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Charge Carriers Transport Mechanism in a-TNF Thin Layers

I. M. Kashirskiy

Department of General Physics
Peoples’ Friendship University of Russia
Mikluho-Macklaya str., 6, Moscow, 117198, Russia

The development of modern photocopying machines, the search for cheap, efficient and
reliable solar cells, the search for new conducting materials and molecular storage systems
has motivated experimental and theoretical work on organic materials such as molecular
crystals, polymers and low-dimensional organic compounds. The organic electron acceptor
2,4, 7-trinitro-fluorenone is used as sensitizer of photosensitive polymers, to extend the spectral
range of their photosensitivity through the formation of charge-transfer complexes. Also,
the thin films of TNF, depending on conditions of samples preparation, can be obtained in
amorphous, polycrystalline and crystalline forms and, therefore, this material can be useful to
investigate the effect of structure of organic materials on their electrical and photoelectrical
properties.

The effect of trapping centres on the conductivity of amorphous 2,4,7-Trinitro-Nine-Fluo-
renone (a-TNF) is investigated by Space Charge Limited Current (SCLC), Thermally Stim-
ulated Currents (TSC, TSD) and Transient photoconductivity methods. It is found that
electron traps in a-TNF have a smoothly varying distribution centered at about E: =
0.29 4+ 0.04 eV with a dispersion parameter ¢ = 0.11 £ 0.02 eV. The true activation en-
ergy at room temperature is F, = 0.45 + 0.03 eV. The zero-field extrapolated activation
energy is Fa,, = 0.65 + 0.02 eV. It was suggested that the transport of charge carriers in
a-TNF is controlled by traps. Concentration of traps and drift mobility of electrons were
evaluated.

Key words and phrases: amorphous solids, electronic transport, charge traps, tran-
sient photoconductivity, space charge, thermally stimulated current, activation energy.

1. Introduction

The amorphous organic electron acceptor 2,4,7-Trinitro-9-Fluorenone (a-TNF) is
an aromatic solid whose electronic property enables it to be a candidate in a wide areas
of application; as a photoconductor [1], as a transport layer for electrons in multilayer
photoreceivers [2, 3], as sensitizer of polymers which form charge-transfer complexes
with it [4,5].

The reported data provide important information on electronic properties of a-TNF
layers but it is still incomplete and insufficient to understand the electronic transport
in amorphous TNF and the effect of electron trapping centres on the conductivity of
a-TNF.

This work is devoted to studying the Space Charge Limited Current (SCLC), the
Thermally Stimulated Currents (TSC, TSD), and the transient photoconductivity in
a-TNF.

2. Results and Discussion

In SCLC experiments it was found that regardless of electrodes materials the elec-
tric current through the thin films of a-TNF was the non-linear function of the electric
field across a sample. The typical current-voltage characteristic (CVC) of a sandwich-
type amorphous TNF sample plotted in log-log scale is shown in Fig. 1 (curve 1).
The dots in this graph denote the experimental results and the solid line is the
computer simulation of a CVC. As it can be seen at low injecting level, the space
charge limited current shows a quadratic dependence on the applied voltage and su-
perquadratic, at higher injecting levels. The dependence of the slope of the CVC is
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given by n = d(IgJ)/d(lgV) and shown in Fig. 1 (curve 2). The quadratic depen-
dence of the current density J on applied voltage V in thin films of a-TNF shows the
realization of SCLC conditions in our experiments. The observed dependence of the
slope of the CVC on the applied voltage cannot be explained on the assumption of
the discrete or exponential distribution of charge trapping states in a-TNF samples.
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Figure 1. CVC of the Al-a-TNF-Al type sample, sample thickness d = 8um.
Solid line (curve 1) is the calculated curve approximating the experimental
points. Curve 2 is n = f(V)
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Figure 2. Temperature dependence of SCLC with voltage as variable
parameter. Curve 1-300 V and curve 2-50 V

Also, contrary to the predictions of theories based on the discrete and exponential
distribution of traps in energy, the observed temperature dependence of SCLC is non-
linear. This dependence with voltage as a variable parameter is shown in Fig. 2, where
curve 1 corresponds to the high injection level (300 V) and curve 2 to the low injection
level (50 V). Such behaviour of SCLC temperature dependence at different injection
levels and, also the non-linear dependence of the slope n of the CVC on applied voltage,
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witnesses in favour of a Gaussian distribution of local trapping states centred in the
forbidden energy gap [6-9]. From the SCLC measurements and computer simulation
on the basis of a Gaussian model the effective density states N, in the conduction
band, the density of trapping states IV; the position of the distribution maximum FE}
and the distribution parameter o were evaluated in a-TNF samples. Values of these
parameters are given in Table 1.

Table 1
Values of parameters

Parameters Methods

SCLC TSC, TSD
N, (em™3) (2 £0.2) x 10%*
N; (cm™3) (1 £0.2) x 1017
E; (eV) 0.29 £+0.04 0.35 +£0.04
o (eV) 0.11 £0.02

The analysis of the shape of CVC and the temperature dependence of SCLC in-
dicate that electric fields used in experiments were insufficient for the complete filling
of trapping states and current through a sample of a-TNF was controlled by charge
traps.

In time-of-flight experiments it is found that the majority charge carriers in samples
of a-TNF are electrons and transient photocurrent pulse shows a dispersive character.

The typical transient photocurrent pulse plotted in log-log scale is shown in Fig. 3
(on the left), where the solid line is the computer simulation on the basis of the theory
of dispersive transport of charge carriers.
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Figure 3. Dependence of the transient photocurrent on time in a-TNF. Solid
line is a calculated curve and dots are experimental results (on the left). TSC
spectrum for a-TNF. Voltage is 30 V. Heating rate is 5°C/min (on the right)

Time corresponding to the change in the slope of the solid line is the transit time
ty-. The drift mobility of electrons in a-TNF was calculated with the use of the
conventional relation p = d/Et;,. (E — the electric field across a sample and d — the
sample thickness). It was found that the drift mobility of electrons in thin films of
a-TNF depends on temperature and on the sweep field. The temperature dependence
of u reveals the activated nature of electron flow. The computed activation energy at
an electric field of 3x 107 V/m is E, = 0.4540.03 eV. The dependence of y on E in the
range of the sweep field used in the experiments is similar to that predicted by Poole-
Frenkel theory. The zero-field extrapolated activation energy is E,, = 0.64 £0.04 eV.
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The trapping states in TSC measurements were filled by applying the voltage
(V =250 V) across the samples at room temperature. After two hours the samples
were rapidly cooled to —70°C. The thermostimulated current was registered at 30 V
across the sample and at steady rate of heating of 5°C/min.

Our study of TSC in a-TNF samples indicates the variation of the thermostimu-
lated current with temperature with a pick value at 50°C (Fig. 3, on the right). The
activation energy, calculated from the initial rise of the heating curve is 0.35+0.04 eV.

3. Conclusion

Electrons are the majority charge carriers in thin films of a-TNF , this fact is proved
by the polarity dependence of transient photocurrent in time-of-flight experiments.
The bulk electronic current is controlled by shallow traps with Gaussian distribution
centred in the forbidden gap at 0.29 4+ 0.04 eV below the conduction level. The fact
that the activation energy obtained in SCLC experiments is less than that obtained in
time-of-flight experiments may support the suggestion that two processes contribute
to Eg0, the thermally activated transport of electrons and the thermal dissociation of
electron-hole pairs into free charges. The effect of the sweep electric field on the value
of E, (Ea < E,,) is due to the modulation of depth of charge traps by electric field,
according to the Poole—Frenkel effect and also, due to the dependence of the activation
energy of photogeneration of charge carriers on the electric field across a sample which
is in a good agreement with the prediction of the theory of photogeneration of charge
carriers in organic semiconductors [10,11]. The activation energy obtained from TSC
measurements is slightly higher than F; calculated from SCLC measurements but it
is still within the range of experimental errors. This may indicate the fact that the
same trapping states control the thermostimulated and space charge limited currents.
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MexanusM nepeHoca HocuTeJieii 3apsg/ja B TOHKUX CJIOSIX
a-TH®

. M. Kammmmpcknii

Kagedpa obuwieti pusuru
Poccutickuti ynusepcumem dpyotcovl 1apodos
ya. Murxayzro-Maxasaa, 6, Mocksa, 117198, Poccus

st pacimupeHusi CIeKTPAJILHON 00J1aCTH (DOTOUYBCTBUTEIHLHOCTH TOJIMMEPOB UCITOIb3Y-
eTcsl HU3KOMOJIEKYJISIPHOE opranudeckoe coeaunenue 2.4,7-rpunurpodiryoperon (TH®), ko-
TOPBIt 0OOpa3yeT CO MHOIMMH TTOJTUMEPaMHU KOMILJIEKCHI C IIePeHOCOM 3apsijia. B 3aBucumocTn
oT ycsoBuii npurorosienus Tonkue niu€Hku THO moryr ObITH IOIydeHBI B aMOPGHOM, IIO-
JIMKPUCTAJIMIECKOM M KPUCTAJIMIECKOM COCTOSIHUSIX, UTO JIEJAET ITO BEIIECTBO YIOOHBIM
JUTsl U3YYEHUSs] BJIUSTHUSI CTPYKTYPBI HA €ro 3JIeKTPOU3NIECKHE CBONCTBA.

B rorkux ciosix amopdroro rpunuTpodiryoperona (a-TH®) obHapy»KeHbBI 1 UCCIIeI0BAHBI
TOKM TepMocTuMympoBanuoi nenossipusanun (TC/I), TepMOCTUMYTUPOBAHHON TTPOBOMMO-
ctu (TCII) u Toxu, orpanuderHble npocrpancTBeHHbIM 3apsiaoM (TOII3). Pesynbrars: ucce-
JIOBaHUsI yKa3bIBAIOT Ha 3JIEKTPOHHYIO TPUPO/Y 9TUX TOKOB. I1o xapakrepy napacranust TCII
¥ BUJY BOJBTAMIEPHBIX XaPAKTEPUCTUK YCTAHOBJIEHO CYIIECTBOBAHME JIOKAJTHM30BAHHDBIX CO-
CTOsTHU#, 00JIa/TAIOIIUX TayCCOBCKUM PACIpeJIeJIEHUEM II0 9HePruu ¢ napamerpamu: E,= 0,29
40,04 5B (nosnoxkenue nenTpa pacnpeesnerust jgosymek) u o= 0,11+0,02 3B (aucnepcnon-
HbIi apamerp). OGHApPY’KEHHBIE MEHTPBI SIBJISIOTCS JIOBYIIKAMEA KAaK JIJIs HEPABHOBECHBIX
HOCUTEJ e 3apsijia, TeHEPUPOBAHHBIX CBETOM, TaK U JIJI WHXKEKTHPOBAHHBIX U3 3JIEKTPOJIOB.
Ha ocroBannu anaiusa pesynbraroB u B coorBercTBum ¢ Teopueit TCI, TCIT u TOII3 omnpe-
JIeJIEHBI OCHOBHBIE TAPAMETPhI IEHTPOB JIOKAJIU3AINH B U3yIE€HHBIX 00pa3Iax: MJIOTHOCTb,
NIyOWHA 3aJIeraHusl, JTUCIEPCUsl SHEPIeTUIECKOro paciipeesenns, 3pdeKTuBHas MJI0THOCTh
COCTOSTHUI Ha YPOBHE ITPOBOJINMOCTH.

ITosytenubre maHHbIE OOCYKIAIOTCS ¢ TOUYKYM 3PEHUST MEXAHM3Ma 30HHOTO IIEPEHOCA HEPaB-
HOBECHBIX HOCHUTEJIEN 3apsijia, KOHTPOJIUPYEMOIO IIEHTPAMU 3aXBaTa.

KuroueBsblie ciioBa: amopdHblie TBEPbIE TEJIA, IEPEHOC JIEKTPOHOB, JIOBYIIIKH 3aPs/I0B,
AMITYJIbCHAsT (POTOMPOBOIMMOCTD, ITPOCTPAHCTBEHHBIN 3apsiji, TEPMOCTUMYJIUPOBAHHBIN TOK,
SHEPIusl aKTUBAIUM.





