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Abstract: Polypyrrole (PPy) is one of the most attractive conducting polymers for thin film appli-
cations due to its good electrical conductivity, stability, optical properties, and biocompatibility.
Among the technologies in which PPy has gained prominence are optoelectronics and solar energy
conversion, where transparent electrodes such as fluorine-doped tin oxide (FTO) or indium tin
oxide (ITO) are frequently used. However, FTO substrates have the notable advantage that their
components are widely available in nature, unlike those of ITO. Recognizing the importance that the
FTO/polypyrrole system has gained in various applications, here, we studied for the first time the
nucleation and growth mechanism of electro-synthesized PPy on FTO. Additionally, the effect of the
synthesis potential (0.9, 1.0, 1.1, and 1.2 V vs. Ag/AgCl) on the homogeneity, adhesion, conductivity,
and HOMO energy levels of PPy films was determined. From current-time transients and scanning
electron microscopy, it was found that films synthesized at 0.9 and 1.0 V exhibit 3D growth with
progressive nucleation (as well as lower homogeneity and higher adhesion to FTO). In contrast,
films synthesized at 1.1 and 1.2 V follow 2D growth with instantaneous nucleation. It was also
evident that increasing the polymerization potential leads to polymers with lower conductivity and
more negative HOMO levels (versus vacuum). These findings are relevant to encourage the use of
electro-synthesized PPy in thin film applications that require a high control of material properties.

Keywords: electrosynthesis; polypyrrole; thin films; nucleation and growth; adhesion; electronic
properties

1. Introduction

Since the discovery of intrinsically conductive polymers (ICPs) by Shirakawa et al.
in the 1970s [1], significant efforts have been made to understand the properties of these
materials that combine the characteristics of metals and plastics. Over time, potential appli-
cations have been investigated in several areas where ICPs perform as functional materials,
for example, batteries [2—4], solar cells [5-7], electrochromic devices [8-10], sensors [11-13],
and more recently in photocatalysis and photoelectrochemistry [14—18]. Commonly, the
performance of ICPs is strongly related to their morphology, redox state, and structural
order (chain arrangement and conjugation length) as these parameters influence the sur-
face area, electronic, and optical properties of the polymers [19,20]. An important feature
of these materials is that these properties can be conveniently tuned from the synthesis
conditions, for example, by changing the dopant nature [21], the oxidizing agent [22], intro-
ducing additives to form copolymers [23], modifying the synthesis solvent [24], adjusting
the pH of the precursor solution [25], etc. Precisely, electrochemical polymerization is
known as a very versatile technique to obtain ICPs because it is the one that best allows fine
tuning of polymer properties [26], with the advantage that coatings are obtained directly
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on conductive and semiconductive substrates [27]. In this sense, the understanding of the
electro-polymerization process (nucleation and growth mechanism) is necessary for the
use of these polymers in thin film applications, which require homogeneous coatings with
high thickness control and appropriate electronic properties.

The nucleation and growth of conducting polymers have typically been investigated
by current-time transients or microscopic and spectroscopic measurements. From these
types of studies, it has been accepted that the nucleation and growth mechanism of ICPs
is similar to that of metals, so the theoretical curves of nucleation and growth derived by
Harrison and Thirsk have been frequently used to analyze the electrosynthesis of these
polymers [28,29]. This model considers instantaneous and progressive nucleation, as well
2D and 3D growth, and it can be expressed in terms of dimensionless quantities for poten-
tiostatic polymerizations as shown in Equations (1)-(4). I and t represent current and time,
respectively, and I, and t,, represent the coordinates at the maximum current [30,31]. In in-
stantaneous nucleation, the number of nuclei remains constant during polymerization, and
growth occurs over the initial positions without the formation of new nuclei. Consequently,
in this nucleation, the radii of the nuclei tend to be large, and the surface morphology
is rough. In the case of progressive nucleation, there is a continuous formation of new
nuclei in the course of polymerization. Thus, growth occurs on all types of nuclei, recent
and initially formed, leading to a surface morphology with a tendency to be flatter. In 3D
growth, the rate of nuclei growth is practically equal in the parallel and perpendicular
directions with respect to the electrode surface, whereas in 2D growth, nuclei extend faster
laterally (in the direction parallel to the electrode) until they meet and overlap [29,32].

Three-dimensional (3D) growth and instantaneous nucleation:

<1)2 1.9542{1 — exp[—1.2564(t/ )]} O
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Three-dimensional (3D) growth and progressive nucleation:
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Studies on the electrosynthesis of conducting polymers have shown that the nucle-
ation and growth mechanism of these materials depends on variables such as the type of
monomer, the monomer concentration, the applied potential, the electrode material, etc. For
example, Dian et al. found that the polymerization of selenophene, 3-methylselenophene,
and 3-ethylselenophene follows a 3D growth with progressive nucleation, while the poly-
merization of 3,4-dimethylselenophene presents a 3D growth with instantaneous nucleation
(in all cases, using ClO4~ as dopant and platinum as electrode) [33]. Mandic¢ et al. reported
that the type of nucleation presented in the electrosynthesis on platinum of polyaniline
(PANI) doped with ClO4~ changes with the monomer concentration from 3D growth with
progressive nucleation (0.1 M aniline) to 3D growth with instantaneous nucleation (0.15 M
aniline) [34]. Shustak et al. observed that pyrrole polymerization on stainless steel follows a
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3D growth with instantaneous nucleation, but if stainless steel is modified with n-alkanoic
acid monolayers, the polymerization of pyrrole takes a 3D growth with progressive nu-
cleation (in both cases using tetrafluoroborate as dopant and applying 1.6 V or 1.7 V vs.
Ag/AgBr). When they applied lower potentials, the authors found no differences in the
nucleation and growth mechanism of polypyrrole on both substrates [32].

On the other hand, some authors have reported changes in the nucleation and growth
mechanism during polymerization and/or a combination of two mechanisms at the same
stage (two mechanisms occurring in parallel). For example, in the study of Hwang et al. it
was found that the polymerization of pyrrole on highly oriented, gold-coated pyrolytic
graphite follows a 2D growth with instantaneous nucleation before nuclei overlapping and
a 3D growth with progressive nucleation after nuclei overlapping. However, the authors
observed that a heat treatment of the substrates (250 °C for 10 min) before polymerization
led to 3D growth with progressive nucleation throughout the electrosynthesis due to a
decrease in surface defects [29]. In other study, Hwang et al. synthesized PANI on highly
oriented pyrolytic graphite using SO4%~ as dopant. In this polymerization, a first stage
(before nuclei overlapping) corresponded to a 2D growth with instantaneous nucleation, a
second stage at maximum current (during nuclei overlapping) was associated with a 3D
growth with progressive nucleation, and a last stage (after nuclei overlapping) was related
to a combination between a 2D growth with instantaneous nucleation and a 3D growth
with progressive nucleation [30].

Regarding the electronic properties of ICPs, the HOMO (highest occupied molecular
orbital) and LUMO (lowest unoccupied molecular orbital) energy levels are especially
important for the fabrication of organic electronics [35]. The separation between HOMO
and LUMO defines the band gap of the material (Eg), while the position of the energy
levels versus the vacuum determines the potential of the polymer for some applications.
For instance, the HOMO level is a useful criterion for the design of photoelectrodes [36]
and components in organic and hybrid solar cells [37,38].

The determination of HOMO and LUMO levels in ICPs is usually performed by cyclic
voltammetry (using 0.1 M NBuyPFg in acetonitrile as electrolyte), which is a dynamic
electrochemical technique that allows characterizing the redox (reduction and oxidation)
properties of materials. Equations correlating the electrochemical oxidation and reduc-
tion onset potentials of ICPs with their corresponding HOMO and LUMO energies are
shown below.

EHOMO — —(Eonset ox. +5.1) (eV) ®)

EROMO — _(Eonset red. + 5'1) (eV) (6)

Here, Eopset ox. and Egyset req. are the onset potentials of oxidation and reduction, respec-
tively, vs. the ferrocene (Fc)/ferrocenium (Fc*) redox couple, and 5.1 eV is a correction
factor corresponding to the energy of the Fc/Fc* pair on the Fermi scale [35,39].

Among ICPs, polypyrrole is recognized for its very favorable characteristics, such as
high electrical conductivity, optical properties, chemical stability, and biocompatibility [40].
Therefore, in recent years, this polymer has gained relevance in thin film applications,
including hydrogen production [41], energy storage [42], and solar energy conversion [43],
where transparent conductive electrodes are frequently used. Among these electrodes,
indium tin oxide (ITO) has been broadly used owing to its high transmittance and low
electrical resistance. However, as indium is a limited natural resource on Earth, fluorine-
doped tin oxide (FTO) has become an attractive alternative because of the notable advantage
that its components are widely available in nature [44—46].

Considering that polypyrrole has a functional role in various thin film applications,
it is very fruitful to tune its properties from the electrosynthesis conditions. In this work,
the nucleation and growth mechanism of polypyrrole on FTO substrates was studied by
chronoamperometry experiments. Furthermore, the effect of the polymerization poten-
tial on the adhesion, homogeneity, conductivity, and HOMO levels of the polymer was
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determined. Different mechanisms were found to predominate as a function of the applied
potential, which in turn influenced the adhesion and homogeneity of the films.

2. Materials and Methods
2.1. Materials

The 25 mm x 12.5 mm FTO substrates (Ossila, TEC 8, Sheffield, UK) were initially
cleaned for 3 min using a 10% w/w NaOH (Carlo Erba, >97%, Val de Reuil, France) at
55 °C; subsequently, the substrates were subjected to two sonications in ultrapure water
during 15 min each and using an operating frequency of 42 kHz. Pyrrole (sigma Aldrich,
98%, Steinheim am Albuch, Germany) was distilled under a nitrogen atmosphere using a
heat gun (GHG 180 Bosch, Gerlingen, Germany) with an air flow of 450 L/min at 170 °C.
Acetonitrile (Sigma Aldrich, HPLC grade, Darmstadt, Germany) was stored over molecular
sieves. LiClO4 (Sigma Aldrich, >95% St. Louis, MI, USA) and NBuyPF¢ (Sigma Aldrich,
>99.0%, St. Louis, MI, USA) were used without further purification.

2.2. Electropolymerization Process

Pyrrole polymerizations were carried out at room temperature (~14 °C) in a conven-
tional three-electrode cell using a platinum foil as counter electrode and an Ag/AgCl
(3M NaCl) electrode (MF-2052, BASi, West Lafayette, IN, USA) as reference electrode (RE).
The synthesis solutions (composed of 0.25 M pyrrole and 0.5 M LiClOy in acetonitrile +2%
w/w HyO) were deoxygenated with nitrogen for 10 min before each experiment. Elec-
trochemical polymerizations were carried out on freshly cleaned FTO substrates under
potentiostatic conditions at 0.9, 1.0, 1.1, and 1.2 V vs. RE. The amount of deposited polymer
was controlled by the supplied electric charge. In this system, 0.9 V was very close to the
minimum potential to achieve pyrrole oxidation on FTO (Figure S1). The potentiostat used
in all experiments was an Autolab PGSTAT302N (Utrecht, The Netherlands).

2.3. Characterizations

The morphology of the PPy films was examined by scanning electron microscopy
(SEM) using a TESCAN LYRA3 equipment (Brno—Kohoutovice, Czech Republic) at an
accelerating voltage of 10.0 kV. The RMS roughness of the FTO was measured by atomic
force microscopy using a tapping mode with an Asylum Research MFP-3D-BIO equipment
(Goleta, CA, USA). The adhesion of the polymer films to the FTO substrates was evaluated
in triplicate by a cross-cut tape adhesion test. For this purpose, cross-sections with inter-slit
gaps of approximately 1 mm were made on each PPy film. Then, the tape (ASTM D
3359-B, Elcometer, Manchester, UK) was pressed onto the film and stripped off. UV-Vis
spectra were measured with an Analytik Jena SPECORD 50 PLUS spectrophotometer
(Jena, Germany). HOMO energy levels of the polymer films were determined in triplicate
by cyclic voltammetry in a solution (0.1 M NBuyPFg in acetonitrile) deoxygenated with
nitrogen for 10 min before each test. Here, platinum was used as a counter electrode
and an Ag/AgCl electrode was used as RE. The sheet resistance and conductivity of the
polymer films were measured in triplicate with an Ossila T2001A2 four-point probe system
(Sheffield, UK) using a target current of 100 pA and a voltage increment of 0.05 V.

3. Results and Discussion
3.1. Electrosynthesis of Polypyrrole on FTO

It is known that pyrrole dissolved in an appropriate solvent also containing an elec-
trolyte is oxidized at the interface of a working electrode by applying an anodic potential.
This process involves a sequence of reactions in which each coupling step has to be acti-
vated by two species [47] (detailed discussions about these coupling steps are found in the
literature [47-50]). Regarding the electrochemical stoichiometry, for each mol of reacting
monomer, 2.25 to 2.33 moles of electrons are consumed. Here, two moles of electrons
go to polymerization, while the additional electrons are consumed in the oxidation of
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the polymer and its consequent doping [48]. In this way, the complete reaction can be
expressed as [47]:

(n+2)HPyH — HPy(Py), PyH™)* + 2n+2)H" + 2n+2+nx)e”  (7)

where HPyH is the monomer (pyrrole), and the expression (2n + 2 + nx) e~ can be separated
in (2n + 2) electrons for polymerization and nx electrons for doping. Now, it is important to
mention that the reactivity of the monomeric species is high, but in oligomeric species, the
reactivity decreases drastically. For this reason, in a first step, a radical ion dimerization of
monomeric molecules occurs, but the coupling tendency between charged oligomers and a
monomeric radical cation decreases as a function of the length of the oligomeric chain [47].
This kinetic limitation can be addressed to some extent by adjusting the electrosynthesis
potential, as it has been observed that increasing the oxidation potential results in longer
polymer chains [47,49].

Typical current-time transients obtained in this work during the electrochemical
polymerization of pyrrole at different anodic potentials are shown in Figure 1. Here, each
curve is shown until an electric charge of 37.6 mC/cm? is reached. It is clear that the rate
of polymer deposition changes drastically with oxidation potential, which is reflected in
different times and current densities required to reach the set electric charge. In all the
cases, the transients presented a maximum current, and when the applied potential was
gradually increased from 0.9 to 1.2 V, the value of the maximum current increased and was
reached in a shorter time. This maximum current has been associated with the spread and
collapse (overlapping) of polymeric nuclei regardless of the substrate used [30,40,51] and
also with the existence of a diffusion-controlled process [52]. The inset in Figure 1 shows a
magnification of the curve at 1.0 V in the first 0.5 s of the electrosynthesis. This early stage
is known as induction or incubation time and is characterized by a current peak followed
by a subsequent decay of the current to a minimum with coordinates: ty, Jo. This region
has been attributed to double layer charging and monomer oxidation, and it is commonly
missed in nucleation and growth studies since nuclei formation begins after ty [33,53].

10 <~ 30 1.0V
5
1.2V -y
- g 25 1
- (to.Jo)
1.1V 20 -+ T T
& 16 0.0 0.2 0.4
S Time (s)
<
£ 1.0V
= 44
> 09V
2 4 //
///
Wl I S
1 T T 1 1 1 1

0.0 2.5 5.0 75 10.0 125 150 175
Time (s)

Figure 1. Current-time transients for the electropolymerization of pyrrole on FTO substrates at
different anodic potentials. Synthesis solution (0.25 M pyrrole and 0.5 M LiClOy in acetonitrile
+2% w/w HyO). The inset shows a magnification of the curve at 1.0 V at a very early time in
the electrosynthesis.

The comparison between the experimental transients and theoretical curves was
performed using the parameters t,,* and J,;* shown in Table 1, which were calculated from
tw* =ty — to and J* = | — Jo (correction by the induction stage). The dimensionless
curves obtained are shown in Figure 2A,B for instantaneous/progressive 3D growth and
instantaneous/progressive 2D growth, respectively. It is observed that before reaching
the maximum current, the nucleation and growth mechanism for PPy is affected by the
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potential. Thus, two types of behavior are observed, one for 0.9 V and 1.0 V and the other
for 1.1 V and 1.2 V. After the maximum current, the nucleation and growth mechanism of
PPy on the FTO appears to be the same for all the potentials used in this study.

Table 1. Parameters of the electropolymerization of pyrrole at different anodic potentials obtained
from the curves in Figure 1.

Parameter 09V 1.0V 11V 1.2V
Ji* (A /cm?) 3.107 5.451 7.257 9.220
tm* () 11.92 447 2.00 1.67

to () 0.74 0.15 0.02 0.01

Jo (LA/cm?) 11 23 528 832

(A) 10 (B) 10

0.8 0.8

n, 0.6 0.6
£ 25

~ 04 0.4

0.2 0.2

0.0 0.0

I 1 1 1 1 1 I 1
0.0 0.5 1.0 1.5 2.0 2.5 0.0 0.5 1.0 1.5 2.0 2.5
LV} o ttm

Figure 2. Dimensionless plots of maximum currents (Figure 1) and theoretical curves for instantaneous and for progressive
nucleation with (A) 3D growth and (B) 2D growth during the electrosynthesis of polypyrrole.

From the comparation with the 3D theoretical transients (Figure 2A), it is observed
that the electrosynthesis curves obtained at 0.9 V and 1.0 V follow a 3D growth with
progressive nucleation around the maximum current (in a range that can be stablished
as t/t, > 0.65 and t/t, < 1.5). However, noticeable deviations are found during the
early stage of polymerization and also during the thickening of the films. In the case
of the electrosynthesis curves obtained at 1.1 V and 1.2 V, there was not a good match
with any theoretical 3D curve before the maximum current and also not after t/t,, > 1.5.
Comparing the experimental data with the 2D theoretical transients (Figure 2B), some
correspondence is observed between the instantaneous nucleation (2D) and the curves
obtained at 1.1 V and 1.2 V before the current maximum. For a better comparison with the
mechanisms, the fits of the theoretical curves with the experimental data were evaluated
by the coefficient of determination R? (Table 2) [32]. In addition, the standard error (S)
was calculated for each model and synthesis potential to provide a measure of how far
(on average) the experimental values are from theoretical points. In all cases, R%Zand S
values were determined to analyze the models between t/t;, > 0 and t/t,, < 1.5, since after
t/ty > 1.5, the transients at all potentials were significantly away from the theoretical ones.
The results show that the highest R? values for 0.9 V and 1.0 V were obtained with the 3D
growth with progressive nucleation model, and for 1.1 V and 1.2 V, they were obtained
with the 2D growth model with instantaneous nucleation. These results agree with the
calculated standard errors, since the lowest S value corresponds to the highest R? for each
polymerization potential.
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Table 2. Coefficients of determination (R2) and standard errors (S) calculated by fitting the experimental data with the

theoretical models (Equations (1)—(4)).

Potential 3D Inst. 3D Prog. 2D Inst. 2D Prog. 3D Inst. 3D Prog. 2D Inst. 2D Prog.
V) (R2) (R2) (R2) (R2) (S) S S (S)
0.9 0.36 0.97 0.82 0.87 0.32 0.07 0.17 0.14
1.0 0.32 0.96 0.81 0.87 0.34 0.08 0.17 0.14
1.1 0.72 0.92 0.97 0.43 0.19 0.10 0.06 0.24
1.2 0.73 0.90 0.97 0.34 0.18 0.11 0.05 0.24

Bare FTO

200 nm

200 nm

Some discrepancies between experimental and theoretical data could be mainly at-
tributed to deviations from Faraday’s law (which explains the electrodeposition of metals)
due to the formation of oligomers as previously reported [40,54]. Therefore, SEM mi-
crographs of the electropolymerized PPy at 0.9 V and 1.2 V and under electric charge
control were taken to obtain further evidence of the nucleation and growth mechanism
(Figure 3). The bare substrate image showed FTO grains with a wide variety of sizes and
shapes; this was consistent with the high RMS roughness (25.26 nm) measured by atomic
force microscopy (Figure S2). At potentials of 0.9 V and 1.2 V, at a very early stage of
polymerization (1 mC/cm?), the deposition of small PPy nuclei on the FTO grains was
appreciated (Figure 3a,d). At 0.9 V, these nuclei were only present on a few grains, giving
rise to bare areas of the electrode (green circle). In contrast, for the synthesis at 1.2 V, the
nuclei were noted to be homogeneously distributed over the FTO grains (Figure 3d). It
was also observed that at this stage, the diameters of the nuclei were generally less than
50 nm and were clearly spaced, indicating the absence of overlap at both potentials. At
electric charges of 5 mC/ cm? and 10 mC/cm?, PPy accumulations were observed in some
areas (red circles) when synthesized at 0.9 V (Figure 3b,c). As for PPy synthesized at
1.2V, it showed a growth trend following the shape of FTO grains (Figure 3e,f). This is in
agreement with 3D growth at 0.9 V and 1.0 V and 2D growth at 1.1 V and 1.2V, as similar
results were obtained at 1.0 V and 1.1 V (Figure S3).

1 mC/cm? 5 mC/cm? 10 mC/cm?

0.9V

200 nm 4 200 nm

-

200 nm 200 nm 200 nm

Figure 3. SEM images of PPy synthesized on FTO with electric charge control (mC/cm?). (a—c): polymerization at 0.9 V vs.
Ag/AgCl; (d—f): polymerization at 1.2 V vs. Ag/AgClL

Here, it is worth mentioning that our results show that the nucleation and growth
mechanism of polypyrrole on FTO may differ from that reported on ITO. For example,
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Castro-Beltran et al. reported 3D growth with progressive nucleation for C1~-doped PPy
on ITO-coated polyester, in this case evaluating only one synthesis potential (0.8 V vs.
Ag/AgCl) [40]. On the other hand, Longo et al. found 3D growth with instantaneous
nucleation for ClO4~-doped PPy on ITO glass, here also working with only one synthesis
potential (0.8 V vs. SCE) [26]. In any case, a strict comparation of the mechanisms is
difficult due to the few studies that exist on the topic and the great variability in the
synthesis conditions that can be used.

3.2. Adhesion and Homogeneity of Polypyrrole Films on FTO

The adhesion of polypyrrole on different electrode surfaces is known to be poor due to
the lack of strong molecular interactions between PPy and electrodes, which usually limits
the practical applications of these coatings [55]. Herein, the adhesion of polypyrrole to FTO
substrates was evaluated by a cross-cut tape adhesion test (Figure 4) to assess the effect of
the polymerization potential. In this way, after performing the adhesion test in triplicate,
the mean value of the remaining coverage of the polymer on the substrate was determined,
73% +1% (0.9 V), 71% +£ 3% (1.0 V), 27% =+ 6% (1.1 V), and 25% 4= 5% (1.2 V). These results
show that the best adhesions are obtained at potentials of 0.9 V and 1.0 V, while 1.1 V and
1.2 V lead to very low adhesions of PPy to FTO. Considering the differences found in the
nucleation and growth mechanism of the polymer on the FTO, the best adhesions (at 0.9 V
and 1.0 V) could be attributed to the fact that a 3D growth with progressive nucleation
results in globular shape of various sizes, which may imply a higher number of anchoring
points to the substrate. This is different for 2D growth with instantaneous nucleation, since
in this case, the initially formed nuclei tend to follow the shape of the substrates without
the formation of new nuclei (which could act as new anchor points).

Cross hatch cuts

ASTM D 3359
tape

Remaining
coating

-

Figure 4. ASTM D 3359 tape adhesion test for PPy films on FTO substrates. The photos show the
coatings remaining on the substrate after peeling off the tape. The films were synthesized at different
potentials: (a) 0.9V, (b) 1.0V, (c) 1.1V, and (d) 1.2 V. The electric charge supplied was 21 mC/ cm? in
all cases.

On the other hand, as can be seen in Figure 5, important differences were found in the
homogeneity of the PPy films as a function of the synthesis potential when the same electric
charge of polymerization was used (10 mC/cm?). PPy synthesized at 0.9 V and 1.0 V are not
homogeneous and show some areas darker than others, indicating polymer accumulation.
In contrast, PPy synthesized at 1.1 V and 1.2 V show a total and homogeneous coverage
of the surface. These results could be expected from differences in the nucleation and
growth mechanism of PPy films. A 2D growth implies that the nuclei spread faster in the
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parallel direction to the electrode surface, so it could be predicted that a polymer with this
kind of growth reaches full substrate coverage using a lower electric charge compared
to the same polymer following a 3D growth. In this case, complete coverage of the FTO
substrates was achieved using electric charges higher than 20 mC/cm? regardless of the
synthesis potential.

FTO/PPy

0.4 cm

Figure 5. Photos of polypyrrole films synthesized at: (a) 0.9V, (b) 1.0V, (¢) 1.1 V, and (d) 1.2 V (vs.
Ag/AgCl). Synthesis solution (0.25 M pyrrole and 0.5 M LiClOy in acetonitrile +2% w/w H,O). In
all cases, the electric charge supplied was 10 mC/cm?. The complete photo shows PPy on FTO
synthesized at 1.2 V.

3.3. UV-Vis Absorption and Electronic Properties of Polypyrrole Films Electro-Synthesized
on FTO

UV-Vis spectra were taken to analyze the absorbance properties of the deposited PPy
at different potentials (Figure 6). An increase in absorption was observed at all wavelengths
as the electric charge of synthesis was higher, which is consistent with the increase in the
amount of polymer deposited. Two absorption bands at 3.06 eV and 1.47 eV were identified
in the spectra, which are characteristic of polypyrrole in the oxidized state [56,57]. The
signal at 3.06 eV is associated with the 7—m* transition of PPy, and the absorption at 1.47 eV
is assigned to the presence of charge carriers (bipolarons) in PPy [58] (as a consequence of
the doping process during electrosynthesis). It is highlighted that the PPy obtained with
an electric charge as low as 1 mC/cm? presented a broad absorption in the NIR region,
suggesting that even before nuclei overlapping (Figure 3), the electrosynthesis involves
both the oxidation of pyrrole for polymer growth and the oxidation of the formed PPy
chains. Regarding the effect of the synthesis potential on the absorption spectra of PPy, no
differences were observed using 5 and 10 mC/cm?. However, using 1 mC/cm?, a lower
absorption in the visible and NIR region was appreciated when PPy was obtained at 0.9 V
and 1.0 V. This may point to the fact that at this very early stage of the synthesis, PPy has a
lower degree of oxidation when obtained at 0.9 V and 1.0 V compared to when obtained at
1.1Vand12V.
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Figure 6. UV-Vis spectra of PPy deposited on FTO under control of electric charge and potential
during the synthesis.

The redox properties of PPy films were characterized in triplicate by cyclic voltam-
metry to determine changes in HOMO and LUMO energy levels with the polymerization
potential. Two potential windows were chosen in order to observe separately the change
from neutral to oxidized PPy (Figure 7A) and the change from neutral to reduced PPy
(Figure 7B). The required conversion from the Ag/AgCl reference to the Fc/Fc* reference to
make use of Equations (5) and (6) was performed by subtracting 0.44 V from the potentials
versus Ag/AgCl, since 0.44 V corresponds to the half-wave potential of Fc/Fc* at the
FTO/PPy electrodes (Figure 54).
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Figure 7. Cyclic voltammograms of polypyrrole films synthesized at 0.9 V, 1.0 V, 1.1 V, and 1.2 V on FTO substrates. Potential
window for (A) oxidation and (B) reduction of PPy. In all cases, the electric charge supplied during polymerization was
42 mC/cm?. Electrolyte: 0.1 M NBuyPFg in acetonitrile, scan rate of 20 mV/s.

Regarding the oxidation of PPy synthesized with 42 mC/cm? (Figure 7A), cyclic
voltammograms showed a shift of the oxidation signal toward less negative potentials as
the polymerization potential increased. Furthermore, all films showed reversible behavior,
as can be seen from the well-defined currents in the reverse potential scans. This redox
activity is associated with doping/de-doping (charge/discharge) processes, which involve
the exchange of ions and solvent molecules between the polymer and the electrolyte so-
lution to ensure charge and osmotic balance [50]. The oxidation onset potentials were
determined as the intercept of the tangents of the baseline and the slope of the oxidation
peak (see Figure S5). Table 3 shows the average HOMO energy level values and their
relative standard deviations (number of samples n = 3). Here, a variation of 0.27 eV is ob-
served between the PPy synthesized at 0.9 V and that obtained at 1.2 V (for polymerization
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charges of 42 mC/m?). The same measurements were carried out for PPy synthesized with
21 mC/cm? (Figure S6), and a similar shift of the oxidation signal according to the poly-
merization potential was observed (Table 3). However, all HOMO levels were less negative
than those obtained for PPy synthesized with 42 mC/cm?, and in this case, a variation of
up to 0.29 eV was noticed. An important advantage of the electrochemical synthesis is its
high reproducibility, which is reflected in the low relative standard deviations in HOMO
energy level measurements (Table 3). In Figure S7, cyclic voltammograms of three different
samples of PPy obtained at 1.2 V (42 mC/cm?) are shown.

Table 3. HOMO energy levels of PPy films synthesized at different potentials and under control of
electric charge (n = 3). These values were calculated according to Equation (5).

Polymerization Polymerization Relative Standard
Po);ential V) Cha}r,ge (mC/m?) HOMO (eV) Deviation (%)
0.9 42 —4.26 0.9
1.0 42 —4.36 0.9
1.1 42 —4.42 0.9
1.2 42 —4.53 0.9
0.9 21 —4.14 2
1.0 21 —4.26 1
1.1 21 —4.32 1
1.2 21 —4.43 2

Significant differences in the HOMO and LUMO levels of PPy are found in the
literature: for example, HOMO levels vs. vacuum between —5.46 and —6.21 eV and LUMO
levels vs. vacuum between —3.61 and —4.19 eV [59-61]. Even so, there are few reports
about strategies for tuning energy levels of PPy. In particular, some examples on this aspect
have considered the formation of composite materials [61,62], the insertion of substituents
into the monomer [63], and the insertion of new dopants into the polymer [64]. However, as
far as we know, there are no reports on variations in the HOMO level of PPy when adjusting
the electrosynthesis potential. These observed variations could be attributed to differences
in the following factors: bond length alternation energy (EBL4), aromatic resonance energy
(E™), torsional angle energy (EY), and intermolecular interactions energy (E™), which
determine the energy difference between the HOMO and LUMO levels in ICPs (Eg) [65-67].
In the case of EBL4, it is associated with the difference between single and double bond
lengths. While the aromatic form in ICPs is energetically more stable, the quinoid form has
a higher energy and leads to lower Eg. E™ is related to the energy difference between the
aromatic structure and a hypothetical structure with localized single and double bonds.
Lower E™® leads to lower Eg. E® is associated to the torsional angle (0) between adjacent
aromatic units. The flatter the conjugated backbone of the polymer, the lower the Eg. Lastly,
E"t is determined by the intermolecular interactions between the backbones: the greater
the interaction between the polymer chains, the lower the Eg [65-67].

Otherwise, when performing cyclic voltammetry to analyze the reduction of PPy
synthesized with 42 mC/cm? (Figure 7B), a strong electrochemical response of the bare
FTO was observed in that potential window. This signal could be related to the reduction
of Sn** (present in the FTO) to a lower valence state or to elemental form [68]. This
strong substrate signal and the insertion of the solvent inside the films made it difficult
to determine the reduction onset of the polymer. For this reason, it was not possible to
obtain reliable LUMO level values with the two polymerization charges used in this work.
This was different to the observed in the determination of the HOMO levels, where no
interference from the oxidation signals of the FTO substrates was appreciated (Figure 7A).

Sheet resistance and conductivity measurements of the polymer films were performed
in triplicate. Since these characterizations require that the films are not supported on a con-
ductive material (such as FTO), a high electric charge (420 mC/cm?) was supplied during
polymerization to easily separate the films from the substrates. To detach the films from the
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FTO electrodes, a tape was pressed onto each film and carefully peeled off to avoid causing
cracks in the polymer. Since the thickness of PPy is directly related to the electric charge
supplied, a thickness of 0.87 pm was calculated (for 420 mC/cm?) following a previous re-
port [69] (see Supplementary Materials). The calculated thickness was used in the software
(Ossila Sheet Resistance, version 2.0.4.0, Sheffield, UK) supplied in the four-point probe
system to obtain the conductivity measurements. The results of the characterizations and
their respective relative standard deviations are shown in Table 4. It is clear that increasing
the polymerization potential resulted in films with higher sheet resistances and thus lower
conductivities. Specifically, an approximately sevenfold decrease in the conductivity of
PPy was found when the electrosynthesis potential changed from 0.9 to 1.2 V. This can be
related to an increase in cross-linked networks during polymerization, as high oxidation
potentials are known to lead not only to longer chain lengths but also to structural defects
due to the generation of highly charged and reactive intermediates [47]. Differences in the
polymeric structure as a function of the polymerization potential may be one of the main
causes of the shift in the oxidation signal noted in Figure 7A and Figure S6. Although in
HOMO level measurements, the electric charge supplied was 21 mC/cm? and 42 mC/cm?
(corresponding to approximately 43 nm and 87 nm, respectively [69]), it has been observed
that cross-linking is a parallel process to the polymerization and polymer oxidation during
the electrochemical synthesis of ICPs [50,70].

Table 4. Sheet resistance and conductivity of PPy films synthesized at different potentials and under
control of electric charge (420 mC/cm?).

Polymerization Sheet Resistance Relative Standard Conductivity Relative Standard
Potential (V) (Q/sq) Deviation (%) (S/m) Deviation (%)
0.9 90 2 1.27 x 10* 2
1.0 143 1 8.0 x 10° 1
1.1 2.9 x 10? 3 40 x 10° 2
12 6.6 x 107 3 1.7 x 103 4

Considering the results of this work, it is evident that some properties of PPy electro-
synthesized on FTO are strongly related to the polymerization potential. However, it is
known that several electrosynthesis conditions affect the properties of PPy on this type
of transparent conductive substrates. For example, Alizadeh et al. reported the effect of
dopant on the optoelectronic properties of electro-synthesized PPy on FTO [71]. Meanwhile,
for PPy electro-deposited on ITO, it has been observed that dopant modifications leads
to different degrees of adhesions and energy levels [40,64]. Regarding temperature, it
was found (using ITO electrodes) that the conductivity of PPy decreased by two orders
of magnitude when the temperature was adjusted from 2 to 75 °C [48]. It has also been
reported that lowering the temperature can increase the synthesis yield as a result of
the decrease in the solubility of the oligomers, this despite a lower reaction rate [47].
In this way, for further studies about the electrosynthesis of PPy on FTO, it would be
interesting to address other conditions, including solvent type, temperature, and monomer
and electrolyte concentrations.

4. Conclusions

The electrochemical synthesis of polypyrrole on FTO electrodes was carried out using
perchlorate as dopant. The mechanism of polymer nucleation and growth at different
constant potentials was explored by comparing current-time transients with theoretical
curves. The results were contrasted with observations by scanning electron microscopy
and complemented with adhesion measurements and determination of conductivity and
HOMO energy levels of the polymeric films. It was found that the polypyrrole films
obtained at 0.9 V and 1.0 V vs. Ag/AgCl have a progressive nucleation and a 3D growth on
FTO, while those synthesized at 1.1 V and 1.2 V vs. Ag/AgCl follow an instantaneous nu-
cleation with a 2D growth. By the cross-cut tape adhesion test, average values of remanent



Polymers 2021, 13, 2419 13 of 16

coating on the substrate of 73%, 71%, 27%, and 25% were found for PPy synthesized at
09V,1.0V,1.1V, and 1.2V, respectively, suggesting a relationship between the nucleation
and growth mechanism and the adhesion of the polymer to FTO substrates. On the other
hand, with the increase of the polymerization potential, it was observed that HOMO levels
(vs. vacuum) of PPy tend to be more negative and that the conductivity of the films tends to
decrease. These findings are relevant to encourage the use of electrochemically synthesized
polypyrrole in applications that require high control of material properties.

Supplementary Materials: The following are available online at https:/ /www.mdpi.com/article/
10.3390/polym13152419/s1. Figure S1. Cyclic voltammograms for the potentiodynamic synthesis
of PPy-ClO4 on FTO electrodes. Synthesis solution: 0.25 M Pyrrole + 0.5 M LiClOy in acetonitrile
+2% w/w HyO. Scan rate of 20 mV /s. The red cycle denotes the first polymerization cycle; Figure S2.
AFM characterization of bare FTO; Figure S3. SEM images of PPy on FTO deposited controlling
the electric charge supplied. (a—c): polymerization at 1.0 V vs. Ag/AgCl; (d—f): polymerization
at 1.1 Vvs. Ag/AgCl; Figure S4. Cyclic voltammogram of ferrocene/ferrocenium on FTO/PPY.
Electrolyte: 2.7 mM ferrocene + 0.1 M NBuyPFg in acetonitrile, scan rate of 20 mV/s; Figure S5.
Cyclic voltammograms of the oxidation of polypyrrole synthesized at: (A) 0.9V, (B)1.0V,(C) 1.1V,
and (D) 1.2 V vs. Ag/AgCl. In all cases, the electric charge supplied during polymerization was
42 mC/cm?. Electrolyte: 0.1 M NBuyPFg in acetonitrile, scan rate of 20 mV /s; Figure S6. Cyclic
voltammograms of the oxidation of polypyrrole synthesized at: (A) 0.9V, (B) 1.0V, (C) 1.1V,
and (D) 1.2 V vs. Ag/AgCl. In all cases, the electric charge supplied during polymerization was
21 mC/cm?. Electrolyte: 0.1 M NBuyPFg in acetonitrile, scan rate of 20 mV /s; Figure S7. Cyclic
voltammograms of polypyrrole films (three samples) synthesized at 1.2 V vs. Ag/AgCl. For all
polymerizations, the electric charge supplied was 42 mC/cm?. Electrolyte: 0.1 M NBuyPF4 in
acetonitrile, scan rate of 20 mV/s. Reference [69] is cited in the Supplementary Materials.

Author Contributions: Conceptualization, J.P., P.O., M.T.C.; Formal analysis, ].P., P.O. and M.T.C.;
Investigation, J.P.; Methodology, ].P., P.O. and M.T.C.; Supervision, P.O. and M.T.C.; Writing—original
draft, J.P,; Writing—review and editing, J.P., P.O. and M.T.C. All authors have read and agreed to the
published version of the manuscript.

Funding: This research was supported by the Universidad de los Andes (Chemistry Department
and Chemical Engineering Department). ]J.P. acknowledges the support from the Science Faculty
(Proyecto INV-2020-96-1988) and CEIBA foundation. M.T.C. thanks the Science Faculty (Proyecto
INV-2019-84-1828).

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: Data is contained within the article and the Supplementary Materials.

Conflicts of Interest: The authors declare no conflict of interest.

References

1.

Shirakawa, H.; Louis, E.J.; MacDiarmid, A.G.; Chiang, C.K.; Heeger, A.]. Synthesis of electrically conducting organic polymers:
Halogen derivatives of polyacetylene, (CH) x. J. Chem. Soc. Chem. Commun. 1977, 36, 578. [CrossRef]

Nguyen, V.A,; Kuss, C. Review—Conducting Polymer-Based Binders for Lithium-Ion Batteries and Beyond. J. Electrochem. Soc.
2020, 167, 065501. [CrossRef]

Zang, X.; Wang, X.; Liu, H.; Ma, X.; Wang, W.; Ji, ].; Chen, J.; Li, R.; Xue, M. Enhanced Ion Conduction via Epitaxially Polymerized
Two-Dimensional Conducting Polymer for High-Performance Cathode in Zinc-Ion Batteries. ACS Appl. Mater. Interfaces 2020, 12,
9347-9354. [CrossRef] [PubMed]

Chhin, D.; Padilla-Sampson, L.; Malenfant, J.; Rigaut, V.; Nazemi, A.; Schougaard, S.B. Conducting Polymers Doped with
Bifunctional Copolymers for Improved Organic Batteries. ACS Appl. Energy Mater. 2019, 2, 7781-7790. [CrossRef]

Shin, D.H.; Kim, J.H.; Choi, S.-H. High-Performance Conducting Polymer/Si Nanowires Hybrid Solar Cells Using Multilayer-
Graphene Transparent Conductive Electrode and Back Surface Passivation Layer. ACS Sustain. Chem. Eng. 2018, 6, 12446-12452.
[CrossRef]

Rahman, M.S.; Hammed, W.A ; Yahya, R.B.; Mahmud, H.N.M.E. Prospects of conducting polymer and graphene as counter
electrodes in dye-sensitized solar cells. J. Polym. Res. 2016, 23, 192. [CrossRef]


https://www.mdpi.com/article/10.3390/polym13152419/s1
https://www.mdpi.com/article/10.3390/polym13152419/s1
http://doi.org/10.1039/c39770000578
http://doi.org/10.1149/1945-7111/ab856b
http://doi.org/10.1021/acsami.9b22470
http://www.ncbi.nlm.nih.gov/pubmed/31994863
http://doi.org/10.1021/acsaem.9b01104
http://doi.org/10.1021/acssuschemeng.8b03005
http://doi.org/10.1007/s10965-016-1090-6

Polymers 2021, 13, 2419 14 of 16

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.
21.

22.
23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

Hu, X.; Meng, X.; Zhang, L.; Zhang, Y.; Cai, Z.; Huang, Z.; Su, M.; Wang, Y.; Li, M.; Li, F; et al. A Mechanically Robust Conducting
Polymer Network Electrode for Efficient Flexible Perovskite Solar Cells. Joule 2019, 3, 2205-2218. [CrossRef]

Shen, K.-Y;; Hu, C.-W,; Chang, L.-C.; Ho, K.-C. A complementary electrochromic device based on carbon nanotubes/conducting
polymers. Sol. Energy Mater. Sol. Cells 2012, 98, 294-299. [CrossRef]

Zhang, L.; Wang, B.; Li, X;; Xu, G.; Dou, S.; Zhang, X.; Chen, X.; Zhao, J.; Zhang, K.; Li, Y. Further understanding of the
mechanisms of electrochromic devices with variable infrared emissivity based on polyaniline conducting polymers. |. Mater.
Chem. C 2019, 7,9878-9891. [CrossRef]

Zhang, W.; Chen, X,; Zhang, G.; Wang, S.; Zhu, S.; Wu, X.; Wang, Y.; Wang, Q.; Hu, C. Conducting polymer/silver nanowires
stacking composite films for high-performance electrochromic devices. Sol. Energy Mater. Sol. Cells 2019, 200, 109919. [CrossRef]
Naveen, M.H.; Gurudatt, N.G.; Shim, Y.-B. Applications of conducting polymer composites to electrochemical sensors: A review.
Appl. Mater. Today 2017, 9, 419-433. [CrossRef]

El-Said, W.A.; Abdelshakour, M.; Choi, ].-H.; Choi, ].-W. Application of Conducting Polymer Nanostructures to Electrochemical
Biosensors. Molecules 2020, 25, 307. [CrossRef] [PubMed]

Ratautaite, V.; Bagdziunas, G.; Ramanavicius, A.; Ramanaviciene, A. An Application of Conducting Polymer Polypyrrole for the
Design of Electrochromic pH and CO 2 Sensors. J. Electrochem. Soc. 2019, 166, B297-B303. [CrossRef]

Yuan, X.; Floresyona, D.; Aubert, P-H.; Bui, T.-T.; Remita, S.; Ghosh, S.; Brisset, F.; Goubard, F.; Remita, H. Photocatalytic
degradation of organic pollutant with polypyrrole nanostructures under UV and visible light. Appl. Catal. B Environ. 2019, 242,
284-292. [CrossRef]

Wang, C.; Hu, Z.-Y.; Zhao, H.; Yu, W.; Wu, S.; Liu, J.; Chen, L.; Li, Y.; Su, B.-L. Probing conducting polymers@cadmium sulfide
core-shell nanorods for highly improved photocatalytic hydrogen production. J. Colloid Interface Sci. 2018, 521, 1-10. [CrossRef]
Yuan, X.; Kobylanski, M.P,; Cui, Z.; Li, ].; Beaunier, P.; Dragoe, D.; Colbeau-Justin, C.; Zaleska-Medynska, A.; Remita, H. Highly
active composite TiO2-polypyrrole nanostructures for water and air depollution under visible light irradiation. J. Environ. Chem.
Eng. 2020, 8, 104178. [CrossRef]

Yang, L.; Lv, M,; Song, Y.; Yin, K.; Wang, X.; Cheng, X.; Cao, K,; Li, S.; Wang, C.; Yao, Y,; et al. Porous Sn304 nanosheets on PPy
hollow rod with photo-induced electrons oriented migration for enhanced visible-light hydrogen production. Appl. Catal. B
Environ. 2020, 279, 119341. [CrossRef]

Puerres, ].; Diaz, M.; Hurtado, ].; Ortiz, P.; Cortés, M.T. Photoelectrochemical Stability under Anodic and Cathodic Conditions
of Meso-Tetra-(4-Sulfonatophenyl)-Porphyrinato Cobalt (IT) Immobilized in Polypyrrole Thin Films. Polymers 2021, 13, 657.
[CrossRef] [PubMed]

Chandrasekhar, P. Conducting Polymers, Fundamentals and Applications; Springer International Publishing: Cham, Switzerland,
2018; ISBN 978-3-319-69376-7.

Wan, M. Conducting Polymers with Micro or Nanometer Structure; Springer: Berlin/Heidelberg, Germany, 2008; ISBN 978-3-540-69322-2.
Shen, L.; Huang, X. Tuning the morphologies and electrical properties of azobenzene-4,4’-dicarboxylate-doped polypyrrole via
ultraviolet light irradiation and medium pH alteration. Polymer 2019, 176, 188-195. [CrossRef]

Morris, ].D.; Payne, C.K. Tuning PEDOT:PSS conductivity with iron oxidants. Org. Electron. 2014, 15, 1707-1710. [CrossRef]
Waware, U.S.; Hamouda, A.M.S.; Hameed, A.S.; Summers, G.J. Tuning the electrical properties of polyaniline by copolymerization
with o-bromoaniline. Funct. Mater. Lett. 2017, 10, 1750039. [CrossRef]

Khodja, M.; El Kateb, M.; Beji, M.; Guittard, F; Darmanin, T. Tuning nanotubular structures by templateless electropolymerization
with thieno [3,4-b] thiophene-based monomers with different substituents and water content. J. Colloid Interface Sci. 2020, 564,
19-27. [CrossRef] [PubMed]

Lehr, I.L.; Quinzani, O.V.; Saidman, S.B. Comparative study of polypyrrole films electrosynthesized in alkaline and acid solutions.
Mater. Chem. Phys. 2009, 117, 250-256. [CrossRef]

Longo, G.; Pompeo, G.; Serra Moreno, J.; Panero, S.; Girasole, M.; Ronci, F; Cricenti, A. Morphological characterization of
innovative electroconductive polymers in early stages of growth. Surf. Coat. Technol. 2012, 207, 286-292. [CrossRef]

Janaky, C.; Rajeshwar, K. The role of (photo)electrochemistry in the rational design of hybrid conducting polymer/semiconductor
assemblies: From fundamental concepts to practical applications. Prog. Polym. Sci. 2015, 43, 96-135. [CrossRef]

Hwang, B.J.; Santhanam, R.; Lin, Y.-L. Nucleation and Growth Mechanism of Electropolymerization of Polypyrrole on
Gold/Highly Oriented Pyrolytic Graphite Electrode. J. Electrochem. Soc. 2000, 147,2252. [CrossRef]

Hwang, B.J.; Santhanam, R.; Lin, Y.L. Nucleation and growth mechanism of electroformation of polypyrrole on a heat-treated
gold/highly oriented pyrolytic graphite. Electrochim. Acta 2001, 46, 2843-2853. [CrossRef]

Hwang, B.-].; Santhanam, R.; Wu, C.-R.; Tsai, Y.-W. Nucleation and Growth Mechanism of Electropolymerization of Aniline on
Highly Oriented Pyrolytic Graphite at a Low Potential. Electroanalysis 2001, 13, 37-44. [CrossRef]

Hwang, B.-J.; Santhanam, R.; Lin, Y.-L. Evaluation of Structure, Nucleation and Growth Mechanism of Electropolymerized
Polypyrrole on Highly Oriented Pyrolytic Graphite Electrode. Electroanalysis 2003, 15, 115-120. [CrossRef]

Shustak, G.; Domb, A.J.; Mandler, D. n-Alkanoic Acid Monolayers on 316L Stainless Steel Promote the Adhesion of Electropoly-
merized Polypyrrole Films. Langmuir 2006, 22, 5237-5240. [CrossRef]

Dian, G.; Merlet, N.; Barbey, G.; Outurquin, F; Paulmier, C. Electrochemical polymerization of (-substituted and {,(’-
disubstituted selenophenes. J. Electroanal. Chem. Interfacial Electrochem. 1987, 238, 225-237. [CrossRef]


http://doi.org/10.1016/j.joule.2019.06.011
http://doi.org/10.1016/j.solmat.2011.11.020
http://doi.org/10.1039/C9TC02126D
http://doi.org/10.1016/j.solmat.2019.109919
http://doi.org/10.1016/j.apmt.2017.09.001
http://doi.org/10.3390/molecules25020307
http://www.ncbi.nlm.nih.gov/pubmed/31940924
http://doi.org/10.1149/2.1221904jes
http://doi.org/10.1016/j.apcatb.2018.10.002
http://doi.org/10.1016/j.jcis.2018.02.072
http://doi.org/10.1016/j.jece.2020.104178
http://doi.org/10.1016/j.apcatb.2020.119341
http://doi.org/10.3390/polym13040657
http://www.ncbi.nlm.nih.gov/pubmed/33672098
http://doi.org/10.1016/j.polymer.2019.05.053
http://doi.org/10.1016/j.orgel.2014.03.037
http://doi.org/10.1142/S1793604717500394
http://doi.org/10.1016/j.jcis.2019.12.099
http://www.ncbi.nlm.nih.gov/pubmed/31896424
http://doi.org/10.1016/j.matchemphys.2009.05.053
http://doi.org/10.1016/j.surfcoat.2012.07.029
http://doi.org/10.1016/j.progpolymsci.2014.10.003
http://doi.org/10.1149/1.1393516
http://doi.org/10.1016/S0013-4686(01)00495-9
http://doi.org/10.1002/1521-4109(200101)13:1&lt;37::AID-ELAN37&gt;3.0.CO;2-O
http://doi.org/10.1002/elan.200390011
http://doi.org/10.1021/la060460r
http://doi.org/10.1016/0022-0728(87)85176-8

Polymers 2021, 13, 2419 15 of 16

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

61.

62.

Mandi¢, Z.; Dui¢, L.; Kovacicek, F. The influence of counter-ions on nucleation and growth of electrochemically synthesized
polyaniline film. Electrochim. Acta 1997, 42, 1389-1402. [CrossRef]

Bruchlos, K.; Trefz, D.; Hamidi-Sakr, A.; Brinkmann, M.; Heinze, J.; Ruff, A.; Ludwigs, S. Poly(3-hexylthiophene) revisited—
Influence of film deposition on the electrochemical behaviour and energy levels. Electrochim. Acta 2018, 269, 299-311. [CrossRef]
Su, Y.-W.; Lin, W.-H.; Hsu, Y.-J.; Wei, K.-H. Conjugated Polymer/Nanocrystal Nanocomposites for Renewable Energy Applications
in Photovoltaics and Photocatalysis. Small 2014, 10, 4427-4442. [CrossRef] [PubMed]

Treat, N.D.; Chabinyc, M.L. Phase Separation in Bulk Heterojunctions of Semiconducting Polymers and Fullerenes for Photo-
voltaics. Annu. Rev. Phys. Chem. 2014, 65, 59-81. [CrossRef] [PubMed]

Wang, Y.; Wei, W.; Liu, X.; Gu, Y. Research progress on polymer heterojunction solar cells. Sol. Energy Mater. Sol. Cells 2012, 98,
129-145. [CrossRef]

Cardona, C.M,; Li, W.; Kaifer, A.E.; Stockdale, D.; Bazan, G.C. Electrochemical Considerations for Determining Absolute Frontier
Orbital Energy Levels of Conjugated Polymers for Solar Cell Applications. Adv. Mater. 2011, 23, 2367-2371. [CrossRef]
Castro-Beltran, A.; Dominguez, C.; Bahena-Uribe, D.; Sepulveda-Guzman, S.; Cruz-Silva, R. Effect of non-electroactive additives
on the early stage pyrrole electropolymerization on indium tin oxide electrodes. Thin Solid Films 2014, 566, 23-31. [CrossRef]
Alsultan, M.; Choi, J.; Jalili, R.; Wagner, P.; Swiegers, G.F. Synergistic amplification of (photo)catalytic oxygen and hydrogen
generation from water by thin-film polypyrrole composites. Mol. Catal. 2020, 490, 110955. [CrossRef]

Yang, B.; Ma, D.; Zheng, E.; Wang, ]. A self-rechargeable electrochromic battery based on electrodeposited polypyrrole film. Sol.
Energy Mater. Sol. Cells 2019, 192, 1-7. [CrossRef]

Andreoli, E.; Liao, K.-S.; Haldar, A.; Alley, N.J.; Curran, S.A. PPy:PSS as alternative to PEDOT:PSS in organic photovoltaics. Synth.
Met. 2013, 185-186, 71-78. [CrossRef]

Yang, B.; Yao, C.; Yu, Y.; Li, Z.; Wang, X. Nature Degradable, Flexible, and Transparent Conductive Substrates from Green and
Earth-Abundant Materials. Sci. Rep. 2017, 7, 4936. [CrossRef]

Hecht, D.S.; Hu, L,; Irvin, G. Emerging Transparent Electrodes Based on Thin Films of Carbon Nanotubes, Graphene, and Metallic
Nanostructures. Adv. Mater. 2011, 23, 1482-1513. [CrossRef] [PubMed]

Chowdhury, FL; Blaine, T.; Gougam, A.B. Optical Transmission Enhancement of Fluorine Doped Tin Oxide (FTO) on Glass for
Thin Film Photovoltaic Applications. Energy Procedia 2013, 42, 660—-669. [CrossRef]

Heinze, ].; Frontana-Uribe, B.A.; Ludwigs, S. Electrochemistry of Conducting Polymers—Persistent Models and New Concepts t.
Chem. Rev. 2010, 110, 4724-4771. [CrossRef] [PubMed]

Sabouraud, G.; Sadki, S.; Brodie, N. The mechanisms of pyrrole electropolymerization. Chem. Soc. Rev. 2000, 29, 283-293.
[CrossRef]

Bof Bufon, C.C.; Vollmer, J.; Heinzel, T.; Espindola, P; John, H.; Heinze, J. Relationship between Chain Length, Disorder, and
Resistivity in Polypyrrole Films. J. Phys. Chem. B 2005, 109, 19191-19199. [CrossRef] [PubMed]

Otero, T.F; Martinez, J.G. Electro-chemo-biomimetics from conducting polymers: Fundamentals, materials, properties and
devices. J. Mater. Chem. B 2016, 4, 2069-2085. [CrossRef] [PubMed]

Sanchez, ].V.; Diaz, R.; Herrasti, P.; Ocon, P. Electrogeneration and Characterization of Poly(3-methylthiophene). Polym. ]. 2001,
33, 514-521. [CrossRef]

Raso, M.A.; Gonzalez-Tejera, M.].; Carrillo, I.; Sanchez de la Blanca, E.; Garcia, M.V.; Redondo, M.1. Electrochemical nucleation
and growth of poly-N-Methylpyrrole on copper. Thin Solid Films 2011, 519, 2387-2392. [CrossRef]

Gonzalez-Tejera, M.; Carrillo Ramiro, I.; Hernandez-Fuentes, I. Nucleation and growth mechanism of polyfurane perchlorate
doped films. Electrochim. Acta 2000, 45, 1973-1982. [CrossRef]

Appel, G.; Schmeifler, D.; Bauer, J.; Bauer, M.; Egelhaaf, H.]J.; Oelkrug, D. The formation of oligomers in the electrolyte upon
polymerization of pyrrole. Synth. Met. 1999, 99, 69-77. [CrossRef]

Kim, S.; Jang, L.K; Park, H.S.; Lee, ].Y. Electrochemical deposition of conductive and adhesive polypyrrole-dopamine films. Sci.
Rep. 2016, 6, 30475. [CrossRef]

Brédas, J.L.; Scott, J.C.; Yakushi, K.; Street, G.B. Polarons and bipolarons in polypyrrole: Evolution of the band structure and
optical spectrum upon doing. Phys. Rev. B 1984, 30, 1023-1025. [CrossRef]

Rahaman, M.; Aldalbahi, A.; Almoiqli, M.; Alzahly, S. Chemical and Electrochemical Synthesis of Polypyrrole Using Carrageenan
as a Dopant: Polypyrrole/Multi-Walled Carbon Nanotube Nanocomposites. Polymers 2018, 10, 632. [CrossRef] [PubMed]
Foroughi, J.; Spinks, G.M.; Wallace, G.G. Effect of synthesis conditions on the properties of wet spun polypyrrole fibres. Synth.
Met. 2009, 159, 1837-1843. [CrossRef]

Wang, D.; Xu, Y,; Jing, L.; Xie, M.; Song, Y.; Xu, H.; Li, H; Xie, J. In situ construction efficient visible-light-driven three-dimensional
Polypyrrole/Zn3In256 nanoflower to systematically explore the photoreduction of Cr(VI): Performance, factors and mechanism.
J. Hazard. Mater. 2020, 384, 121480. [CrossRef] [PubMed]

Midya, L.; Chettri, A.; Pal, S. Development of a Novel Nanocomposite Using Polypyrrole Grafted Chitosan-Decorated CDs with
Improved Photocatalytic Activity under Solar Light Illumination. ACS Sustain. Chem. Eng. 2019, 7, 9416-9421. [CrossRef]
Konwer, S.; Maiti, J.; Dolui, S.K. Preparation and optical/electrical/electrochemical properties of expanded graphite-filled
polypyrrole nanocomposite. Mater. Chem. Phys. 2011, 128, 283-290. [CrossRef]

Chaughtai, Z.; Hashmi, M.A.; Yar, M.; Ayub, K. Electronic structure of polypyrrole composited with a low percentage of graphene
nanofiller. Phys. Chem. Chem. Phys. 2021. [CrossRef]


http://doi.org/10.1016/S0013-4686(96)00362-3
http://doi.org/10.1016/j.electacta.2018.02.126
http://doi.org/10.1002/smll.201401508
http://www.ncbi.nlm.nih.gov/pubmed/25074641
http://doi.org/10.1146/annurev-physchem-040513-103712
http://www.ncbi.nlm.nih.gov/pubmed/24689796
http://doi.org/10.1016/j.solmat.2011.10.003
http://doi.org/10.1002/adma.201004554
http://doi.org/10.1016/j.tsf.2014.07.014
http://doi.org/10.1016/j.mcat.2020.110955
http://doi.org/10.1016/j.solmat.2018.12.011
http://doi.org/10.1016/j.synthmet.2013.10.005
http://doi.org/10.1038/s41598-017-04969-y
http://doi.org/10.1002/adma.201003188
http://www.ncbi.nlm.nih.gov/pubmed/21322065
http://doi.org/10.1016/j.egypro.2013.11.068
http://doi.org/10.1021/cr900226k
http://www.ncbi.nlm.nih.gov/pubmed/20557047
http://doi.org/10.1039/a807124a
http://doi.org/10.1021/jp053516j
http://www.ncbi.nlm.nih.gov/pubmed/16853476
http://doi.org/10.1039/C6TB00060F
http://www.ncbi.nlm.nih.gov/pubmed/32263174
http://doi.org/10.1295/polymj.33.514
http://doi.org/10.1016/j.tsf.2010.11.020
http://doi.org/10.1016/S0013-4686(99)00416-8
http://doi.org/10.1016/S0379-6779(98)00200-8
http://doi.org/10.1038/srep30475
http://doi.org/10.1103/PhysRevB.30.1023
http://doi.org/10.3390/polym10060632
http://www.ncbi.nlm.nih.gov/pubmed/30966666
http://doi.org/10.1016/j.synthmet.2009.06.006
http://doi.org/10.1016/j.jhazmat.2019.121480
http://www.ncbi.nlm.nih.gov/pubmed/31704118
http://doi.org/10.1021/acssuschemeng.9b00615
http://doi.org/10.1016/j.matchemphys.2011.03.013
http://doi.org/10.1039/D0CP03258A

Polymers 2021, 13, 2419 16 of 16

63.

64.

65.

66.

67.

68.

69.

70.

71.

Coelho, E.C.S.; Nascimento, V.B.; Ribeiro, A.S.; Navarro, M. Electrochemical and optical properties of new electrochromic and
fluorescent nitrobenzoyl polypyrrole derivatives. Electrochim. Acta 2014, 123, 441-449. [CrossRef]

Tokgoz, S.R.; Firat, Y.E.; Safi, Z.; Peksoz, A. Electrochemical Properties of Al Doped Polypyrrole Composite Polymer: Mott-
Schottky Approximation and Density Functional Theory. J. Electrochem. Soc. 2019, 166, G54-G60. [CrossRef]

Murad, A.R;; Iraqi, A.; Aziz, S.B.; Abdullah, S.N.; Brza, M.A. Conducting Polymers for Optoelectronic Devices and Organic Solar
Cells: A Review. Polymers 2020, 12, 2627. [CrossRef]

Winder, C.; Sariciftci, N.S. Low bandgap polymers for photon harvesting in bulk heterojunction solar cells. ]. Mater. Chem. 2004,
14, 1077. [CrossRef]

Roncali, J. Molecular Engineering of the Band Gap of m-Conjugated Systems: Facing Technological Applications. Macromol. Rapid
Commun. 2007, 28, 1761-1775. [CrossRef]

Korjenic, A.; Raja, K.S. Electrochemical Stability of Fluorine Doped Tin Oxide (FTO) Coating at Different pH Conditions. .
Electrochem. Soc. 2019, 166, C169—C184. [CrossRef]

Patois, T.; Lakard, B.; Monney, S.; Roizard, X.; Fievet, P. Characterization of the surface properties of polypyrrole films: Influence
of electrodeposition parameters. Synth. Met. 2011, 161, 2498-2505. [CrossRef]

Otero, T.F. Conducting Polymers, Electrochemistry, and Biomimicking Processes. In Modern Aspects of Electrochemistry; Kluwer
Academic Publishers: Boston, MA, USA, 2005; pp. 307—434.

Alizadeh, N.; Tavoli, F. Enhancing electrochromic contrast and redox stability of nanostructure polypyrrole film doped by heparin
as polyanion in different solvents. J. Polym. Sci. Part. A Polym. Chem. 2014, 52, 3365-3371. [CrossRef]


http://doi.org/10.1016/j.electacta.2014.01.070
http://doi.org/10.1149/2.0491908jes
http://doi.org/10.3390/polym12112627
http://doi.org/10.1039/b306630d
http://doi.org/10.1002/marc.200700345
http://doi.org/10.1149/2.0811906jes
http://doi.org/10.1016/j.synthmet.2011.10.003
http://doi.org/10.1002/pola.27398

	Introduction 
	Materials and Methods 
	Materials 
	Electropolymerization Process 
	Characterizations 

	Results and Discussion 
	Electrosynthesis of Polypyrrole on FTO 
	Adhesion and Homogeneity of Polypyrrole Films on FTO 
	UV-Vis Absorption and Electronic Properties of Polypyrrole Films Electro-Synthesized on FTO 

	Conclusions 
	References

