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An x-ray study has been made on the mineral calcirtite Ca (Zr, Ca), Zr, (Ti, Fe),0g,
which is tetragonal and whose lattice parameters are a = 15.30, ¢ = 10.20 A; space group
14,/acd. The structure is derived from the cubic fluorite-cerianite structure.

The new mineral calcirtite [1] is an oxide mineral
containing Ca, Zr, and T. Its composition (analyst A, V.
Bykova) gives the formula Cay,g5 ZIa.304 Ti1 105 Fep.104
Nby g4 Op, Whichin ideal form is CaO-3ZrQ, - TiO,
CaZrgTiOy, It has been observed [1] that the powder pat-
tern resembles that given by pyrochlore, all the strong
lines being the same. Pyrochlore itself has a structure
derived from that of fluorite [2]; thisstructure is uncom-
mon, and occurs only in CaF,, CeQy, ThO,, UO,, and
certain other compounds, This shows that we may as-
sume that the structure is of the CaF,—CeO, type.

T. B. Zdorik kindly provided the specimens for this
work; they included no crystal with proper faces, so all
diffraction patterns were recorded from transparent iso-
metric pieces of size 0.3-0.4 mm,

X-ray goniometry [3] demonstrated that the miner-
al is tetragonal (Laue class 4/mmm), which is in agree-
ment with the uniaxial optical pattem. The Bravais lat-
tice and the lattice parameters were found from oscilla-
tion patterns; the latter were refined from the pinacoid-
al reflecdons on the layer lines. The lattice is body-
centered (I), with c exactly 2/3a: a = 15,30 + 0,06,
¢ =10.20 + 0.04 A, The affinity with CaF,~ CeG, is
sufficient explanation of the cause of the multiples of
5.1A,

We deduced the number of atoms in the unit cell
on the basis of the above empirical formula; the speci-
fic gravity is 4.99, and the molecular weight of a form-
ula unit is 503.50, so N = 14.26, The cation numbers
are not integers, so N should not be rounded off; the
number of atoms in the cell is to be found by multiply-
ing the cation numbers by 14.26, The individual values
are

Ca— 14.47

Zr — 41.27

Ti — 14.47 l 71.75
Fe — 1.48 } 16.0]

Nb— 0.06 J

0O —128.34~128
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Isomorphous substitution is clearly very important,
so the cations may be grouped; only the number of oxy-
gen atoms has been rounded off to 128,

We wsed a KFOR camera to record the layer lines
{0 trace (second on c) and the zeroth on a]. The system-
atic absences are in—agreement with an I lattice; reflec-
tions with h + k + I = 2n are present. All hkO with h
=2nare present; so are all hO!' with = 2n, but only hhl
with 2h + ¢ = 4n occur. These define the group unique-
ly as Dfl’.l - 14;/acd. Strong and weak reflections alter-
nate in a very characteristic fashion in the above layer
lines, the strong ones being those allowed for an F lat-
tice whose parameters are a’ = }/ja = 1/,c = 5,1 A,

The weak reflections occur as a result of an 18-fold
expansion of the unit cell (3 x 3 X 2 = 18) relative to
Ce(Q,; the causes of this are that the cations form an or-
dered array and that the atoms deviate slightly from the
ideal positions.

The unit cell of CeO, contains four cations and eight
oxygen atoms (the same applies to ThQ,, UO,, etc), and
an 18-fold expansion would imply 72 cations and 144
oxygen atoms, The cell actually contains that number
of cations (71,75 ~ 72), but there are only 128 oxygen
atoms, The expansion is accompanied by the loss of 16
(= 144-128) oxygen atoms, which as a percentage (11.1%)
is slightly less than that found for pyrochlore (12,5%)[2]

Analysis of group Dﬂl shows that the ideal structure
of CeQ, can be reproduced in only two cases, namely,
when the first cations are placed (I) at the special posi-
tions 4 and (II) between them at (222). If we put the
origin at 4, these two arrays become (I) 8(a)+ 32(g)+32(g);
(I1).8 (b)+ 16 (f) + 16 () + 32(g) [4). The O atoms
take up the same positions in both cases; their sites are
uniquely determined by the cation array,

The Patterson projection P (uv) derived from 95 in-
dependent hk0 reflections showed that the basic pattern
is that of CaF, and that the deviations from the ideal
positions are extremely small. A completely random
array is improbable, but we lacked evidence for any
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Fig. 1. Two layers in the structure of calcirtite.

Ideal Coordinates for the Structure of Calcirtite

Atom x v 2
8 Ca 0 0 14
6.5 Ca+49.3 Zr 1/6 176 1/4
16 Ti(Fe, Nb) 1/3 |13 | 1/4
32 Zr 1/6 |0 1/2
16 Oy 1/4 | 1/4 | 178
16 Oy, 1/4 V112 1/8
32 Oy; 1/4 | 1/12 1 3/8
32 Opy 112 | 17121 148
32 Oy /12 {4/12 | 5.8

other kind of array; so we were forced to assume that
all atoms had the same scattering power in order to es-
tablish the signs of the structure factors. Two p (Xy)
projections of the electron density were constructed, the
first only from the strong reflections and the second from
all, The latter showed substantial differences between
the heights of the various peaks, which was evidence for

some degree of order in the structure, Moreover, the
deviations from the ideal positions were found to be not
more than 0.10-0.15 A in the xy projection. Unfortun-
ately, Fourier methods could not be applied to examine
the structure further; the F* series gave no promise of
improvement on account of the high symmetry and spe-
cial features of the structure, since individual interatom-
ic vectors could not be isolated. An attempt to refine
the coordinates from the electron-density patterns was
unsuccessful, because the cell is large and the signs of
the weak superlattice reflections could not be establish-
ed with certainty,

Sixteen O atoms are lost when the cell of calcirtite
is derived from 18 cells of Ce(,; deletion of one (of
the three) 16-fold sets (namely those O atoms that lie
on fourfold screw axes) results in an improbably struc-
ture having channels along z(all oxygen atoms on one
line are removed). The anion patterns resulting from
the removal of either of the other two 16-fold sets (on
horizontal twofold axes) are almost identical; the pat-
tern can be used to construct a likely model for calcir-
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tite, in which some of the cubes in the parent structure
become polyhedra of two different kinds (one kind a
cube lacking one corner, the other a cube lacking two
opposite corners). Pyrochlore has only cubes and octahe-
dra, because there are only two types of cation (Ca and
Nb); calcirtite has three types of polyhedra, because
the cations are Ca, Zr, and Ti, Our final model for the
structure gave good agreement with the heights of the
electron-density peaks, The cation array is as follows,
Eight Ca atoms fill cubes, which alternate along 4 axes
parallel to z with empty polyhedra of the same kind
(Fig. 1la). A layer parallel to (100) contains two rows of
alternating empty and full figures with seven corners,
the layer being adjacent to a row of Ca figures; the
former figures contain 32 Zr atoms in general positions.
A layer of another type lies along [100] near the above
layer (Fig. 1 b); It consists of the above Zr figures and
of rows containing filled octahedra and cubes, which are
supplemented also by empty figures with seven corners.
The octahedra contain 16 Ti (Fe, Nb) atoms; the cubes,
6.5 Ca + 9.3 Zr, which are randomly distributed over
the 16-fold positions. The table gives the coordinates
This structure gives the T1i atoms their natural octa-
hedral environment; 32 of the 41,3 Zr atoms also have
their natural coordination number of seven [5]. One set
of eight cubes contains only Ca atoms; the other 16
cubes contain Ca and Zr arranged at random, In these

the large Ca atoms form the appropriate complement to
the small Zr atoms, The valencies of the O atoms are
found to deviate from two by not more than 11%, which
is much less than the permitted amount (25%).

Formulas that distinguish between atoms that occu-
py crystallographically distinct positions are Cag(Cag s,
Ziy 3) Zrgy(Ti, Fe)yOpg and Ca(Cay s Zryp) Zrg (Ti,
Fe);Oy.

The atoms are displaced slightly from the ideal
positions, but the deviations cannot be large, as the ex-
perimental results indicate and as would be required by
the high symmetry and special strtucture. The last fea-
ture also indicates that there can be no change in the
coordination numbers as a result of the transition from
the ideal structure to the real one,
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