(-ag +2bp + ¢ b =3( +3bc+ cp
C«.:%( ap bF+2cF) (.g:‘%( ap — bF+2CF)

In Pr;0,,, the beginning member of the Pr,0,, , series,
the shortest separation of oxygen vacant sites is 3[111]¢.
The vacancy pairs, separated by 3[111]z, may be divided
into two types (Fig. 3a): type A, with a metal cation
between the vacancies, and type B, without. In the more
oxidized intermediate phase PryO,, certain [y—0 dis-
tances become larger, corresponding to a longer b axis.
By keeping the « and ¢ axes identical to those of Pr;0,,,
two models for PryO,s may be derived from Pr;0;,. The
first (Fig. 3b) is obtained by preserving the fragment of
the A-type, while increasing the distances between vacan-
cies of the B-type to £[012]¢. The second model (Fig. 3c)
corresponds to ¢liminating pairs of type A by moving
them away from each other while preserving the B-type
sites. In addition to these two models, there is a third
possible structure for Pr,0 under the constraints of the
unit cell dimensions and the P1 symmetry, as was dis-
cussed by Tuenge and Eyring (18). Although its unit cell
is the same as the other two models, its orientation is
different. Its relationship to Pr;0,, and the fluorite subcell
may be represented as (Fig. 3d):



136

O O8O0 O O
O 080 O8C 0O

o
o
®
C
O
L
O
0
.
<0

"Yo) ood\ooo 080 O8O0 O
®C CeC O8O0 O8O0 080 O

®0 O8O0 OO0 COO0 OG0 O

ZHANG, VON DREELE, AND EYRING

®e0 O8O Ceo o€C Ce0 O

FIG. 2.

{a) The net of spots on the left represents the fluorite structure in the [2 1 1] projection. The metal atom representations are shaded.

The fluorite unit cell is sketched. The numbers by the corner metal atoms indicate their relative heights in units of sixths of 4{2 1 T]. The fuorite
axes coincide with the dashed lines. The model on the right maps the tetrahedrally coordinated vacant oxygen sttes in an ideal lattice of the
POy structure suggesting the supercell, (b) The [100) = 32 1 1)y ORTEP projection of the real structure of Pry(ys. The large circles represent
oxygen atoms and the smaller ones represent praseodymium atoms. The Pr, groups around the oxygen vacancies ((p) are outlined.

a, = a, =3Qag + by — cp)
by=b +c, =3( + bp+ 3cp
Cg = C + %[01 ] = %( ap - 2bF + CF).

This structure contains the same [111]; strings of vacancy
pairs as those in Pr,0,,, but with a greater separation
between the strings. The fact that the observed structure
of the low-temperature Pry0,, corresponds to the first
model suggests that this structure with vacancy pairs
across a metal atom is the most stable one at relatively

low temperatures. Furthermore, of the two models (Figs.
3b and 3d} having double-vacancy defects of type A, the
one with the strings along (111]g (Fig. 3d) is evidently less
stabie since it also has a B-type vacancy arrangement.
By comparing the average Pr-O distances (Table 3)
with the corresponding summation of crystal radii (19), a
relative charge distribution in the cation lattice of PryO
may be assigned. Cations that are neighbors of anion
vacancies have higher formal charges than those further
away. This conclusion is based upon the relationship
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FIG. 3. The near [21 Tlp view of (&) Pry0yy; (b} ProOyg model I; (€} PryOy¢ model 1L; (d} Pry0ys model 1. The oxygen atoms are omitted for

clarity, and the Pr, tetrahedra around oxygen vacancies are emphasized,

between the coordination numbers (CN) and the cation
sizes. For example, the average Pr(1)~0O distance is in
good agreement with the value expected for a Pr** cation
with a CN of 6 as indicated in footnote “‘a’” of Table 3.
This same feature is observed for Pr;0,, and other fluorite-
related mixed-valent oxides. The 6-coordinated cation,
situated between a pair of oxygen vacancies, is the small-
est in a given structure. Thornber and Bevan (20) have
concluded that among fluorite-related ternary (pseudo-
binary) oxides, such as UY,0;,, ULu,O,,, and low-tem-

perature Zr;Yb,0,,, where the metal atoms are ordered,
the more highly charged cation occupies the position of
lowest coordination. Furthermore, they find that cation
size is more important than charge in the determination
of the occupancy of these sites since in Zr;S¢,0,,, where
the cation sizes are the same, there is no occupancy
preference. Pr(5), which is a part of the PrO, fragment
separating vacancy clusters, has a CN of 8 and the
longest Pr—Q distances, hence, must have the lowest
charge (Pr*?) (Table 3).
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Although less significant, there is a compensating effect
that minimizes the charge segregation and the strain intro-
duced by distortions from the parent fluorite structure.
Among the cations that have the same number of oxygen
and vacancy neighbors, those nearest the Pr**’s bear
lower formal charges. This could account for the charge
differences among the other three independent cations
that are 7-coordinated. They all have average Pr-0 dis-
tances between those expected for Pr*™ and Pr’**; there-
fore, they should carry intermediate valences consistent
with the bond distances and the required charge balance
of the system. In Pr;0,, the 7-coordinated cations are
related by symmetry, but in PryQ,4 they could bear differ-
ent charges. Pr(2) has the most Pr** neighbors and the
longest Pr-0 distances and therefore a lower charge. In
contrast, Pr(3) and Pr(4) have more Pr** neighbors and
higher formal charges. The collective effect of these two
contradicting factors is a net charge separation with the
defect-cores bearing positive charges. This picture differs
from a previous one (12} which had the two electrons
generated by the loss of oxygen,

0~ 30, + 2¢7,

reduce the nearest cations, and therefore a vacant oxygen
site would carry little or no charge.

The charge assignment above suggests the three 7-coor-
dinated Pr cations carry intermediate valences. Yet, a
recent X-ray absorption spectroscopic study by Karnatak
(21) concluded that there are no intermediate valences in
the rare earth higher oxides, i.e. the cations change their
valences abruptly with their CN. It is important, how-
ever, torealize that these apparently contradictory results
are obtained from quite different experimental situations.
On one hand, the X-ray absorption study registered the
electron transfer between different states. Because these
states are associated with electrons in the contracted f-
orbitals, the influence of the crystal field has little effect.
At any given instant, the excited electron is localized on
one particular nucleus, giving signals corresponding to
either a +3 or +4 state. On the other hand, the neutron
diffraction data for Pr,0,; were collected over about 1
day. The structure elucidated using this information must
reflect an average structure. The fact that the 7-coordi-
nated cations carry formal intermediate charges may be
understood to be the consequence of fast electron hopping
reflected in the observed electronic semiconduction (22).
It would also contribute to the entropy increase of the
system.

Keep in mind that although the defect-free region has
the composition and metal-atom coordination of PrO,,
the bond distances suggest that the Pr cation is +3 instead
of +4; hence the region bears a local negative charge. If
the observed [g—0O and Og-Pr distances are compared
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TABLE 3
Important Interatomic Distances in PryO,4
Atom  Atom Distance Atom  Atom Distance
1 2 Mut. (A 1 2 Mult. (A
Pr coordination environment
Pr(1) o 2 2.282(2) Pr(2) 0(3) 1 2.438(3)
CN6 0Q3) 2 2.195(2) CN7 0 1 2.432(4)
[+4)F O 2 2.211(3) 0(3) 1 2.462(3)
Average 2.229 (6} 1 2.338(4)
o) 1 2.483(3)
Pr(3) oD 1 2.471(4) 7 1 2.345(4)
CN7 0@ 1 2.335(4) 0(8) 1 2.396(3)
03) 1 2.489(4) Average 1 2.413
181} 1 2.345(4)
0 1 2.312(4) Pri4) o 1 2.228(4)
OB i 2.148(4) CN 7 O2) i 2.554(3)
0(8) 1 2.168(4) 02) | 2.258(3)
Average 2.325 Q(4) | 2.252%4)
6) 1 2.297(4)
Pr(5) o) 1 2.604(4) o) 1 2.346(3)
CN8 0@ 1 2.540(4) O(8) 1 2.357(4)
[+317 Of4) 1 2.417(4) Average 2.327
0(4d) 1 2.389(4)
0(5) 1 2.568(4)
o6) 1 2.515(4)
0(7) 1 2.500(4)
O(8) 1 2.403(4)
Average 2.492
O vacancy cluster
Og Pr(l) | 23720 Pr(by Pr(2) 1 4.034(%
Pr(2) 1 2.591(2) Pr(3) 1 4.098(3)
Pr(3) | 2.599(3) Pr(4) 1 4.113(3)
Pr(4) 1 2.602(3) Pr(2) Pr(3) 1 4.200(4)
Average 2.541 Pr(4) 1 4.231(4)
Pr(3) Pr(4) 1 4.221(4)
Og O 1 2.326(3) Average! 4.150
02) 1 2.422(0)
0(3) 1 2.384(3)
O(5) 1 2.477(3)
Q(6) 1 2.510(2)
7} 1 2.502(2)
Average 2.437

2 The charges are assigned by comparing the average distances with
the corresponding summation of crystal radii (19):

prim CN =6 CN=7 CN=38
m= +3 237 (A) 2.44 (A) 2.506 (A)
m=+4 2.23 (&) 2.29 (&) 234 (A)

* The value is the average within the OyP, group.

with the average O-0O and O-Pr distances in Pry0,4, one
can also conclude that the oxygen vacancies are positively
charged. In the fluerite structure, each anion may be
viewed as occupying an octahedral site formed by its six
nearest anion neighbors. At the same time, the anion
sits at the center of a tetrahedron formed by its four
neighboring cations. In PryO, the distances between a
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FIG. 4. The near [2 1 1); representations of (2) Bevan cluster, (),
Pr;Qy, with the PrOy cubes shown; (b} the coordination defect, OgPryOy,
with the O, Pr, tetrahedron shown; {c} two coordination defects sharing
a Pr, (OgPry;10¢);-

vacancy and its nearest oxygen neighbors are about 0.3 A
shorter than the average O-0 distances in fluorite dioxide,
while Pr cations, except for the one between the pair of
vacancies, are moved away from the vacancy by about
0.2 A,. These distortions are consistent with positively
charged vacant oxygen sites. A similar phenomenon was
observed for Pr;0,,, although the magnitude was smaller.
Because defect formation invelves not just one isolated
oxygen site, but also the surrounding lattice, the struc-
tures can be described in terms of defect clusters. Three
cluster models have previously been proposed for these
fluorite-related rare earth oxide systems. One is the popu-
lar double-vacancy cluster, frequently referred to as the
Bevan cluster (23, 24). This model suggests that the vacant
oxygen sites occur in pairs, and each cluster involves 7
cations and 36 anions, ({;),Pr;054 (Fig. 4a). In Pr;0,;,
such clusters are closely packed, and every cation in the
structure is part of a vacancy cluster. In PryO ., on the
other hand, the clusters are separated by Pr**0, fragments
that are not parts of clusters. Although all of the known
fluorite-related ceramic systems, such as stabilized zirco-
nia, also have these double vacancies as basic structural
elements (24, 25), their importance in modeling the struc-
tures of the rare earth oxides may have been overempha-
sized. A second, simpler basic defect cluster, introduced
by Martin (9), is a coordination defect consisting of one
vacant oxygern site, 6 surrounding oxygens in sites moved
closer to the vacancy, and 4 cations in sites moved away
from the vacancy (Fig. 4b). Overlapping of the oxygen
atom positions from different clusters is not favorable in
energy for low concentrations of these defect clusters.
The third type has a tetrahedral defect core that consists
of a vacancy and its 4 cation neighbors. It has been sug-
gested that the intermediate phases are built up of clusters
with the same core but of various sizes, and the size of
the clusters decreases with an increase in cluster concen-
- tration (12). Since a larger defect cluster may be viewed
as a smaller one plus its surroundings with the fluorite
composition, the isolated coordination defect defined by
Martin (9) is more convenient to consider in practice.
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The Bevan cluster itself may also be viewed as two
simple coordination defects sharing one common cation,
(OoPr.120e); (Fig. 4c). Although either the double va-
cancy model or the coordination defect model (except
that these may not share oxygens) may be employed to
rationalize the structures of Pr,0y,, Tb,0y,, and PryOy4,
as oxidation progresses, the double vacancy clusters dis-
sociate into single vacancy ciusters. For example, in
Tb,,04 (17) and Pr,0,, (26, 27), the structures can only
be described utilizing the coordination defect.

Another way of representing the structures of Pr,O;,
and PryOy is in terms of the stacking of cluster layers.
As a result of sharing common a and ¢ axes, layers in the
{010} directions for both structures coincide with the
(15 3); planes. These layers may be viewed as slabs con-
sisting of double vacancies or combined single coordina-
tion defects. In Pr;O,,, the slabs are stacked upon one
another, whereas in PryO, they are separated by the
insertion of layers with PrO, composition. If this modeling
is extended to include the structure of Th,,0,, (16), the
common structural elements are (010) slabs consisting of
single layers of coordination defects.

The experiments on the high-temperature form of
Pry0,c.  Although no conclusive results conld be drawn
from the studies on samples annealed at higher tempera-
tures, the heat treatment did have a significant effect on
the material. Regardless of the cooling rates, annealed
samples contained the low-temperature form of PryO,,
and PrigO 4, plus an unidentified phase in lower relative
amounts. One explanation is that a high-temperature mod-
ification was formed at the annealing temperatures, but
was partially or completely converted to other phases
during cooling. This is conceivable since the transition
of intermediate phases in these systems only involves
rearrangement of the oxygen vacancies, which is a very
fast process at elevated temperatures. Since the low-tem-
perature sample, annealed at 400°C, also had about 10
mol% of Pr;;0,5, one must assume that the original prepa-
ration had picked up oxygen during cooling before the
various samples were sealed off for annealing, thus shift-
ing the stoichiometry.

Since quenching the high-temperature form of Pr,O,,
for neutron diffraction study was not successful, it seems
necessary to conduct high-temperature, in situ neutron
diffraction studies to answer the question of a high-tem-
perature form of PryQ .

CONCLUSION

-The structure of the low-temperature form of PryO,
has been refined through powder neutron TOF diffraction
and Rietveld analysis. The model proposed previously on
the basis of electron microscopy and image simulation
has been proved to be correct. This structure contains
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double vacancy clusters, which are similar to those in
Pr;0,;. The double vacancy clusters may be considered
a condensation dimer of single coordination defects, Fur-
thermore, Pr,O,, can be related to Pr,0,, and Tb,0,, since
they share in commeon (010) slabs (i.e., the (153); planes)
of double-vacancy defect clusters, These slabs are closely
packed in the former and separated in the latter by a layer
of “'Pr0,.”” The existence of the high-temperature form
of Pry0 ¢ has not been confirmed and further studies invol-
ving in situ, high-temperature observations are required.
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