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In the paper, thermally stimulated currents (TSCs) in disordered solids
due to step sample heating are investigated theoretically. The Gobrecht-
Hofmann method of TSC analysis is extended to the case of meaningful
carrier retrapping. Two kinds of experiments concerning TSCs measured in
samples with either coplanar or sandwich electrodes are considered. The main
factor limiting TSC is then, respectively, either carrier recombination assumed
to be monomolecular or bimolecular, or carrier neutralization on the collecting
electrode. In all the cases simple formulas are given, which make possible to
determine the energetic distribution of traps from the dependence of released
charge on activation energy of the initial TSC rise during sequential heating
cycles. Their accuracy is estimated by analysing TSC curves, calculated
numerically for exponential trap distribution.

Key words: thermally stimulated currents, step heating, carrier trapping,
carrier recombination, multiple-trapping model, amorphous solids.

The TSC experiments consist in photogenerating of excess charge carriers in a
sample cooled to a low temperature, and registering current flowing in measuring circuit
in course of subsequent sample heating. The resulting TSC is due to carrier release from
trapping states of investigated solid and yields information about their energy
distribution and/or density. Two kinds of experiments can be distinguished: (1) Sample
with coplanar electrodes is illuminated by weakly absorbed light. TSC is then
determined by carrier trapping/detrapping and recombination (‘TSC recombination
peak’, TSCRP). (2) Sample having sandwich electrodes is excited by strongly absorbed
light. In this case TSC is due to one-sign carrier transport and neutralization on
collecting electrode (‘TSC transport peak’, TSCTP).

In majority of TSC measurements the sample is heated with a constant rate after the
end of excitation. Sometimes, more complex heating schemes are utilized. One of them
is the step heating, when the sample is linearly heated to some temperature, rapidly
cooled to initial temperature, heated to higher temperature, and so on (cf. Fig. 1). Such
TSC measurements were performed for many disordered solids, e.g., amorphous
hydrogenated silicon [1-3] and photoconducting polymers [4-8]. However, the
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Fig. 1. Time dependence of the sample temperature in the case of step heating

corresponding theory is still incomplete. In principle all the methods of analysis of TSCs
registered at fractional heating (see [9], p. 172—177) should be also applicable to the case
of step heating. In these methods, however, carrier retrapping is ignored, which limits
their usefulness and may yield incorrect results. More detailed descriptions of TSCs at
step heating, including carrier retrapping, concerned mainly the initial TSC rise [10—13].

In this paper, we present the extension of the Gobrecht-Hofmann method to the
case of meaningful carrier retrapping. The method was primarily used for analysis of
thermally stimulated luminescence at fractional heating [14], and subsequently adopted
for analysis of thermostimulated currents, e.g., [7-9]. It consists in determination of the
energetic distribution of traps from the dependence of released charge on activation
energy of the initial TSC rise, during sequential heating cycles. Both TSCRPs,
corresponding to monomolecular and bimolecular carrier recombination, as well as
TSCTPs are considered. The analytical results are compared with the numerical ones,
obtained for exponential trap distribution.

The present study is based on earlier descriptions of TSCRPs [15] and TSCTPs
[16] in disordered materials. Although they concerned linear sample heating, the
obtained results should apply after slight changes for other heating schemes. The validity
of the multiple-trapping model and the existence of continuous distribution of trapping
states in the energy gap were assumed. The main simplifying assumptions were: (1)
negligibly small trap occupancy, and (2) strongly non-equilibrium distribution of trapped
carriers. The second assumption is adequate, if the trap density varies slowly in energy
gap compared to the Boltzmann factor.

According to [15-16], the intensities of TSCRP and TSCTP can be expressed as

do [80 (1 )]

()= =L, (1)

Here, t is the time variable, Q(...) is the collected charge, and gy(t) is the demarcation
energy level, defined implicitly by the equation
t '
o d =1, 2)

'([Tr [80 (t)’t']

where

T, (8,1)=L6Xp|: & } (3)

Vo KT (t)
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Fig. 2. Dependence of the demarcation energy on the maximum temperature of preceding
heating cycle, calculated from Egs. (2)-(4) (points) for 20 heating cycles, and from
approximate Eqs. (5)—(6) (solid line). v, Ty/p = 10", Ty =100 K

is the mean carrier dwell-time in the traps of depth €, measured from the edge of allowed
band (vo — the frequency factor, k — the Boltzmann constant and T(t) — the sample
temperature).
The time dependence of demarcation energy gy(t) in the case of step heating,
T()=Ty+B(t—t,), t,<t<t,, m=1273,.(t,=0) 4)
(Ty — the initial temperature, - the heating rate), was investigated in [12]. At the onset
of the (m+1)th heating cycle g(t) = g, and dey(t)/dt oc exp[-£,/kT(t)], where the energy
&, = k(c'T, 1), (5)
with
¢ =0,967In(46K v, /B), T =180K, (6)
and T,, = T(t,).The accuracy of Egs. (5)-(6) is illustrated by Fig. 2. From Eq. (1) it
follows that the initial TSC increase has thermally activated character,
I(1) e exp[—sm /kT(t)], t2t,. 7
Therefore, the TSC measurements at step heating enable us to determine the
approximate values of demarcation energy €, = €(t,) and of frequency factor vy.
The formulas for the collected charge Q[gy(t)] were derived in [15-16]. The charge
expresses in terms of the function
o(1)=C, I N, (e)de, € <egy(1)<e, (8)
eo(t)
where C; is the carrier capture coefficient, Ny(¢) is the trap density per energy unit, and
g’ and g are the trap distribution limits. The d(t) function determines the probability
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that the carrier is captured in time unit in the trap of depth & > gy(t) and stays in the trap
up to time t. In what follows, we shall present the formulas for Q(e,) and the resulting
formulas which make possible to determine the trap density. For simplicity, we shall
write here ¢ instead of g,,.
TSCRP, monomolecular recombination
The collected charge is given by
0,
g)=—"T——

0(e) T, (g)+1
(cf. [15]), where Q. is the total collected charge corresponding to the area under TSC
curve and 1R is the mean time of carrier recombination. Making use of Eq. (8) one
obtains:

)

1 Vet Do
%QPHﬂ@ 0 1. (10)
If Q(e) << Q. , Eq. (10) simplifies to

9.
0(s)
Differentiating Eq. (10) over energy one gets:

0, d0(e)
Q2 (g) de
When Q(g) = Q.. , Eq. (12) can be approximated by

1 dO(e)

mqm@pé— - (13)

rRthNt (¢')de'= (11)

1:C,N, (g) =

(12)

TSCRP, bimolecular recombination
The ®(¢) function is interrelated with the collected charge by the formula

€
q)(g):CRnOQR exp{—Q( )} (14)
Q(S) O
(see [15]). Here, Cg is the carrier recombination coefficient, n, is the initial density of
generated carriers, and the charge
_ e ES
Or o
(with e — the elementary charge, L, - the free carrier mobility, E — the electric field
strength, and S — the sample cross-section area, perpendicular to the carrier flow
direction). From Egs. (8) and (14) it follows that

(15)

Ct K ' (. QR _Q(S)
o _!N, (e')de'= Q(S)exp{ 0. | (16)
When Q(g) << Qg , Eq. (16) may be simplified to
Ct i ! ':&
o) N, (g")de' = 00) (17)

By differentiation of Eq. (16) one gets the formula



THERMALLY STIMULATED CURRENTS... 223

d
SN, ()= {HQ_R}XP[_%} (=) (18)
Crrg 0(e)| Of(¢) Or de
which for Q(g) << Qg simplifies to
C dQ(e
LN (g)= Lo 90C) (19)
TSCTP
The collected charge is expressed by
1—exp[ —1,®(¢) |
€)= 20
[16], where
o= 1)
HoE
is the free carrier time-of-flight (d — sample thickness). According to Egs. (8) and (20)
8[
WG [ M (o) = 5 {Q“)}, @)
. 0,
where the function y = F{(x) (0 <x £ 1) is defined as inverse of the function
x = 1ZSR0Y) (23)
y

The properties of the Fy(...) function are discussed in Appendix. According to them, for
Q(g) << Q. Eq. (22) can by approximated by

7,C, j N, (g)de'= QQ(“; 1 (24)
and for Q(g) = Q,, by

TOCtJEN,(s’)ds’EZ{I—?}. (25)
Differentiation of Eq. (22)8gives the formula

__1 | 9(e) |40(e)

1,C,N, (g) = o Fz{ 0. } = (26)

where the function
__9dA(x)
Fy(x)= o (27)

The behaviour of the Fy(...) function is also considered in Appendix. From Eq. (26) the
following approximate formulas result. For Q(g) << Q,,

. Q. d0(z)
WG, (2) = 3 T 28)
and for Q(g) = Q,,
tCN, (8) = — 40(c) (29)
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One should indicate some similarities between formulas describing TSCRP at
monomolecular and bimolecular recombination and TSCTP. Let us consider first initial
behaviour of TSCs, when Q(g) << Q,, or Q(g) << Qg. According to [15-16] the following
relationships hold:

0, = Iyt (30)
(TSCRP, monomolecular recombination),
Iy
Or = o (31
(TSCRP, bimolecular recombination), and
0, =1y, (32)
(TSCTP), where
1, = enynoES (33)

is the current intensity, corresponding to the motion of all generated carriers in the
allowed band. Thus, Egs. (11), (17) and (24) may be rewritten as

Ct K ' '~ 1
ESNt(S )dS :Q(S), (34)
and Egs. (12), (19) and (28) as
G .1 d0(e)
s N, (g)= ) ds (35)

These identities result from the fact that initial increase of TSC is independent of carrier
recombination or neutralization at collecting electrode.

Let us consider now final behaviour of TSCRPs at monomolecular recombination
and TSCTPs, when Q(g) = Q,, . Then, from Eqgs. (13) and (29) the following relationship
results:

N, (5) o« 22E). (36)
t

The relationship implies that carrier retrapping does not influence the final decay of TSC

(cf. [15-16]). Since the Gobrecht-Hofmann method ignores the carrier retrapping, one

can conclude that the method applies solely to TSCRPs at monomolecular recombination

and TSCTPs in the final temperature region.

The given formulas enable us to determine the energetic trap distribution with
accuracy to multiplicative coefficients from the TSC courses measured in entire
temperature region. In the case of TSCRPs the kinetics of carrier recombination must be
known; for bimolecular recombination the knowledge of the value of C/p, is also
necessary (see Eq. (15)). This value may be determined from the dependence of TSCRP
on the initial carrier density, ny.

As already indicated, from the TSC measurements the dependence of the collected
charge after m heating cycles on the corresponding demarcation energy, Q(g,), can be
determined. Two methods of calculating the trap density can be proposed:

(A) The total trap density in the energy region €, < € < & may be found directly
from Egs. (10), (16) and (22) or corresponding approximate equations. The trap density
Ni(en) can be next calculated by numerical differentiation of the total trap density.

(B) The trap density Ny(e,,) may be calculated from Egs. (12), (18) and (26). In
these equations, the charge derivatives must be approximated by finite differences, viz.

Y
d
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de | Ag,
where
AQm = Q(Sm)_Q(am—l)7 Agm =&, ~ &y (38)

One can expect that both methods have similar accuracy.

In order to check the accuracy of given formulas we performed the numerical
calculations of TSCs and the collected charge at step sample heating. In the cases of
TSCRPs at monomolecular recombination and TSCTPs the Monte Carlo method has
been utilized, whereas in the case of TSCRPs at bimolecular recombination the finite-
differences method has been used. The numerical methods were similar to those
described in our earlier papers, e.g., [16-18]. As the model trap distribution the
exponential one,

0

N, ()= 2 exp(—g = j 5 =0, (39)
kT, kT,

has been chosen. Here, N, denotes the total trap density, and the characteristic

temperature T determines the rate of trap density decay in the energy gap.

In Fig. 3-8 the numerical and analytical results (marked respectively by points and
continuous lines) are compared. Fig. 3 a, b show the TSCRP curves at monomolecular
recombination in semi-logarithmic scale plotted versus To/T for two values of the
characteristic temperature, Tc/To=3 and  Tc/T¢=5, respectively. The calculation
parameter T, = 1/CNj, . The numbers on the plots refer to given heating cycles. Only the
results corresponding to even cycles are shown. Fig. 4 a, b present in semi-logarithmic
scale the derivative of collected charge over energy and the collected charge,
respectively, for the Tc/T¢=5 value. Figs. 5-6 and 7-8 show analogous results,
concerning respectively to TSCRPs at bimolecular recombination and TSCTPs.

As can be seen, there exists rather good agreement between numerical and
analytical results. The initial TSC rise is somewhat slower than predicted by Eq. (7).
This may cause some error in determination of demarcation energy €, probably not
exceeding 10%. As expected, the accuracy of analytical results improves with the
increasing value of characteristic temperature Tc. It should be stressed that the courses of
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Fig. 3. Normalized TSCRP curves, corresponding to the monomolecular recombinetion and
the exponential trap distribution. The parameters: #p/T, =10"% (a), 10" (b);
TP/ To=3x10"" v To/p = 10'%; &%kTy=30; To/Ty =3 (a), 5 (b)
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Fig. 4. Dependence of the energy derivative of collected charge (a) and of the collected charge

(b) on the demarcation energy for the TSCRP at monomolecular recombination. The
calculation parameters are as in Fig. 3, b

dQ(e)/de differ significantly from the course of trap density Ny(¢), i.e., the relationship
(36) does not hold in entire energy region.

Fig. 9 presents the comparison of the trap distributions (points), determined from
the computed numerically TSCs by the B method, with the input distributions
(continuous lines). In calculations the exact values of demarcation energy ¢, (cf. Fig. 2)
have been used. For the present results, the relative error in determination of trap density
is significant, particularly in the lower energy region and for smaller values of the T¢/Ty
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Fig. 5. Normalized TSCRP curves, corresponding to the bimolecular recombination and the
exponential trap distribution. tf3/T, = 102 (), 101 (b); CrnoTo/p = 5x10% other
parameters as in Fig. 3
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Fig. 6. Dependence of the energy derivative of collected charge (a) and of the collected charge
(b) on the demarcation energy for the TSCRP at bimolecular recombination. The
calculation parameters are as in Fig. 5, b

ratio, and amounts to 300%. However, since the trap densities vary with energy over
several orders of magnitude, such accuracy seems to be acceptable. In practice, the error
could be somewhat larger, due to uncertainty in determination of the demarcation
energy.

In conclusion, the proposed methods of analysis of TSCs measured at step sample
heating have reasonable accuracy and could be useful in experimental practice. The
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Fig. 7. Normalized TSCTP curves, corresponding to the exponential trap distribution.
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(b) on the demarcation energy for the TSCTP. The calculation parameters are as in
Fig. 7, b

analogous methods should also apply to the TSCs registered at fractional heating. This
will be the subject of future paper.
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Fig. 9. The output trap distributions, calculated from the TSCRPs at monomolecular (+) and
bimolecular (x) recombination and TSCTPs (e), compared with the input distributions
(solid lines). The parameters for the plots (¢) and (b) are the same as for the
corresponding plots in Figs. 3, 5, and 7

The function y=F(x) is the inverse of the function (23). For y>>1 the exponential
function in Eq. (23) may be omitted, which gives
x=1/y, (A1)
and
Fl(x)zl/x, x<<l1. (A2)
For y<<I the exponential function in Eq. (23) can be approximated by three initial terms
of its expansion into power series, which results in

xz=l-y/2, (A3)
and
Fl(x)EZ(l—x), x=1. (A4)
The F»(x) function is defined by Eq. (27). From Egs. (A2) and (A4) it follows that
F,(x)z1/x*, x<<l, (AS)
F, (x)§2, x=1. (A6)

The plots of the Fy(...) and F,(...) functions are shown in Fig. Al.
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TEPMOCTUMYJIbOBAHI CTPYMH Y HEBITIOPAJAKOBAHUX TBEPJIUX
TIJIAX, IO BUHUKAIOTBH III1 YAC IIOKPOKOBOI'O HAT'PIBAHHSA

B. Tomamesny, I1. I'purienns

Biooin sieuwy y ¢hizuyi i enexmponiyi
T'oancekuii mexunonoeiunuil ynisepcumem
eyn. I.Hapymosiua 11/12, PL-80952 I'0ancwvk, Pecnybnixa Ionvwa

Teopernuno nocmimpkeHo TepMmocTuMynnboBaHi ctpymu (TCC) B HeBHOPSIKOBAaHUX
TBEPIUX TiNaX, MO0 BUHUKAIOTH IIiJ{ 9aC MOKPOKOBOTO HarpiBaHHS. PO3BHHYTO MeTO[
To6pexta—T"odmana i BUNaKy nepe3axoruieHHst HociiB. [IpoaHanizoBaHO pe3yibTaTh
eKkcrepuMeHTaNEHUX BuMipioBaHb TCC i 3pa3kiB 3 KOMIUIAHAPHUMH CJICKTPOJIAMH Ta
€JICKTPOIaMU THUMY ,,CaHABIY”. 3’sCOBaHO, MO TOJOBHUM YHHHUKOM, SIKUA OOMEKye
TCC, e, BiamoBimHO, pekoMOiHamis HOCIiB (MOHO- 4m OiMomekyisapHa) abo ix
HeWTpaizaiisg Ha exekTpoi. it 060X BHITAIKIB OTPUMAHO CIiBBiTHOIIEHHS, IO JAIOTh
3MOTY BHM3HAUHTH EHEPreTHYHHHA BHECOK macTok y pas3i mocwienHs TCC mig dgac
MOCHIOBHUX IWKJIB HarpiBaHHSA. JIOCTOBIpHICTh OTPHUMAaHUX  CIIiBBiJHOIIEHBL
omiHoBanM Ha miacraBi aHamizy TCC KpHBHX, pPO3paxOBaHUX ISl €KCHOHEHIIIHHOTO
BHECKY MaCTOK.

Knouosi cnosa: TepMOCTUMYIIEOBaHI CTPYMH, TIOKPOKOBE HArpiBaHHS, 3aXOIUICHHS
HOCIiB, peKOMOIHAIlisl HOCIB, OaraTomacTkoBa MOJAEIb, aMOPQHI Tiia.
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