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Thelirioluminescence of X-Ray-Colored KC1 Single Crystals

A. HALPERIN, A. A. BRANER, AND E. ALEXANDER

Depsrtrnertt of Physics, The Hebrew UNieersity, jerttsalem, Israel
(Received July 15, 195/)

Thermoluminescence curves of KCl single crystals have been recorded. Twelve glow peaks were obtained
in the temperature range of 90—600'K. The glow peaks seem to show regularity with regard to their peak
temperatures, spectral emission and sensitivity to optical bleaching in the Ii band, Effects of aging of the
crystals are reported. Activation energies for several peaks as calculated from the results are also given.
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FM. 1. Recorder tracing of a glow curve of a KCl crystal
colored by 8 minutes of x-irradiation (Mo target, 45 kvp, 20 ma).
at liquid-air temperature. The crystal had been subjected previ-
ously to only a few minutes of x-irradiation. (The heating rate
was about 30'/min. )

INTRODUCTION

'HERMOI UMINESCENCE of colored alkali
halides has been studied by many investigators. '—'

Glow curves were obtained, which exhibited many peaks
during the warming up of the crystal. The origin of
most of these peaks seems, as yet, to be unknown. '

Some investigators have used powder samples for
their luminescence glow experiments, which might have
complicated the results. Others have restricted their
measurements to temperatures above room tempera-
ture. In the present work, glow curves were recorded
for single crystals of KCl and for a temperature range
from liquid-air temperature up to above 600'K.

Well de6ned peaks were obtained in our experi-
ments, and this enabled us to notice some regularities
concerning the grouping of the peaks in the com-

plexity of the glow curves.
Of interest is also the relation found between the

process of thermal glow and that of thermal bleaching

of the colored crystals. The latter experiments are to
be described in the following paper. '

EXPERIMENTAL

The crystals under examination were placed in a
vacuum Dewar system where they could be cooled to
liquid-air temperature and warmed up to 700'K. The
construction of this system was complicated more than
was needed for the glow experiments in order to meet
the special requirements of the thermal-bleaching ex-
periments. Details, including also detection, amplifica-
tion, and recording devices, are therefore given in
Paper II.

The specimens used were synthetic single crystals of
KC1 grown by the Harshaw Chemical Company, from
which plates 5)(6 mm and about 1 mm thick were
cleaved. Irradiation was performed in the dark with the
crystal inside the evacuated cryostat. Crystals were put
at nearest access (3—4 cm) to the window of a General
Electric x-ray tube operated at 45 kvp, 14 ma with a
copper target or at 45 kvp, 20 ma with a molybdenum
target.

RESULTS

(a) General Features of the Glow Curves

The recorder tracing of a glow curve of a KCl crystal
as obtained after 8 minutes of x-irradiation at liquid-air
temperature, is reproduced in Fig. 1. It seems advan-
tageous to divide the peaks appearing in the glow curve
into four groups: Group A—containing the peaks ap-
pearing in the temperature range 100—200 K; group
8—from 200 to 350'K; group C—from 350 to 450'K
and group D—from 450 to 575'K. Each of these groups
will be shown to contain three glow peaks. Approximate
peak temperatures (Te), as obtained from experiments
described below, are given in Table I.

' F. Urbach, Wien. Ber. (IIA) 139, 353 (1930); F. Urbach and
G. Schwartz, Wien. Ber. (IIA) 139, 483 (1930).

~ J.A. Ghormley and H. A. Levy, J.Phys. Chem. 56, 548 (1952).
' H. N. Bose, Proc. Phys. Soc. (London) B68, 249 (1955).
4 J. Sharma, Phys. Rev. 85, 692 (1952); 87, 535 (1952); 101,

1295 (1956).
~ J. J. Hill and P. Schwed, J. Chem. Phys. 23, 652 (1955).
6 M. L. Katz, J. Exptl. Theoret. Phys. (U.S.S.R.) 18, 501

{i948).' See pp. 46, 73 of the review by F. Seitz, Revs. Modern Phys.
26, 7 (1954).

TAsx,E I. Temperatures in 'K for the different glow
peaks of the thermoluminescence curve.

Group A B C D

Peak A I As A 8 BI B2 B3 C1 C2 Cs D1 D2 Ds
Tg K 125 145 170 250 280 315 360 390 415 480 520 560

' A. A. Braner and A. Halperin LPhys. Rev. 108, 932 (1957)j,
following paper. This paper will be further referred to as Paper II.
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In Fig. 1 the first two peaks of group A (Ai,As), are
well resolved. A& is very weak and appears in this case
only as an extended tail of A2 towards higher tempera-
tures. In group 8 the three peaks can still be noticed.
Almost no sign of the individual peaks of groups C, D
can, however, be noticed in Fig. 1.

There are several methods which help to get in-
dividual peaks better resolved. One method, frequently
used by many investigators' ~ ' "is to keep the crystal.
for some time at a temperature somewhat below the
peak to be resolved. Lower peaks are then absent in the
the glow curve obtained on subsequent cooling and re-
heating the crystal. This method is particularly success-
ful for the highest peak in each group (e.g. , As, Bs).
Other methods will follow from the results to be given.

Remarkable is the regularity in the distribution of
the peaks. Bj peaks at twice, C~ at three times, and D&
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at four times the peak temperature of Ai (within ex-
perimental error). There is also regularity in the tem-
perature intervals within each group. These are about
25' for group A, about 30' for groups 8 and C, and
about 40' for group D.

(b) Effects of Thermal and Irradiation
History of the Crystal

The glow curve shown in Fig. 1 is of the type ex-
hibited by virgin crystals, not subjected to subsequent
cycles of irradiation, heating, and cooling. Subjection
to many such cycles results in changes in the intensity
distribution of the peaks in the glow curve.

C. B. Lushchik, J. Kxptl. Theoret. Phys. (U.S.S.R..) 30, 488
(1956) /translation: Soviet Phys. JETP 3, 390 (1956)g."J.S. Johnson, Jr. , and F. K. Williams, J. Opt. Soc. Am. 39,
709 (1949}.
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FIG. 2. A glow curve of an aged K&1 crystal, having in its
history some 50 hours of x-irradiation in about 40 cycles of cooling,
x-irradiation, and warming up to 600 K. The enormous increase
in the peaks B&, B& is shown by a curve given on reduced ordinates
in the upper right corner oi the igure. (The heating rate was
about 30'/min. )

Fio. 3. Ag glow
curve obtained after
3 hours of x-irradia-
tion (Cu target, 45
kvp, 14 ma) at room
temperature. (The
heating rate was
about 30'/min. )
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Fn. 4. A glow curve
obtained after 10 min-
utes of x-irradiation at
above 400'I (see refer-
ence 13). (The heating
rate was about 30'/
min. )
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"J.T. Randall and M. H. F. Wilkins, Proc. Roy. Soc, (I,ondon)
A184, 366 (1945).' E. I. Adirow'itsch, Einige Fyagen Zly Theoyie dey INyninesgeng
dey JI.ristalle (Akadbmic-Verlag, Berlin, 1953), Chap. VI.

"Irradiation was started with the crystal at 500'K, but the
temperature decreased to 400'K during irradiation.

Figure 2 illustrates this effect. It shows the glow
curve of an aged crystal which had in its history some
40 cycles and about 50 hours of x-irradiation. The
intensity scale in Fig. 2 is about half that in Fig. 1 and
the time of irradiation~was only 2 minutes compared
to 8 minutes for the curve in Fig. 1. The peaks B~, 82
(250, 280'K) increased enormously in intensity and are
shown on a reduced scale in the upper right corner of
the figure. Peaks A3 and 83 have also increased and are
now clearly seen. Other peaks do not seem to have
changed appreciably. These changes depend also on the
type of irradiation. More cycles of irradiation and
bleaching with a copper target (45 kvp, 14 ma) did not
result in such drastic changes in intensity. The effects
tend to saturation. Measurements were, therefore, car™
ried out mostly for aged crystals for which results of
successive experiments could be compared.

Peaks at higher temperatures appear very weak on
short x-irradiation at low temperatures. They can be
obtained at higher intensity either by irradiation at
higher temperatures, or by prolonged irradiation at
lower temperatures. ' ~ ""

Figure 3 was obtained after 3 hours of x-irradiation
at room temperature. The peaks at 360 and 415'K
appear now as shoulders on both sides of the peak at
390' and that at 520' is now the strongest. After 10
minutes of irradiation at above 400'Krs (Fig. 4) the
glow peak at 560'K appears in addition to that at
520'K.

Upon increasing the amount of irradiation in one
experiment, the intensity of the peak at the highest
temperature is known' ' to increase faster than that of
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FIG. 5. De en"pendence of intensities of the di8e
on time of x-irradiation u—for the.—125 K d—145'K — - .p"k t 170 K, b—325'K
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TABLE II. S ectral dip istribution of the glow peaks for KCl.

(d) Selective Optical Bleaching of Glow Peaks

The eGect of irradiation in the P b d
e was also studied. Green li ht (5460 A

y widely opening the slits of the Beckman DU
monochromator, was allowed to fall oo a on the x-irradiated

I'i ure 7 sh'g ows this effect for irradiation at li uid-ai
temperature, and Fi .8f '

em cra-'g. or irra iation at room tern era-
ture. It can be seen that the bleachin

empera-
e eac ing aGects selectively

e o e pears while others (e.g. A2 8 d
show stron er resi

2 an Ca)
ger resistance to bleaching in the F band.

g suggests an additional methodThe selective bleachin su
or resolving peaks.

FIG. 6. Glow curves obtained b o
itt d b Ch OX7 61

g ~ ( o g

th' right with reduced coordinates 0

Ts oK

Color

225 145 250 280

uv blue uv blue

315 390 415 480

blue uv blue blue

520

green



TH E R M OL U M I N E S C E N C E OF X —RAY —COLORED KC1 931

B, Bg

%A 5R

K
+—

O

W
i+

Cg Cs

0 ——
100 200 f44 400

TEMPERATURE IN K

540

FIG. 7'. Selective bleaching of the glow peaks by irradiation in
the Ii band (X5460), a—no light, b—obtained after 10 minutes of
Ii irradiation, c—after 30 minutes of Ii irradiation. All the curves
were obtained with an x-irradiation of 2 minutes, at liquid-air
temperature. (The heating rate was about 20'/min. l

aging the crystal was common for both these peaks.
These should be attributed rather to an increase in the
luminescence efhciency, and not to an increase in the
number of electrons or holes involved. That this is so is
shown in paper II, where in thermal bleaching experi-
ments it was found that the decrease in density of the
Ii band which accompanies the glow bursts at 250 and
280'K (the peaks 8, and 8&,, respectively), was about
the same for the aged crystal as for the virgin one.

It will also be shown in paper II that practically all
the peaks in the glow curve are accompanied by a de-
crease in the F absorption. This gives a strong argument
for our assumption that the peaks in the glow curve are
not incidental, and they should be attributed to optical
transitions between energy levels characteristic to the
crystal lattice and to its defects.

Additional work is needed before one tries to give a
model for those transitions. It is intended now to meas-
ure the spectral distribution of the light bursts emitted
for each of the peaks in the glow curve, and a liquid-
air-cooled photomultiplier to be attached to the Beck-
man DU spectrophotometer is designed for this purpose.

It is also of importance to calculate the thermal
activation energies for the different peaks. For this
purpose each of the glow peaks should be isolated from
neighboring peaks. This is being done now by using
combinations of the methods indicated in the present
paper.

Some of the activation energies were already calcu-
lated in preliminary work in this direction. Our calcula-
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FIG. 8. The same as Fig. 7, but after 5 minutes of x-irradiation
at room temperature. a—no Ii light, b—after 30 minutes of
irradiation by Il light. (The heating rate was about 20'/min. )

'4F. Urbach, Preparation and Characteristics of Solid lumi-
nescent Materials, Cornell Symposium, New York, 1948 (John
Wiley and Sons, Inc. , New York, 1948).

tions were carried out by a method suggested by
Urbach" and with some modification due to I.ushchik. '
By this method the activation energy E& of a glow
burst at the temperature T, is given with good approxi-
mation by

Ez =kTg'/5g,

where k is the Boltzlnann constant and 8,=T2—T„
T2 being the temperature at half the intensity on the
falloff of the peak.

Activation energies calculated by us hitherto were:
0.29 ev for T,=125'K, 0.33 ev for 145'K, about 1 ev
for 420'K, and not far from 1.5 ev for 520'K. These
activation energies give for the frequency factor a
value of the order of 10'0—10' sec ', which seems not to
diRer appreciably for the diRerent peaks.

Our results seem to be in contradiction to those
obtained for NaC1 crystals by Hill and Schwed, ' who
came to the conclusion that the activation energies were
constant for all the peaks in the glow curve (from room-
temperature up to 560'K). Although our work was on
KCl crystals, it is believed that all the alkali halides
behave similarly with respect to their glow curves.
This was already confirmed in preliminary work on
KBr crystals whose glow curves show striking simi-
larity to glow curves obtained for KC1.

Extension of the work on the eRect of optical bleach-
ing on the glow curve to bleaching in other F-type as
well as V-type and rr- and P-type bands is also planned;
it is hoped that this will add to our knowledge con-
cerning the processes involved in the thermolumines-
cence of the alkali halides.


