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Irradiation-produced defects in ionic crystals (e.g., vacancies and
interstitials) usually bear a charge that manifests itself in optical
and luminescence properties even at very low concentrations
of defects. On the other hand, the Coulomb interaction of
charged defects essentially accelerates their recombination,
thus diminishing the limiting (stationary) density of defects
accumulated under irradiation. The complicated problem of the
accumulation of charged defects limited by their recombination has
been solved in the present work via numerical statistical modeling.
The limiting level of the defect density was obtained as a function
of the irradiation intensity. The theoretical results are compared
with the traditional idea of the quadratic recombination. It was
found that the latter is valid only for a very low concentration
of defects (i.e. for a low irradiation intensity) and essentially
overestimates the limiting value of the concentration under a
strong irradiation. The kinetics of approaching the stationary
regime obtained via the numerical statistical modeling is described
in a broad dose-rate range in terms of an independent variable
comprising the irradiation duration and the dose.

1. Introduction

Irradiation-produced defects in ionic crystals (e.g.,
vacancies and interstitials) usually bear a charge.
Localized charges associated with defects manifest
themselves in optical and luminescence properties even
at a very low concentration [1—7|. Charged defects
diminish the crystal transparency not only through
the creation of color centers (e.g., F-centers). The
crystal transparency region is narrowed from the side
of high frequencies due to an additional absorption
related to discrete excitonic levels lying below the band
bottom (see, e.g., [1, 6]). Such localized excitons are
strongly attracted, due to their large polarizability, by
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a charged defect resulting in the localization depth of
about 1 eV [6]. This is the characteristic red shift
of the high-frequency boundary of the transparency
region.

Less known is the influence of localized charges on
the excitonic luminescence through the interception of
excitons, which shifts the luminescence spectrum to the
red side and simultaneously enhances the luminescence
of excitons via blocking their nonradiative relaxation
channels [2—4]. In the case of doped crystals, the
localization of excitons near charges diminishes their
contribution to the dopant luminescence [4, 5|. Such
manifestations of charged defects, due to a strong
polarization attraction of excitons, become noticeable
even at a low concentration of charges (~ 10~* mol.%)
[2—4,6]. Hence, of interest is the formation of charged
defects in a broad interval of their concentration
covering several orders of magnitude.

Irradiation-produced defects in ionic crystals, in
view of a high sensitivity of optical and luminescence
properties to the presence of localized charges, make
up a serious difficulty of the scintillation method
broadly used in physical researches and facilities. From
the applied standpoint of the radiation damage of
scintillation crystals, the irradiation-produced defects
are extensively studied experimentally. Their influence
on the scintillation properties and the possibilities
to enhance the radiation stability of scintillators
are discussed at all conferences concerned with the
scintillation methods and technique (see, e.g., [8]).

However, such an area of research is not always
based on the adequate statement of the problem.
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The manifestations of radiation defects are examined
mostly versus irradiation dose, the effect of the
irradiation intensity being considered as less important.
This means that photoproduced defects are assumed
to be accumulated linearly in dose without a
noticeable recombination. However, the experimental
dose dependences of the crystal transparency or
the luminescence yield indicate the tendency to
the saturation of the density of defects caused by
their recombination. Nevertheless, up to now, the
recombination of localized charged defects has not been
adequately analyzed because of a highly complicated
character of recombination. The recombination process
involves the hopping of localized charges accelerated by
the random fluctuation field of all charges (equal on the
average to zero), as well as the attraction of opposite-
sign charges against the background of their diffusion
motion. Solving such a problem analytically is hampered
by serious mathematical difficulties.

In the present work, the problem of the accumulation
of charged defects limited by their recombination is
numerically solved via statistical modeling. The long-
range Coulomb interaction of charged defects, strongly
influencing their recombination and the saturation
level of the charge density, is rigorously taken into
account. The method of numerical statistical modeling
is described in Sec. 2, and the calculation results are
presented in the subsequent sections.

2. Numerical Statistical Modeling of the
Defect Production and Recombination

The statistical modeling is carried out in the following
way. Point lattice defects with positive and negative
charges are created with equal probabilities at random
points of the simple cubic lattice (the lattice type is
of no importance, so far the average distance between
defects is very large as compared to the lattice period
a). Defects move via hopping over lattice sites, their
coordinates being multiple of a. In the absence of electric
field, any defect hops from its site to an adjacent site
along the x, y, z-axes with a rate 1/79 and passes with
equal probabilities to one of the six nearest sites. Such
a diffusion motion of defects is characterized by the
diffusion coefficient

DO :a2/27'0. (1)

The values of 79 and D related to opposite-sign
defects are the same (the calculation results can be
extended to the opposite limiting case where all the
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charges of a chosen sign are immovable, via multiplying
T0 by 2)

The total density of both-sign charges, n, is defined
as the averaged number of defects per unit cell of the
volume a3.

For every charge positioned at the site r, the applied
electric field F(r) is calculated by summing over all the

rest of charges placed at sites r’ [10]:

:Ze(2+s) r —r @)

3e |r’ —r|3.

F(r)

-
The calculations are carried out with the use of a
base crystal in the form of a cube with edge length
La. The infinite space used in the summation in (2)
is reproduced via the periodic extension of the base
crystal (it was numerically checked that the period L
does not influence the calculation results in the region
L>15n""/3). In order to reduce the fluctuations of the
statistical modeling, it was carried out for the base
crystal consisting of more than 4000 sites.

In the applied field F, every charge hops
independently in the equivalent x, y, z directions with
a probability dependent on F. This dependence can
be specified irrespective of the nature of charges and
potential wells, where they are localized (the charge can
be self-trapped or trapped in a well existing irrespective
of its population). For definiteness, the consideration
is carried out in the latter case for charges attached
to ions (e.g., for charged vacancies and interstitials in
an ionic crystal). The temperature T' is assumed to be
much greater than the phonon energy, and the hopping
of a heavy ion occurs classically above the potential
barrier (the tunneling of heavy ions is neglected). The
probability for an ion to hop from the site r to the
equivalent adjacent site r+a is

U (uo) — 6Fllo> )

Pyop (r — r + a) = const exp (— T

where U(u) is the lattice potential in the absence of a
field as a function of the shift, u, of the hopping ion
from its site, and the shift ug = a/2 corresponds to the
maximum of the potential barrier.

The hopping probability (3) per unit time can be
rewritten as a function of the electric field intensity

1 F
Phap (> 2) = - exp (7). W
where 1/7¢ is the rate of hopping along each of three
Cartesian axes in the absence of an electric field.

Equation (4) agrees with the relevant existing notion.
In the case of a weak field F, Eq. (4) describes the
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drift motion with a velocity proportional to F and the
mobility connected with the diffusion coefficient (1) by
the Einstein relation.

For an arbitrary field intensity F, Eq. (4) meets the
principle of detailed equilibrium:

eFa

Poop (r+a—1) = Pyop (r — r+a)exp (_T) . (5)

(the charge potentials at the sites r and r+a differ
by eFa). This confirms that relation (4) is of general
character and is valid irrespective of the nature of
charges. But the constant multiplier 7, in Eq. (4)
can vary, depending on the specific crystal and the
nature of charges, within many orders of magnitude (this
dependence is beyond the present consideration).

The random motion of charges with the hopping
probability (4) in field (2) was statistically reproduced
resulting in what follows.

3. Calculation Results. Saturation Level of the
Density of Defects as a Function of
Irradiation Intensity

The process of the accumulation of charged defects
with allowance for their recombination was numerically
modeled at room temperature (T = 293 K) at typical
values of parameters ¢ = 0.5 nm and ¢ = 6.3. It was
assumed that every defect bears the electron charge with
a randomly chosen sign. The modeling was carried out
at a fixed irradiation intensity (the dose rate).

Prior to presenting the calculation results, a physical
scale of irradiation doses should be introduced. Let D be
the irradiation dose in units of rad. In the region of small
doses, where the recombination is inessential, the density
of photoproduced defects n is equal to nD, where 7 is
the number of defects per unit cell produced by a dose
of 1 rad. For estimations, one can put n = 10~?, which
corresponds to the irradiation energy of 50 eV required
to create a pair of defects. In the region of large doses,
where the dose dependence of n achieves saturation, the
saturation value of n is a function of nRp1o, where Rp
is the dose rate in units of rad/s.

These scales of doses are inherent in the
elementary kinetic equation written within the quadratic
recombination law:
dn 9 . o
0= nRpto — Kn* (for quadratic recombination).(6)
This will be used to compare the results of the statistical
modeling with the traditional notion of quadratic
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Fig. 1. Density of defects achieved after the long-term irradiation
(saturation value) as a function of the dose rate in units
rad/7o(dose absorbed per time 7(). The dashed line shows the
dose-rate dependence of the defect density according to the

traditional notion of quadratic recombination law

recombination law. According to Eq. (6), the saturation
value of the defect density is

K

Fig. 1 presents the saturation value of the density of
defects, ngat, as a function of the dose rate Rp multiplied
by n7o (n = 107Y). For comparison, the dashed line
shows this dependence (ng,; ~ R}D/Q) within the usual
notion of quadratic recombination law. As seen from
the figure, the usual notion is applicable at a low
density of defects (less than 10~ defects per unit cell,
which corresponds to the mean distance exceeding 50
lattice periods). At such distances between charges,
the Coulomb interaction becomes inessential, and the
statistically independent motion of defects over the
lattice is accompanied by a quadratic recombination
process. At higher densities, the Coulomb attraction
of opposite-sign charges accelerates their recombination
essentially, and the factual dependence of ng,; on the
dose rate deviates from (7) towards the side of low
values. At large dose rates Rp, nsa; almost ceases
to grow with Rp (such a phenomenon was observed
experimentally [9,11].

nRpto Yz
Ngat = ( ) (for quadratic recombination). (7)

1387



M.E. GLOBUS, B.V. GRINYOV, A.M. RATNER, M.A. RATNER

1.2

D
S TR

0.9
0.8
0.7
0.6
05
04
0.3

0.2

NUNBER OF CHARGES IN UNITS OF SATURATION VALUE

01

0 50 100 150 200 250 300

u=DOSE[krad]" **(TIME/;)>*
Fig. 2. Kinetics of the defect density expressed in units of its
saturation value (shown in Fig. 1) at different values of the
dose rate (in units krad/79): 1073 (crosses), 100 (triangles), 103
(thombs), 10* (squares). The solid line shows the approximation
curve (8) at ug = 43. On the abscissa axis, variable (9) comprising
dose and time is plotted

4. Kinetics of Accumulation of Radiation
Defects after Switching on Irradiation

The analysis of the calculation results shows that the
defect density kinetics after switching on the irradiation
can be presented in the following way:

L:l—exp (_u) (8)
Nsat Uo

Here, ng,t is the saturation value of the density of defects
shown in Fig. 1, and

u DO (’5> o)

7o
is a variable comprising the irradiation duration ¢ and
dose D expressed in krad.

Fig. 2 presents the density of defects, calculated at
different fixed dose rates, versus the variable u. The
solid line shows approximation (8) with a value ug = 43
related to the set of parameters given at the beginning
of Sec. 3.

As seen from Fig. 2, the calculated kinetics of the
defect density related to dose rates differing within 7
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orders of magnitude is described by the approximation
curve (8). This means that the degree of approaching
the stationary regime with n = ng,; depends on the dose
and irradiation duration almost in the same degree.
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OBME>KEHE PEKOMBIHAIIEIO HAKOIIMYEHHA
JE®EKTIB ¥V IOHHIX KPUMCTAJIAX
T11J1 OITPOMIHIOBAHHAM

M.€. I'nobyc, B.B. I'punvos, A.M. Pamnep, M.A. Pammnep
PeszmowMme

DoroinaykoBasi JedekTr B I0HHMX KpucTajgax (HalpuKIaz, Ba-
KaHCIT Ta MI>KBY3JIOBUHHI &TOMHM) 3BHYA{HO HECYTb 3apsijl, 110 IPO-
SIBJISETHCS B ONTUYHUX BJIACTUBOCTAX Ta JIIOMIHECIIEHIl HaBiTH
npu ayKe HU3bKiN KoHIeHTpamil medekTis. 3 iHmoro Goky, Ky-
JIOHIBCbKa B3a€MOJisl 3apsyKeHUX TedeKTiB CYTTEBO IPUCKOPIOE
IX peKoMOIHAILo, IO 3HMKYE MAaKCHMAJIbHY (CTaliOHAPHY) IIiIb-
HICTBb JedeKTiB, HAKOIMIYBAHUX MiJ onpoMiHoBanHaM. CKitagHy
3a/1a4y PO HAKOIMYEHHS 3apsiPKeHNX J1e(DEKTIB, OOMeKeHe X pe-
KOMOiHAaIli€l0, B I1iif poOOTI PO3B’A3aHO IIJIXOM YUCEIBHOI'O CTATH-
cTUYIHOro MojesoBanus. CraionapHa MiJIbHICTD 1eeKTiB 3Hal-
neHa siK PYHKIlisl IHTEeHCUBHOCTI ONpOMiHIOBaHHs. Pe3ynbraTu 06-
YUCJIEHDb IOPIBHEHO 3 TPAAULIHHUM yABJIEHHAM IIPO MIBHIKICTH pe-
KOMOiHAaIlil, sTka KBaJpaTUYHO 3aJI€KUTh BiJ IiIbHOCTI gedeKTiB.
IlokazaHo, 4TO TpauIliliHe ySBJIEHHS aJIeKBaTHE TiJIbKU IIPH J1y2Ke
HU3bKiil KoHIeHTpamnii gedekTis (To6TO Mpu BiANOBIAHO HU3BKIMH
IHTEHCUBHOCT] OIPOMIHIOBAHHS), & JJIsi YMOB IHTEHCHBHIIIO-
O OIPOMIiHIOBaHHSI JA€ ICTOTHO 3aBHUIIIEHE 3HAYEHHSI CTAI[lOHAPHOL
mistbHOCTI jlecpexTiB. KineTnka Hab/IM»KEHHS 10 CTAIliIOHAPHOTO pe-
KHMY, PO3PAxXOBaHa MIJISIXOM YUCEJBHOIO CTATUCTUYIHOIO MOJIEJIIO-
BaHHsI, ONMCAHA B IIMPOKOMY WHTEPBaJli IHTEHCUBHOCTEN 3 BUKO-
PUCTaHHSIM HEe3aJIe?KHOI 3MiHHOI, II[0 BPAXOBY€E /103y 1 4ac Ompomi-
HIOBAHHS y BUIVISIJ JIESIKOl 1X KOMOiHAILT.
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