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In this paper we demonstrate the presence of CdBr, and cadmium aggregates in KBr matrix during
Czochralski growth of KBr crystals. The chemical decomposition of CdBr, due to high temperature of
crystallisation and reformation of cadmium bromide seems to be responsible for this effect.
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1. Introduction

Cadmium bromide is known as a photochromic crystal and is
widely used as window for Infrared applications [1-4]. It crystal-
lises in the CdCl, type structure with the space group D3,
belonging to the divalent metal halide crystals with layer
structure [5,6]. The alkali halides are characterized by an
extended transparency domain that extends from the far ultra-
violet to the far infrared [7] in which the optical absorption and
emission of defects of the lattice are easily detected and studied.
Formation of extrinsic punctual defects is stimulated by doping,
and their easy studying in UV-visible region is due to KBr
transparency. KBr:CdBr, crystals were grown by the Czochralski
technique, under N, flow in order to avoid the presence of
oxygen-containing ion emission bands. The aim of this work is to
study the in-situ formation of CdBr, aggregates during the crystal
growth after chemical decomposition of cadmium bromide
induced by the crystallisation process at high temperature. The
optical properties of KBr:CdBr, samples have been studied by
using optical absorption and photoluminescence. Structural
analysis has been studied using X-ray diffraction.
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2. Experimental

The samples were prepared in Crystal Growth Laboratory at
the University of Autonoma de Madrid by using Czochralski (Cz)
under nitrogen flux. High purity (4 N) CdBr, powder was added to
4 N KBr starting material. Two different CdBr, concentrations
have been tried (0.1 and 0.5 mol%). The final mixtures were
obtained by standard mechanical grinding. Several wafers were
cut perpendicular to the growth axis. After polishing, the obtained
samples were characterized by optical absorption, photolumines-
cence and X-ray diffraction. The optical absorption measurements
were carried out by using a spectrophotometer type Shimadzu
UV-3101 PC. Room temperature emission spectra were recorded
by using a Perkin-Elmer LS 50B luminescence spectrometer. The
crystal holder was located at a suitable angle with respect to the
excitation beam in order to optimize the fluorescence signal and
minimize the scattered incident light. The spectra were corrected
considering the wavelength dependent detection efficiency using
the correction curve delivered by the spectrometer supplier. X-ray
diffraction data were collected using a BRUKER—AXS D8
diffractometer (/xs,=1.54 A) and a graphite monochromator.

3. Results and discussion

In order to start KBr samples characterisation optical absorp-
tion measurements were carried out in the three crystals (pure,
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Fig. 1. Optical absorption spectra of pure KBr.
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Fig. 2. Optical absorption spectra of KBr:CdBr, wafers (named b, d, f, h, j and k)
0.1 mol%.

0.1% and 0.5 mol%). The collected spectra from different crystals
are shown in Figs. 1-3. An absorption band peaking at 250 nm can
be clearly observed in the sample with the highest initial CdBr;
content (0.5 mol%). We attribute this band to the incorporation of
the dopant Cd to the KBr matrix.

According to Jain et al. [8], such band in Cd-doped KBr crystals
is due to cadmium incorporation. Nevertheless, the figure shows
the transparency of pure KBr in the region [240-800 nm]. We note
optical absorption of KBr in the region [190-240 nm]; the
absorption band peaking at 215 nm is due to U centers (H™ ions)
[9].

We have also performed PL measurements at room tempera-
ture. The corresponding PL spectra corresponding to both crystals
are shown in Figs. 4-6.

PL spectrum of pure KBr at room temperature (Aexcit=264 nm)
shows emission bands in the UV-visible located at 308, 322, 350,
372, 409 and 472 nm. According to Giinter Gummer [10] and
Zehani and Sebais [11], emission bands of KBr grown under
oxygen atmosphere in UV-visible region except for the band
located at 372 nm are due to the (0>~ —F") centers in the region
<400 nm and attributed to O3 centers above 400 nm [12,13].
Correlation with intrinsic luminescence properties of alkali
halides leads to the assignment of the 375 nm band to emission
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Fig. 3. Optical absorption spectra of KBr:CdBr, wafers (named b, d, f, i, k, m, 0, q, u
and w) 0.5 mol%.
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Fig. 4. Room temperature PL spectrum of pure KBr.
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Fig. 5. Room temperature PL spectrum of KBr:CdBr; 0.1 mol%.
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Fig. 6. Room temperature PL spectrum of KBr:CdBr, 0.5 mol%.

from Br5~ centers [14]. In order to confirm this hypothesis EPR
measurements are necessary.

The PL spectrum of KBr:CdBr, 0.1 mol% shows that doping by
CdBr, influences the emission intensity (decreasing), a few other
band emissions disappear. The most intense band, located at
409 nm, indicates that the mechanism of creation of O5 centers is
dominant. The PL spectrum of KBr:CdBr, 0.5 mol% shows that the
intensity of the bands situated at 375 and 308 nm has dramati-
cally been increased in the more concentrated crystal compared
to the intensity of the band located at 409 nm. This result is due,
respectively, to increasing concentration of Br5~ centers stimu-
lated by high concentration of CdBr, dopage and (0?~ —F")
centers formed by transformation at high temperature of O3
centers in the presence of F centers to (02~ —F"):

0; +2F—2(0* —F")

The most intense band located at 375 nm indicates that the
mechanism of creation of Br5~ centers is dominant.

Our crystals are fabricated by the Cz technique proceeding by
vacuum and N, flow; nevertheless we note the existence of U and
05 centers. Intrinsic H,O in starting materials seems to be the
origin of these centers. In addition, according to Mehendru and
Radhakrishna [15] the presence of Cd impurity in KBr suppresses
the formation of (0>~ —F") centers. After comparison of our
spectra with Zehani and Sebais [11] results we note the very low
intensity of our emission bands information on the low concen-
tration of color centers in our samples.

In order to get further information about these results, XRD
measurements were performed on these samples. The spectrum
obtained from a sample from pure KBr, 0.1 and 0.5 mol% crystal is
shown, respectively, in Figs. 7-9.

KBr diffraction peaks are clearly shown in the XRD pattern.
They coexist with XRD peaks of hexagonal cadmium and
rhombohedral cadmium bromide structures. We note that
incorporation of these aggregates in KBr matrix proceeds in
different orientations. Based on Scherer’s formula applied to X-ray
diffraction patterns we assume that the shape of the nanocrystals
embedded in KDP matrix was spherical. In order to determine the
size of the CdTe-NCs we calculated the FWHM (full-width at half-
maximum) at different orientations. The average size of CdBr; in
0.1% and 0.5% crystals was, respectively, 36 and 44 nm. The
results of Jain and Radhakrishna [8] on KBr:Cd showed that
colloids of Cd metal are formed when additively colored Cd-doped
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Fig. 7. XRD spectrum of pure KBr.
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Fig. 8. XRD spectrum of KBr:CdBr;, 0.1 mol%.
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Fig. 9. XRD spectrum of KBr:CdBr; 0.5 mol%.
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crystals of KBr are heated at around 600 °C. In our work we have
confirmed chemical decomposition of CdBr, due to the high-
temperature effect and reformation of CdBr, aggregates, and
formation of cadmium crystallites. The average size of Cd in 0.1
and 0.5 mol% crystals was, respectively, 38 and 54 nm.

4. Conclusions

We have analysed the optical and structural properties of
CdBr,-doped KBr crystals grown by the Czochralski technique.
The optical absorption measurements show the 250 nm absorp-
tion band due to cadmium incorporation in KBr, which confirms
the chemical decomposition of CdBr,. Preliminary PL measure-
ments demonstrate that the mechanism of creation of Br3~
centers is dominant in a higher concentration of doping. These
results must be verified by EPR measurements and PL analysis at
low temperature. Regarding the X-ray diffraction spectra, the
appearance of new diffraction peaks different from KBr, CdBr; has
been demonstrated. This feature confirms the formation of
crystallites of cadmium.

Acknowledgments

This work has been supported by the Crystal Growth
Laboratory of Auténoma University (Spain) and the Laboratory

of Crystallography of Mentouri-Constantine University (Algeria).
One of the authors (J.L. Plaza) acknowledges the Ministerio de
Educacion y Ciencia for funding under a Ramon y Cajal Project.
This work was also partially supported by the following Projects:
ESP2006-09935, Spanish “Ministerio de Educacién y Ciencia”;
S-0505/MAT-0279, Spanish “Comunidad de Madrid”; FP7-SEC-
2007-01, European Commission, and Contract number 14240/00/
NL/SH, European Space Agency.

References

[1] S.S. Novosad, B.A. Belikovich, R.O. Kovalyuk, Abstract International Con-
ference on Luminescence, Moscow, FIAN (1994) 233 pp.
[2] H. Naoe, K. Kan’no, Y. Nakai, J. Phys. Soc. Jpn. 42 (1977) 1609.
[3] H. Matsumoto, H. Nakagawa, H. Kuwabara, J. Phys. Soc. Jpn. 44 (1978) 957.
[4] S.A. Payne, D.S. Mc Clure, J. Phys. Chem. 88 (1984) 1379.
[5] H.D. Megaw, in: Crystal Structures, W.B. Saunders, Philadelphia, 1973 p. 96.
[6] M. Kitaura, H. Nakagawa, J. Lumin. 66 & 67 (1995) 438.
[7] C. Kittel, in: Introduction a la physique de I'état solide, BORDAS, Paris, 1971.
[8] S.C. Jain, S. Radhakrishna, Phys. Rev. 172 (1968) 972.
[9] J. Rolfe, Phys. Rev. Lett. 1 (1958) 56.
[10] Giinter Glimmer, Z. Phys. 215 (1968) 256.
[11] F. Zehani, M. Sebais, Cryst. Res. Technol. 42 (11) (2007) 1123.
[12] J. Rolfe, F.R. Lipsett, W ]. King, Phys. Rev. 123 (1961) 447.
[13] M. Ikezawa, ]. Rolfe, J. Chem. Phys. 58 (1973) 2024.
[14] C. Andraud, F. Pelle, J.P. Denis, O. Pilla, B. Blanzat, J. Phys. Condens. Matter 1
(1989) 1511.
[15] P.C. Mehendru, S. Radhakrishna, J. Phys. C: Solid State Phys. 2 (1969) 796.



