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OPTICAL PROPERTIES OF CONDUCTING
POLYMER POLY (O-TOLUIDINE)-DBSA BLENDED
WITH POLYETHYLENE OXIDE

Conducting polymer poly(O-toluidine) (POT) doped with dodecyl benzene sulfonic acid was
prepared by the chemical polymerization with the help of ammonium persulphate (NH/)2S2Os
as an orxidizing agent. This polymer was blended with different weight ratios (0%, 10%, 15%,
25%, 85%, 45%, 50%) of poly(ethylene oxide) (PEO) to produce nano conducting polyblend
POT-DPSA/PEO, prepared by the spin coating method, and deposited on a glass substrate. The
surface morphology was studied by scanning electron microscope. The optical properties of a
prepared film was studied from the absorbance spectra at wavelengths 300-1100 nm. The
analysis of optical measurement data shows the direct transition with the energy gap decreasing
from 2.80 eV to 2.25 €V, as the content of PEO increases from 0% to 50%.
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1. Introduction

Intrinsically conductive polymers (ICPs) have be-
come an efficient alternative to inorganic conduc-
tors in many practical applications in the recent
decade. Polyaniline has been an important member
in the ICP family, owing to its easy preparation,
excellent environmental stability, various forms, in-
terchangeable oxidation states, electrical and optical
properties, and low cost [1-3]. It has various potential
applications in many high-performance devices such
as rechargeable batteries [4], chemical sensors [5],
electrochemical and corrosion devices [6, 7| organic
light emitting diodes (OLEDs) [8], field-effect tran-
sistors (OFETs) [9], and solar cells [10-12]. The com-
mon synthesizing method of conducting polymers is,
namely, the chemical oxidative [13] or electrochem-
ical [14] polymerization. Various chemical oxidizing
agents such as potassium dichromate, potassium io-
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date, hydrogen peroxide, and ferric chloride or ammo-
nium persulphate are used. Several studies have been
done in order to improve the solubility of polyani-
line. Among them, we mention those using func-
tionalized protonic acids as doping, like p-toluene-
sulphonic acid, dodecyl benzene-sulphonic acid [15],
and polystyrene-sulphonic acid [16].

POT polymer is a PANI derivative, which con-
tains the — CHgs group in the orthoposition of the
aniline monomer. Among the ring substituted PANI
derivatives [17], POT has been probably the most
widely studied one. Indeed, the chemical polymer-
ization of (O-toluidine) and its application in so-
lar cells have been studied in [18]. The electropoly-
merization method of (O-toluidine) was studied by
other authors using various electrolytes in vari-
ous concentrations. These works revealed that POTs
have interesting electro-optical properties and can be
used as electrochromic and electronic devices [19],
while the polymerization of POT doped with DBSA
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by the chemical method has not been reported
till now.

Many researches of polymer blends (of two or three
polymers) were done to improve the physical prop-
erties of polymers [9, 20]. One of those polymers is
PEO, which is used to obtain nanofiberous conduct-
ing polymers [21] and is useful for many applica-
tions [22]. In the present work, the synthesis of con-
ducting polymer POT-DBSA was executed by the
chemical polymerization, and the effects of different
wt% PEO on the optical and morphology properties
were studied.

2. Experimental
2.1. Materials

The (O-tolidine) monomer was provided by Fisher
scientific company. Hydrochloric acid (HCl) was pro-
vided by Fluka company. Dodecyl benzene sulfonic
acid (DBSA) and ammonium persulfate (NH4)2S20sg
was provided by Aldrich company. Poly(ethylene ox-
ide) (PEO) was provided by Alpha chemical com-
pany.  Different solvents were used to process
the solution such as chloroform, acetone, ethanol,
and methanol were purchased from Sigma Aldrich
company.

2.2. Preparation of poly(O-toluidine)
doped with dodecyl benzene sulfonic acid
(POT-DBSA)

Poly (O-toluidine) (POT) doped with DBSA was syn-
thesized by the oxidative polymerization of monomers
(O-toluidine) in acidic media with the help of am-
monium persulphate (NH4)2S20g, as an oxidizing
agent. We used a threemeck flask armed with a
thermometer and a stirrer. 2.4 gm of O-toluidine
monomers where dissolved with 4 ml HCI. The so-
lution was stirred for 1 h. Then a weighted (5.4 gm)
DBSA was dissolved with (20.2 ml) HC] and left on
the stirring for 30 min. A weighted (4.3 gm) of ammo-
nium persulphate (NH4)2S,0s, as an oxidizing agent,
was dissolved with (24 ml) HCI and added slowly and
carefully to the flask at the temperature of 0 °C. After
that, the mixture was kept under a continuous stir-
ring for 24 h. The produced greenish—black precipi-
tate was filtered, by using a vacuum pump, washed
with distilled water and methanol, and dried in a vac-
uum oven at 80 °C for 12 h. The resultant was a green
powder (POT-DBSA).
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2.3. Preparation of the polymer
blend (POT-DBSA/PEO)

This polymer POT-DBSA blend (1mg) was dissolved
in 10 ml of chloroform (CHCl3) with the stirring
for 8-9 h. Poly(ethylene oxide) PEO (Mw 200.000)
with different weight ratios (0, 10, 15, 25, 35, 45,
and 50)% was added to a POT-DBSA solution un-
der the stirring for 3 h to produce a nano conduct-
ing polyblend (POT-DPSA/PEQ). These prepared
blends were used to get thin-film samples.

2.4. Preparation of POT-DBSA/PEO films

The thin films of POT-DBSA /PEO were synthesized,
by using the spin coating method (4000 Electronic
Microsystems Model). In this method, the polymer is
dissolved in chloroform, the solution was then spread
on a rotating substrate. When the solvent is evapo-
rated, the thin polymer layer is remained. The thick-
ness of a film depends on the solution viscosity, rota-
tion rate, and spin speed. The glass substrates used
to prepare thin films were cleaned in acetone and
distilled water for 10 min, by using a device Ultra-
sonic Bath. After that, the prepared mixture was de-
posited on a glass substrate at a speed of 1000 rpm
for 20 s. Then the samples were annealed on a hot
plate at 60 °C for 10 min. The thickness of thin
films (60-100 nm) were measured by an ellipsom-
etry spectroscopic unit. The thin films were finally
ready for studying the optical properties, by using
UV-visible spectra (a Spectro SC from Labomed Inc.,
USA) at wavelengths of 300-1100 nm. The structure
morphology was determined by a scanning electron
microscope.

3. Results and Discussion
3.1. Morphology of materials

The scanning electron microscopy (SEM) can be used
to generate the high-resolution images of samples and
to show the spatial variations in a chemical composi-
tion. In the present investigation, the SEM technique
was used to study the surface morphology, compat-
ibility between the polymer blends, and influence of
the amount of PEQO in a blend. The thin film was pre-
pared by the deposition of the polyblend on a glass
substrate. Then the samples were coated with a layer
of gold onto the polymer to be ready for measure-
ments. The SEM graphs of thin POT-DBSA films
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Fig. 1. SEM images of (POT-DBSA/PEO) thin films for all concentrations

with different weight ratios (0%, 10%, 15%, 25%,
35%, 45% , 50%) of PEO are shown in Fig. 1. The
shapes show that the mixing process was success-
ful and the blend is homogeneous. We note that the
increase in the ratio of PEO in the mixture reslts
in shorter and more tangled chains. The films were
uniform, and the examination of their surface mor-
phology did not reveal any presence of pin-holes and
porosity [23].

3.2. Optical characterization

The optical characterization of thin films gives in-
formation about other physical properties, e.g., the
energy band gap and band structure, optically ac-
tive defects, etc. and, therefore, may be of perma-
nent interest for several different applications. Ge-
nerally, the optical band gap (E,) and the absorp-
tion coefficient («) can be evaluated from absorbance
spectra.

ISSN 2071-0186. Ukr. J. Phys. 2018. Vol. 63, No. 3

3.2.1. Electronic transition

The optical data were analyzed with the use of the
classical relation for the near edge optical absorption
in semiconductors

(b = B,
T M

where g is a constant, and E, is defined as the opti-
cal energy band gap between the valence band (VB)
and the conduction band (CB), v is the incident fre-
quency, h is Planck constant, and r is the (1/2, 3/2,
2, and 3) for the direct allowed, direct forbidden, in-
direct allowed, and indirect forbidden transitions, re-
spectively. The type of a transition depends on the
absorption coefficient. When a value is larger than
10* cm™!, the transition is called the direct transi-
tion, where an electron moves from VB to CB with
the different wave vector k, the energy and momen-
tum being conserved. The indirect transition occurs,
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Fig. 2. Absorbance spectra of (POT-DBSA/PEO) thin films
as functions of the wavelength for all concentrations
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Fig. 3. Relationship between the absorption coefficient and
the photon energy for a (POT-DBSA/PEOQ) thin film for all
concentrations

The energy gap in the POT-DBSA /PEO
blend for all concentrations of PEO

Wt% PEO Energy gap
in POT-DBSA/PE0 Eg4, eV
0 2.8
15 2.65
25 2.55
35 2.5
45 2.4
50 2.25

when the value of the absorption coefficient is less
than 10* cm~! and the electrons are transferred from
VB to CB at the same wave vector k. The momen-
tum and energy must be conserved with an assistant
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Fig. 4. (ahv)? versus the photon energy for (POT-DBSA/
PEO) thin films for all concentrations

phonon [24]. The absorption coefficient « in the fun-
damental absorbance region was calculated from the
absorption A for a thin film with thickness ¢. In view
of relation 2, we have [25]

~2.303
ot

The absorbance spectrum as a function of the wave-
length for polyblend POT-DBSA/PEO samples is
shown in Fig. 2. The figure presents two peaks at
400 and 800 nm indicating the presence of bipola-
ronic bands formed due to the doping with dodecyl
benzene sulfonic acid (DBSA) [26]. The result indi-
cates that the location of the absorption band goes

A 2)

«
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toward the short wavelengths, as the fraction of PEO
in the polyblend (POT-DBSA/PEO) increases. Fi-
gure 3 shows the relationship between the absorption
coefficient of a thin film and the photon energy for
different contents of PEO in the polyblend (POT-
DBSA/PEO). The value of the absorption coefficient
plays an important role in the limitation of the type of
a transition. From Fig. 3, the value of a greater than
10* cm~! indicates that we deal with a direct electron
transition. The optical band gap is determined from
the plot (ahv)? as a function of the photon energy, by
using Eq. (1), and is shown in Fig. 4. The energy gap
is obtained, by extrapolating the linear region of the
plot (ahv)? = 0. The band energy gap E, decreases
from 2.8 eV to 2.25 eV, when the PEO content in-
creases from 0% to 50%, as indicated in Table.

4. Conclusion

The conducting polyblend of POT-DBSA/PEO was
prepared for different weight ratios of PEO. The anal-
ysis of the optical measurement data showed the di-
rect transition, where the energy gap decrease from
2.8 eV to 2.25 eV, as the PEO content increases from
0% to 50%. The surface morphology indicates the
structure of DBSA-doped POT.

The authors would like to thank the University of
Basra, College of Science, Department of Physics and
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OIITUYHI BJIACTUBOCTI ITPOBIJHOI'O
ITOJIMEPY HOJII(O-TOJYIINH)-IBCK, 3MIIIIAHOTO
3 OKCHJIOM IIOJIIETUJIEHY

Peszmowme

Iposinauit nonimep nosi(O-romyinun) (IIIT), nerosanmit mo-
et 6ensosnt cynbdonosoo kuciaorow (JIBCK), 6yio npuro-
TOBaHO XIMIYHOIO TIOJIIMEPHU3AIII€I0 3a JOIIOMOIOIO TIepCyJibdara
amonio (NHy)2S20s sax okucmiosaga. Ileit mosimep 3mintysas-
ca 3 nosiokeuoM ermieny (IIBE) B pisuux BaroBux criBsii-
nomenusx (0%, 10%, 15%, 25%, 35%, 45%, 50%) ans orpuma-
HHsI METOJIOM IleHTpudyryBaHHs poBigHol Hanocywmimi ITOT-
JOBCK/IIBE, sixa HaHOCHJacsd Ha HiAKIaAKY 31 ckiaa. Mop-
boJI0rifo MOBEPXHi MOCIIiI?KEHO METO/IOM PACTPOBOI €JIEKTPOH-
HOI Mikpockormil. ONTuYHI BJACTUBOCTI ITIBKM BUBYEHI 3a CIe-
KTpaM¥ [HOIVIMHAHHSA Ha JT0BXUHaX XBUIb 300-1100 HM. Anasmis
OITHUYHUX JIaHUX [TOKA3y€ IIPSIMUI [Tepexisy 31 3MEeHIIIEHHIM 111~
punu 3abopoHenol 3ouu 3 2,80 eB no 2,25 eB npu 36inbmenni
sumicry TIBE Big 0% mo 50%.
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