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Electric dipole relaxation of mixed clusters in double-doped CaF2
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Audio-frequency dielectric relaxation measurements from 150 to 400 K and ionic-thermocurrent
measurements from 90 to 290 K have been used to study the relaxation of dipolar defects in several calcium-
fluoride samples doped with two rare-earth species. In particular, the region containing the R,v relaxation for
the corresponding singly doped samples has been investigated. The R» relaxation is distinguished by an
activation energy that is a strong function of the ionic radius of the rare-earth dopant, varying from about
0.5 eV (for CaF, :Tm) to about 0.9 eV (for CaF2:Pr), In each doubly doped sample, relaxations are observed
similar to those observed in the singly doped samples. In addition, a new relaxation is found which falls
between the R» relaxation peaks of the two constituents. This suggests that the R» relaxation is associated
with a cluster including two rare earths (a dimer} and that the new peak is associated with a cluster
including two diA'erent rare earths (a mixed dimer). Since the existence of an electrical relaxation requires
that the dimer be dipolar, the results cannot be explained by the usual dimer models. In addition, the data
indicate that the rare-earth ions do not share equally in the reorientation process.

I. INTRODUCTION II. EXPERIMENT

In the past few years, it has become apparent
that clustering is significant in rare-earth-doped
calcium fluoride at rather low concentrations.
Aggregation has, in fact, been observed using di-
electric relaxation, '" ionic thermocurrents, ' se-
lective laser excitation, ' nuclear magnetic reso-
nance, ' optical, ' MOssbauer, ' neutron diffrac-
tion, ' and electron-spin-resonance' techniques.
In addition, aggregation has been treated theo-
retically. " Qf particular interest here is a cen-
ter with a relaxation energy of from 0.5 eV (for
CaF, :Tm) to 0.9 eV (for CaF, :Pr) designated the

Rz~ center by Andeen et al. ' The activation en-
ergy was observed to correlate strongly with
dopant ion size. There has been evidence that the
Rz~ center is some form of cluster. "'"

In this paper we report a study of the R» relax-
ation region in samples of doubly doped CaF, us-
ing dielectric relaxation and ionic thermocurrent
(ITC) techniques. We have found that, for each
system studied, a new relaxation appears between
those of the R» centers associated with each of
the constituent dopants providing strong evid'ence
that the R» relaxation is associated with two rare
earths (a dimer). The results are discussed in
terms of models fox dimers already existing in
the literature.

Samples of calcium fluoride doped with 0.05
mol/o each of erbium and samarium, 0.05 mol%
each of neodymium and dysprosium, 0.05 mol /0

each of neodymium and terbium, and 0.3 mol%
each of terbium and thulium were obtained from
Optovac, Inc.

Three terminal capacitance C and conductance
divided by the frequency G/~ measurements were
performed on the. samples using a specially mod-
ified General Radio 1615 bridge. The samples
were 25.4-mm-diam disks 1.5-mm thick that had
aluminum electrodes evaporated onto their sur-
faces in the standard three-terminal configura-
tion. The measurements were performed iso-
thermally at five audio frequencies from 10' to
10~ Hz at various temperatures from 150 to 380 K.
Further details of the apparatus are given else-
where. '

In the present work, the real part of the dielec-
tric constant &' at 300 K and 1000 Hz was taken
to be 6.915 for all samples. q' at 300 K and fre-
quencies other than 1000 Hz was then calculated
assuming that the relative change in dielectric
constant with frequency is equal to the relative
change in capacitance. The real part of the di-
electric constant at temperatures other than 300 K
for each frequency was then determined from
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TABLE I. Activation parameters for the Rzv and as-
sociated mixed-cluster relaxations in rare-earth-doped
CaF2. The estimated error in E and ln7'0 is about 1%.
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earth-doped calcium fluoride. CaF2..Tm, Tb 0.3
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tion time of the dipole assumed to be given by an
Arrhenius equation of the form

gE/kT
0

where T is the absolute temperature and 0 is
Boltzmann's constant. In addition, it is assumed
that

tg —EH = A/T,

where the constant

A=Np /3e, k

is known as the dipole strength, N is the dipole
concentration, p is the dipole moment, and &,
is the permittivity of free space. Fits were made
for all five frequencies and the results were used
to determine the approximate temperature at
which +r = 1 for each of the five frequencies. The
activation parameters quoted in Table I were then
found from a best fit to the equation

The activation parameters for singly doped
GaF, :Tm were determined in the present paper
after subtracting off an estimated contribution due
to the R, relaxation. Consequently, these values
are more uncertain than those for R« in most of
the other materials. However, the values are
considered better than the estimate given in Ref.
2 based on the peak position at 100 Hz.

It is seen in Table I that both E and v, for the
new relaxation in the doubly doped samples are
slightly larger than the corresponding activation
parameters for R» for the smaller rare earth.
Because of the interference of dielectric loss due

to other relaxations or high temperature dc con-
ductivity, it was only possible to obtain activa-
tion parameters for the higher temperature re-
laxation in the doubly doped samples for the Tm-
Tb sample. It is seen that to within experimental
error the peak is the same as R» for the larger
rare earth. It is interesting to note that terbium
was studied both as the larger (Tb-Tm) and the
smaller (Tb-Nd) rare earth.

Since the new relaxation is displaced only
slightly in all cases from the position. of the R»
relaxation of the smaller rare earth, ITC wag used
as a probe for the presence in the relaxation spec-
trum of the peak due to the smaller rare earth in
the low-temperature shoulder of the new peak.
The ITC experiment is ideally suited to this pur-
pose, since "peak-cleaning" techniques, involving
selective polarization and/or depolarization at
temperatures in the vicinity of the peak of inter-
est, can greatly reduce the intensity of nearby
peaks, while only slightly attenuating the peak of
interest. Such measurements were made on the
CaF,:Er,Sm samples, and revealed the presence
of the peak associated with the R» relaxation of
Er, the smaller rare-earth, as illustrated in Fig.
5. The ITC data shown as a solid curve were taken
without peak-cleaning procedures. The dashed
cur've was taken on the same sample, but with
polarization procedures chosen to enhance the Er-
associated R» relaxation. Similarly, peak clean-
ing of the new peak in the CaF, :Tb, Nd sample
showed the presence of the Tb Rzv relaxation as
shown in Fig. 6. In each case, the peak associated
with the smaller of the rare earths is about one-
third the intensity of the newly observed peak.
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IV. DISCUSSION

These results strongly suggest that the 8» re-
laxation is due to a cluster containing more than
one rare earth. Furthermore, since only one new

peak is observed, it appears likely that only two
rare earths are involved in the cluster, the new .

peak representing a mixed dimer.
Dimers have been observed previously in rare-

earth-doped calcium fluoride using techniques
other than electrical relaxation. For example,
various dimer models have been proposed to ex-
plain. optical, ' neutron diffraction, ' electron-spin-

resonance, ' and selective laser excitation' data.
However, Booth et gl. ' have recently reported
dimer-associated nuclear magnetic resonance
data that cannot be explained by any dimer models
in the literature. The results of the present work
also are inconsistent with most of the models in
the literature for the following reason. ln order
for a dimer to relax electrically, it must have a
dipole moment. Consequently, neither the dimer
with a nearest neighbor pair of rare earths along
the [110]direction (see Fig. 1 of Ref. 5, for ex-
ample) nor the 2-2-2 cluster of Cheetham et al. '
as developed theoretically by Catlow" would be
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FIG. 6. Ionic thermocur-
rent results for CaI'Tb, Nd
0.05. mo1% each. —No peak
cleaning; -- Peak cleaning
tecImiques used to enhance
the 202-K peak.
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expected to relax electrically. Their existence
can't be ruled out on the basis of the present work
since they could exist in addition to the dimer re-
ported here. There is, in fact, evidence that
more than one type of dimer exists in rare-earth
doped calcium fluoride. ~ Furthermore, the dimer
reported here may only be a slight modification of
those clusters. For example, Andeen et a/. ' have
speculated that perhaps the dimer is such that the
rare earth sits off center. It should be kept in
mind that this suggestion was made in an attempt
to account for the fact that the activation energy
for R» is strongly dependent upon the size of the
rare earth. '

It is interesting that the results of the present
work are consistent with the "gettering" model
of Yaney et al."that was proposed to explain op-
tical data in rare-earth-doped strontium fluoride.
In that model a dimer extracts an additional inter-
stitial fluoride ion from somewhere in the crystal.
If the original dipole were one of the neutral dim-
ers mentioned above, the new dimer would then
most likely be endowed with a dipole moment and
thus expected to relax electrically. Tallant et g/. 4

have also found evidence in support of the "getter-
ing" model in rare-earth-doped calcium fluoride.
The reason that this model is particularly attrac-
tive is that it can be used to explain the "anoma-
lous" increase in cubic sites with increasing rare-
earth concentration that is known to exist in
CaF, :Er."""Specifically, an increase in cubic
sites will occur if the dimer extracts its addi-
tional interstitial from tetragonal sites.

There are, however, still other ways to form
dipolar dimers. For example, either of the
"tetragonal" cluster sites proposed by Yaney et
gl." is dipolar though only the monoclinic modi-
fication contains equivalent sites necessary for
dipolar reorientation. In addition, Andeen et g$. '
have speculated on the possible existence of posi-
tive dimer ions. While such an entity would seem
rather unlikely from an electrostatic point of
view, such a cluster has excess rare earths,
which is an attractive feature for explaining the
strong dependence of E for R» upon the size of
the rare-earth ion. '

Finally, the results of the present wogk show

that the dipolar dimer exhibits one other "un-
usual" feature. It has been shown that the mixed
cluster peak does not occur midway between the
single specie peaks but is always only slightly
shifted in temperature from the position of the
peak associated with the smaller rare earth. Con-
sequently, this suggests that the rare earths do
not share equally in the reorientation process.
This fact should be quite helpful in modeling the
reorientation process once the actual structure of
the dimer is determined.

V. CONCLUSIONS

In summary, then, it has been shown that in cal-
cium fluoride doped with two different rare earths,
a new relaxation is observed in addition to the R,v
relaxations observed in singly doped samples.
This suggests that the R» relaxation is associated
with a cluster involving two rare earths and that
the new relaxation is due to a cluster involving
two different rare earths. Since the existence of
an electrical relaxation requires that the dimer
be dipolar, the results cannot be explained by the
usual dimer remodels. Finally, the data indicate
that the rare-earth ions do not share equally in
the reorientation process.

ACKNOWLEDGMENTS

The authors would like to thank Donald Schuele
of Case Western Reserve University, C. G. Homan
of Watervliet Arsenal, Watervliet, New York, and
J. R. Miller, III of the U. S. Army Metrology and
Calibration Center, Redstone Arsenal, Alabama,
for their interest and encouragement. They also
acknowledge the helpful administrative and tech-
nical assistance of Fred Wasem of the U. S. Naval
Academy and thank M. C. Wintersgill and D.
Treacy of USNA and B. J. Faraday, N. D. Wilsey,
and T. A. Kennedy of the Naval Research Labora-
tory for many helpful discussions. One of the
authors (C. A. ) was supported by the U. S. Army
Research Office. Another author (G.E.M.) was a
National Research Council Resident Research As-
sociate. The remainder of the work was per-
formed under the auspices of the NRL-USNA Co-
operative Program for Scientific Exchange.

&J. Fontanella and C. Andeen, J. Phys. C 9, 1055 .

(1976).
C. Andeen, D. Link, and J. Fontanella, Phys. Rev. B
16, 3762 (1977).

3R. CapeHetti, E. Okuno, G. E. Matthews, and J. H.
Crawford, Jr. , Phys. Status Solidi A 47, 617 (1978).

4D. R. Tallant and J. C. Wright, J. Chem. Phys. 63,

2974 (1975).
R. J.Booth, M. R. Mustafa, and B. R. Mcoarvey,
Phys. Rev. B 17, 4150 (1978); M. R. Mustafa, W. E.
Jones, B. R. Mcoarvey, M. Qreenblatt, and E. Banks,
J. Chem. Phys. 62, 2700 (1975).

6J. B. Fenn, Jr. , J. C. Wright, and F. K. Fong, J.
Chem. Phys. 59, 5591 (1973).



5298 AXBKE5, MATTHE%'S, 5iMITH, A5 0 FOX "f A%El. LA 19

~C. Borely, F. Gonzalez-Jimenez, P. Imbert, and F.
Varret, J. Phys. Chem. Solids, 36, 683 (1975).

sA K Cheetham, B E F. Fende and M J Cooper
J. Phys. C 4, 3107 (1971).

N. K. Kask and L. A. Kornienko, Fiz. Tver. Telz. 9,
2291 (1967) ISov. Phys. -Solid State 9, 1795 (1968)].

~DC. R. A. Catlow, J. Phys. C 6, 64 (1973); 9, 1859 (1976).
~~A. Edgar and H. K. Welsh, J. Phys. C 8, 3 336 (1975).
~ A. C. Bailey and B.Yates, Proc. Phys. Soc. 91, 390

(1967).
~~C. Bucci and H. Fieschi, Phys. Hev. Lett. 12, 16

(1964).
. ~4C. Bucci, H, . Fieschi, and G. Ouidi, Phys. Rev. 148,

816 (1966).
5P. P. Yaney, D. M. Schaeffer, and J. L. Wolf, Phys.
Bev. B 11, 2460 (1975).

~~E. Secemski and W. Low, J. Chem. Phys. 64, 4240
(1976).

&~J. M. O'Hare, T. P. Graham, and G. T. Johnston, J.
Chem. Phys. 64, 4242 (1976).

1sF K. Fong, J. Chem. Phys. 64, 4143 (1976).


