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Abstract: Novel heterostructures based on ferrocenium hexafluorophosphate (FcPFy), 2,6-dihydroxy-
anthraquinone (DHAQ) or 2,6-diaminoanthraquinone (DAAQ), zinc phthalocyanine (ZnPc) and
nylon 11 were deposited by the high-vacuum thermal evaporation (HVTE) technique. Morphologi-
cal and mechanical characterizations of these organic heterostructures FcPFs:DHAQ/nylon(ZnPc)
and FcPFg:DAAQ/nylon(ZnPc) were carried out. Subsequently, corresponding optical parame-
ters were calculated. The heterostructure with FcPFs:DHAQ presented the lowest optical band
gap and fundamental band gap at 1.55 eV and 2.45 eV, respectively. The nylon(ZnPc) layer favors
the optical behavior and places these heterostructures within organic low-bandgap semiconduc-
tor range. Additionally, devices were fabricated, and their electrical behavior was evaluated. The
ITO/FcPFs:DHAQ/nylon(ZnPc)/Ag device exhibits ohmic behavior, and the ITO/FcPFs:DAAQ/
nylon(ZnPc)/Ag device exhibits ohmic behavior at low voltages, but at V > 5V, its behavior changes
to Space Charge Limited Current (SCLC). This device carries a maximum current of 0.02 A, three
orders of magnitude higher than the current carried by the device with the DHAQ. The SCLC conduc-
tion mechanism showed a hole mobility of 9.27 x 10~ (cm?)/ Vs, the concentration of thermally ex-
cited holes of 3.01 x 10%3 m~3, and trap concentration of 3.93 x 10! m~3. FcPFs:DHAQ/nylon(ZnPc)
and FcPFg:DAAQ/nylon(ZnPc) are potential candidates for organic devices as an emitter layer and
active layer, respectively.

Keywords: organic heterostructure; film; optical properties; band gap; electrical properties

1. Introduction

Metallocenes are organometallic compounds consisting of a transition metal atom
(iron, manganese, ruthenium, titanium, and zirconium) bonded to the faces of two parallel
plane cyclopentadienyl (Cp) ligands [1,2]. Metallocenes’ planar chirality relates to their
three-dimensional sandwich-like spatial arrangement, where two Cp ligands hold a metal
atom between them [1]. Ferrocene (M=Fe) is among the most important member of the
metallocene family (Fc) [3] with the first sandwich complex being discovered during the
1950s [4,5]. The Fc compound has stable covalent bonds, is diamagnetic, does not have
unpaired electrons, and has an effective dipole moment of zero. Moreover, the strong
interaction between Fe(Il) and the Cp rings endows Fc with thermal stability and tolerance
to light, oxygen and moisture; furthermore, it has good solubility in all common organic
solvents and is easily functionalized [1,6]. The possible chiral structure gives Fc its sta-
bility, and reactivity to benzene [1,7,8]. Fc possesses exceptional structural and electronic
characteristics [1,3]. Similarly, it has metallic and nonmetallic features; the unique bonding
between the metallic species (d-orbital) and nonmetallic species (7t bond) provides an
electronic transfer pathway, suggesting potential molecular sensitizer applications [7,9].
Additionally, Fc is employed as a reference compound for calibration in electrochemistry,
such as in cyclic voltammetry [1,6,10-12]. Considering its low oxidation potential [6,10] and
a partial negative charge in the Cp rings, Fc has electron donor properties and may undergo
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electrophilic substitution [13,14]. Owing to these properties, Fc derivatives have found
application in several fields such as catalysis [15], material sciences [16-19], push-pull
dyes [10], medicinal chemistry [20], and chiroptical spectroscopy [21-23]. Interestingly,
Fc’s inter-ring distance measures about 3.3 A: suitable for hydrogen bonding [24] and,
in principle, for other noncovalent interactions, between attached groups on the two Cp
rings [25]. Therefore, Fc has been studied as a doped semiconductor member of the
active donor:acceptor layer, for organic optoelectronic devices and applications [26,27].
Furthermore, Nar et al. [28] developed an organic field-effect transistor with ferrocenyl-
carborane linked to the phthalocyanine (Pc) ring through a phenylethynyl spacer, and
Akutsu et al. [29] prepared the semiconductor BEDT-TTF-based salt in which ferrocenyl-
based is the counter-anion. These examples show potential applications of Fc-doped
semiconductors, in the manufacture of optoelectronic devices (e.g., organic light-emitting
diodes (OLEDs) [26,27], flash memories [30], organic transistors [28], and solar cells [31]).

The present and growing energy demand remains a great challenge, and alternative
technologies, such as solar cells, present a solution for the excessive consumption of fossil
fuels [31]. A simple solar cell consists of two semiconductor layers: the first layer type-p,
has a lower electrons charge, while the second one, has a greater electron charge. These
sheets joined together, are placed on two metal contacts or electrodes. The most common
cells are silicon based; however, their technological complexity comes with high production
costs. Organic solar cells present an opportunity to reduce costs. Their structure resembles
conventional cells, replacing the type-n layer with a donor compound film, and exchanging
the type-p layer with an acceptor compound film [31,32]. Within this context, we present a
comparative study on organic heterostructures based on ferrocenium hexafluorophosphate
(FcPFg) doped with 2,6-dihydroxyanthraquinone (DHAQ) or 2,6-diaminoanthraquinone
(DAAQ) to achieve a donor:acceptor structure in active layers [27]. The heterostructures
transformed into an acceptor form to surpass the limit imposed by the exciton length
in organic materials [30,33,34]. Hence, the photogenerated excitons can be dissociated
instantly into charge-free carriers [33,34].

Pursuing new active layers with good performance characteristics, as well as improv-
ing device manufacturing, is a major issue. Moreover, it is important to consider that the
application of solar cells requires a specific organic compound structure with excellent
absorption in the visible region of spectra [35]. To meet this need, devices manufactured
in this work, include a hybrid layer of zinc phthalocyanine (ZnPc) embedded in nylon
11. The Pcs exhibit strong absorption of ultraviolet spectra from 300-350 nm (B-band) and
of visible spectra from 600-700 nm (Q-band) [35]. Additionally, the nylon 11 can protect
heterostructures from environmental conditions such as humidity, saline environments,
or thermal changes. Nylon 11’s flexible and thermodynamically metastable structure
allows for molding in treatments such as thermal relaxation [36,37]. During thermal relax-
ation, homogeneous dispersion of ZnPc particles enables for their stable attachment to the
polymer [36,37]. These unusual thermal, physical, and mechanical properties make the
Nylon 11 and ZnPc composite film the prime candidate for this work, which provides a
novel perspective on high-value optical and electrical heterostructures with applications in
optoelectronics and photovoltaics.

2. Materials and Methods
2.1. General Remarks

Ferrocenium hexafluorophosphate (FcPFg: C1gHigFgFeP), 2,6-dihydroxyanthraquinone
(DHAQ: C14HgOy), 2,6-diaminoanthraquinone (DAAQ: C14H;9N;>O,), zinc phthalocya-
nine (ZnPc: C3H14NgZn), and nylon 11 (Polyundecanolactam: [-NH(CH;)19CO-],) were
obtained from commercial suppliers (Sigma-Aldrich, St. Louis, MO, USA), and used with-
out further purification. Organic semiconductors were produced with donor/acceptor
structure: FcPFg:DHAQ and FcPFg:DAAQ), using reported procedures [27].
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2.2. Heterostructures Assembly and Characterization

The (FcPF¢s:DHAQ)/nylon(ZnPc) or (FcPF4s:DAAQ)/nylon(ZnPc) heterostructures
were produced through stacked or planar heterojunction, of two disperse heterojunction
films. The first layer contains doped ferrocene, while the second one holds ZnPc embedded
in the nylon 11 matrix. The FcPFs:DHAQ and FcPFg:DAAQ semiconductors films were
deposited on glass, PET and monocrystalline silicon (1 0 0) using a high vacuum thermal
evaporation system (HVTE) (Intercovamex, S.A. de C.V., Cuernavaca, Morelos, México).
In this technique each semiconductor was placed within a tantalum crucible that was
introduced inside the evaporation system; subsequently, pressure inside the vacuum
chamber was reduced, reaching a minimum of 1075 torr; lastly, the temperature in the
system was increased up to the point where the semiconductor evaporated. The gaseous
semiconductor was deposited at a deposition rate of 1 A/s as a thin film, when got in
contact with the substrates, after experimenting the nucleation and growth processes.
Nylon 11 and ZnPc were sequentially integrated and, after each integration, nylon 11 was
subject to thermal relaxation at 120 °C for 10 min. Layer thicknesses were measured using
a quartz crystal microbalance monitor SISMONI-1C-3 mHz (Intercovamex, S.A. de C.V.,
Cuernavaca, Morelos, México) connected to a thickness sensor. The film thicknesses are:
FcPFs:DHAQ (212 nm)/nylon(ZnPc) (755 nm) and FcPFs:DAAQ (34 nm)/ nylon(ZnPc)
(755 nm).

The equipment used for the chemical and morphological characterizations of the
heterostructures was a Bruker microanalysis system coupled to a ZEISS EVO LS 10 scanning
electron microscope (Carl Zeiss AG, Oberkochen, Germany) operated at 20 kV and a focal
distance of 25 mm. AFM measurements of the films were performed in contact mode
with a static tip with a Nanosurf Naio microscope (Nanosurf, Liestal, Switzerland). For
the optical characterization, the ultraviolet-visible spectroscopy was obtained on a UV-
Vis 300 Unicam Spectrophotometer (Thermo Fisher Scientific Inc., Waltham, MA, USA),
measurements went from 200 to 1100 nm corresponding to the UV-Vvis spectrum. In order
to evaluate the electrical behavior, the heterostructures were deposited on indium tin oxide
(ITO: InpO3-(SnOy)x)-coated glass slide (glass-ITO). ITO works as transparent anode, while
the silver was deposited at the end of the process as cathode (Figure 1). The electrical
characterization was carried out using the four-tip collinear method by an auto-ranging
Keithley 4200-SCS-PK1 (Tektronix Inc., Beaverton, OR, USA). The devices were illuminated
using a lighting and temperature controller circuit from Next Robotix (Comercializadora
KMox, S.A. de C.V.,, Mexico City, Mexico), using commercial LEDs with the light colors: UV
(2.70 eV), blue (2.64 eV), green (2.34 eV), yellow (2.14 eV), orange (2.0 eV), and red (1.77 eV).

)
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Figure 1. Scheme of the organic heterostructures with ITO and Ag electrodes.

3. Results and Discussion

3.1. Morphological and Mechanical Characterization of Ferrocene Heterostructures
Heterostructures were produced through HVTE technique, with identical temper-

ature, pressure, deposition speed, and equipment parameters. After HVTE deposition,

the morphological characterization of the organic heterostructures was carried out. The
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microphotographs at 100x for FcPFs:DHAQ/nylon(ZnPc) and FcPF4:DAAQ/nylon(ZnPc)
are shown in Figure 2a,b, respectively. Both present a heterogeneous morphology with
particles of irregular shape and size, yet the structure of the doped semiconductor affects
this morphology. Fabrication begins with the deposition of the active layer, integrated by
the semiconductor FcPFs:DHAQ or FcPFg:DAAQ, during which, the formation of nuclei is
generated on the substrates. Apparently, the difference in the type of dopant, DHAQ or
DAAQ, is the main cause of the shape in the nucleus, their subsequent growth, and the
morphology of the film. Furthermore, Catania et al. [38] showed the effect of substrate
choice during nucleation, for example, glass generates a greater number of heterogeneous
nuclei. This is due to the initial processes that occur during the formation of thin films.
Physisorption occurs first, with the first atoms approaching the substrate being adsorbed
on its surface. Once the atom is attached to the surface, strain energy is generated at the
substrate’s surface due to the atoms’ bonds on the surface in response to the atom’s adsorp-
tion. This strain is determined by the substrate’s crystalline structure. Moreover, adhering
an atom to the surface produces extra energy, so there must be a force that overcomes this
barrier, the nature of which depends on the deposition technique used. Nucleation at the
substrate surface in HVTE is determined by the relative surface energy of the different
interfaces: (i) substrate-vapor, (ii) film—substrate, and (iii) film—vapor, but HVTE ultimately
reduces surface energy. The nucleation and subsequent growth of the nuclei will result in
the film’s final microstructure and the substrate influences the morphology of the films. It
should also be noted that the heterostructure in this work is made up of two films. After the
formation of FcPFs:DHAQ and FcPFg:DAAQ films, the layer integrated by nylon 11 and
ZnPc is deposited and subjected to thermal relaxation for integration of ZnPc particles into
the polymer matrix. The final morphology of the heterostructure, observed in Figure 2a,b,
will depend on the dopant and its film FcPFs:DHAQ or FcPFg:DAAQ. The EDS performed
on FcPFg:DHAQ/nylon(ZnPc) or FcPFs:DAAQ/nylon(ZnPc) heterostructures is shown
on Figure 2¢,d. Iron can be seen due to the presence of ferrocene in the active layer; the
presence of zinc is shown because of phthalocyanine embedded in the polymer; oxygen is
present in both the dopant and nylon 11; and nitrogen is present in ZnPc, in nylon, and
in the DAAQ, regarding heterostructure FcPFs:DAAQ/nylon(ZnPc). Heterostructures’
EDS elemental analyses were performed on the entire SEM area and, they can be consid-
ered semi-quantitative measurements due to films” heterogeneity (see Table 1). However,
when comparing the results of the heterostructure with the DHAQ dopant, with respect
to the heterostructure with the DAAQ dopant, the heterostructure with DAAQ presents a
higher percentage of nitrogen, while the one with DHAQ presents a higher percentage of
oxygen, due to the amine groups and hydroxy substituents, respectively, on each dopant
(see Figure 1).

To complement the information corresponding to the morphology of the heterostruc-
tures FcPFg:DHAQ/nylon(ZnPc) and FcPF4s:DAAQ/nylon(ZnPc), it is important to analyze
their topography through AFM. The smooth surface of the heterostructures plays an im-
portant role to improve the transport and mobility of charges in devices such as organic
solar cells [39]. Figure 3 shows the image for a 10 um x 10 um area, and the RMS (Root
Mean Square) roughness and the Ra (Average Roughness) are provided in Table 2. The
RMS represents the average of the squared deviations, with respect to the average height
of the heterostructures, and is greater than Ra, which represents the arithmetic average of
the absolute values of the heights of the heterostructures. However, the RMS and Ra of
the heterostructure FcPFs:DHAQ/nylon(ZnPc) is practically triple than roughness present
in the heterostructure with the diamino anthraquinone. This is mainly due to the effect
of the dopant DHAQ or DAAQ during the deposition of the ferrocene film. According
to what has been reported in the experimental section, the DAAQ generates a thinner
film that allows the upper nylon(ZnPc) film to be deposited more uniformly and with less
roughness. The smooth surface in FcPFg:DAAQ/nylon(ZnPc) is connected to the reduction
of the interface charge traps, and so, to the production of an excellent interface between the
FcPFg:DAAQ layer and the nylon(ZnPc) layer [39].
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Figure 2. The SEM microphotographs for (a) FcPFs:DHAQ/ nylon(ZnPc) and (b) FcPFs:DAAQ/
nylon(ZnPc). EDS for (c) FcPFg:DHAQ/nylon(ZnPc) and (d) FcPFs:DAAQ/nylon(ZnPc).

Table 1. EDS analysis of the heterostructures.

Sample C (%) N (%) O (%) Fe (%) Zn (%)
FcPFg:DHAQ/nylon(ZnPc) 67.48 10.84 13.7 0.16 7.82
FcPF:DAAQ/nylon(ZnPc) 71.45 18.03 6.75 0.03 3.73

490nm 83 nm

0.00 nm

Figure 3. The AFM images for (a) FcPFs:DHAQ/nylon(ZnPc) and (b) FcPFs:DAAQ/nylon(ZnPc).

Table 2. Roughness and mechanical parameters of the heterostructures.

RMS Ra
(nm) (nm,

FcPFg:DHAQ/nylon(ZnPc) 1134 872 601 x10°°  1.65x 108 0.776 0.59
FcPFg:DAAQ/nylon(ZnPc) 3.83 283  612x10°6  1.62x 108 0776 0.58

Sample ) Area (m?) Omax (Pa) 3 HK
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Considering a maximum applied force of 900 N, a series of mechanical properties of
organic heterostructures were analyzed. The outcomes of determining the maximum stress
(omax), the unitary deformation (¢), as well as the Knoop microhardness (HK) under these
conditions, are presented in Table 2. The mechanical properties of both heterostructures
are remarkably similar from each other. Reason apparent, the doped Fc does not exert
a significant influence and the nylon(ZnPc) film absorbed stress in the heterostructures.
While the stress and hardness values are congruent with this type of heterostructures and
deposition methods, the high strain reported results from a highly plastic region within the
structure. Therefore, mechanical stress or loads under service conditions should be avoided.

3.2. Evaluation of Optical Properties

Since radiation absorption and emission are essentials for optoelectronic and photo-
voltaic equipment, the following analysis of the UV-Vis spectrum was conducted on the
semiconductor films. The results shown in Figure 4a are, as expected, given the heterostruc-
ture’s opacity, with the lowest transmittance produced by FcPFs:DHAQ/nylon(ZnPc).
According to Aslan et al. [40], the transmittance of the investigated heterostructures was
detected to be relatively weak and in line with the observation. Interestingly, in the region
between 600 and 700 nm the transmittance of both heterostructures, decreases significantly,
a behavior related to the charge transfer transition between the Fe(II) and cyclopentene in
de Fc [41-44]. The presence of opaque nylon 11 should also be considered as an important
cause of low transmittance in heterostructures. Finally, in the transmission spectra, one can
observe a relation between lower transmission Q (in the visible region) and B (in the near
ultraviolet region) bands of the ZnPc [34], which are tied to the orbitals of the aromatic
system and to the overlapping orbital on the zinc atom [34,45,46].

T T T T T 150 T T
(FcPF6:DHAQ)/nylon(ZnPc) —— (FcPF6:DHAQ)/nylon(ZnPc) 5
16 { |—— (FcPF6:DAAQ)/nylon(ZnPc) —— (FcPF6:DAAQ)/nylon(ZnPc)| 8.0x10
40 8.0x10% B-band
0124 5
o = 6.0x10
§, i .E 6.0 5
£ 5 6.0x10
£ g4 ;
é 120 Q-band L4 0x10°
= s
5 4.0x10" N M
S 44 10
+2.0x10°
0 : . . . . 0 2.0x10°%
300 400 500 600 700 800 900 15 2.0 25
(@) A (nm) hv (eV) (b)
1.5x10% T T T
—— (FcPF6:DHAQ)/nylon(ZnPc)
~ — (FcPF6:DAAQ)/nylon(ZnPc)|
£ 3
§1.2x10 A 1.2x10°
o,
£9.0x10%
L 18.0x102
6.0x10%
+4.0x102
1:5 2.0 25 3.0 3.5
() hv (eV)

Figure 4. (a) Transmittance spectra, (b) spectral behavior of absorption coefficient, and (c) variation
of (whv)2 with hv of the organic heterostructures.

By means of absorption spectra, the different electronic transits taking place be-
tween the fundamental state and the excited state of the semiconductor films, registered
because of radiation absorption from different wavelengths. The UV-Vis spectra for
FcPF¢:DHAQ/nylon(ZnPc) and FcPFg:DAAQ/nylon(ZnPc) have been studied to evalu-
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ate the absorption coefficient («), optical band gap and nature of the transition involved.
Figure 4b shows the photon energy (hv) dependence of the « for the two organic heterostruc-
tures. In these spectra, one can observe a well-defined vibrational structure whose bands
can be assigned to the different transitions m—mt* of Fc and ZnPc; they show a red shift in
the absorption edge for FcPFs:DHAQ /nylon(ZnPc), and the intensity of the absorption
peaks increases for this heterostructure [27,45,46]. This behavior is because of the DHAQ
dopant on the heterostructure; however, an intense absorption of the B-band is shown from
the two heterostructures at 1.85 eV. The absorption peaks, labeled the Q-band, are observed
at 1.7 eV. Additionally, two bands appear in the UV region at 1.92 and 2.04 eV, labeled with
N and M, respectively [45].

As mentioned before, valuable optical heterostructures depend keenly on the optical
band gap (Eg) and transport energy band gap (E;) [40,47-51]. At the absorption edge & >
10* cm~! (see Figure 4b), the energy dependence of the band gap absorption coefficient is
given by Equation (1) [47,48] using the Tauc plot method [39]:

A n
o= E(hv—E) 1)

where A is constant, E represents the band gap, and n assumes values of %, 2,3/2,and 3
for allowed direct, allowed indirect, forbidden direct, and forbidden indirect transitions,
respectively. For allowed indirect types of transitions:

ahv = A(hv — E)? 2

Thus, a plot of (xhv)!/2 versus hv depicts a straight line whose intercept on the en-
ergy axis gives the E as shown in Figure 4c. The straight-line nature of the plots over
a wide range of hv indicates the indirect type of transitions for amorphous films. From
the graphs of Figure 4c, the dopants DHAQ and DAAQ evidently exert an important
effect on the optical band gap of the heterostructures. Table 3 shows optical band gap Eq
values, which corresponds to the onset of optical absorption and formation of a bound
electron-hole pair [49,50], and the E; corresponds to the transitions between the orbitals of
DHAQ or DAAQ and the Fc structure [27,49,51]. The heterostructure with DHAQ displays
lower Eg and E; values, which could indicate a greater charge transport with respect to
FcPFs:DAAQ/nylon(ZnPc). It is important to consider lower Eg and E; values for both
heterostructures with respect to those previously reported for Fc-base, doped semicon-
ductors [27,40,52]. The main causes of the phenomenon could be: (i) the intermolecular
interactions between Fc and its dopant, (ii) the alternate between the electron-donor Fc and
the electron-acceptor DHAQ/DAAQ, which generates rich zones and electron-deficient
zones favoring the charge transport, and (iii) the presence of the ZnPc and its 7=—7* transi-
tions, both HOMO-LUMO between their symmetry orbitals a, and bg (Q band), and from
their occupied symmetry orbitals b, and a, of lower energy, to the LUMO (B band). This
last one could be the most important, because the ZnPc contained in nylon(ZnPc) favors
the optical behavior and places these heterostructures within an organic low-bandgap
semiconductor range [53]. On the other hand, the E; values are higher than the E¢, and
their difference corresponds to the binding energy of the exciton [40,54]. According to pre-
vious studies [40,55,56], the binding energy (EB) values for FcPFs:DHAQ/nylon(ZnPc) and
FcPFg:DAAQ/nylon(ZnPc) are in the range between 0.5 and 1.5 eV (see Table 3). The optical
characteristics of the studied heterostructures favor their application in optoelectronic and
photovoltaic devices.

Table 3. Optical parameters for the organic heterostructures.

Sample Eg (eV) E: (eV) EB (eV)

FcPFs:DHAQ/nylon(ZnPc) 1.55 2.45 0.9
FcPFg:DAAQ/nylon(ZnPc) 1.76 2.57 0.81
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3.3. Fabrication of Thin Film Device and Electrical Characterization

Thin film devices were fabricated with the heterostructures, according to the scheme
shown in Figure 1 and the orbital diagram shown in Figure 5. The ITO with a work function
¢ = 4.7 eV was used as the anode, while Ag with ¢ = 4.2 eV was used as the cathode.
According to the diagrams in Figure 5, which are based on the calculations of the HOMO
and LUMO orbitals in doped Fc [27], the electrical conduction process for each device
is expected to consist of the injection of holes and electrons in opposite directions. The
ferrocene base film that acts as active layer in the device, is in contact with the anode, while
the nylon(ZnPc) film whose function is to support the layer of doped Fc, in the absorption
of radiation and generation of charge carriers, which give place to the photocurrent, is in
contact with the cathode.

—275eV LUMO —275eV
(a) FcPF6:DAAQ (b)
—3.09 eV
FcPF6:DHAQ
—3.48eV
—4.2eV —4.2eV
Ag | Ag
—4.30eV
'T'T70ev —47eV
—4.78 eV ITO
—4.94 eV HOMO —4.94 eV
Nylon 11(ZnPc) Nylon 11(ZnPc)

Figure 5. Energy levels of (a) FcPFs:DHAQ/nylon(ZnPc) and (b) FcPFg:DAAQ/nylon(ZnPc) devices.

The current-voltage (I-V) behavior provided valuable information about the het-
erostructure parameters, Figure 6a,b illustrate the forward and reverse I-V characteristics
at 25 °C of the glass/ITO/FcPFs:DHAQ or FcPFs:DAAQ/nylon(ZnPc)/ Ag heterojunction
device at different illumination conditions. From Figure 63, it is evident that, in the device
with the semiconductor FcPFg:DHAQ, there is interference, probably caused by its high
roughness, generated by the nylon(ZnPc) layer, even though it was deposited in a way
to enhance the optical properties in the heterostructure (ZnPc) and to protect it from the
environmental conditions (nylon 11) to avoid the efficient flux of electric charges. Graph I-V
shows ohmic behavior in the heterostructure with FcPFs:DHAQ under the different lighting
conditions. Under natural or ambient lighting this device shows null charge transport,
while against the rest of the lighting conditions, changes are generated in the electrical
transport, and the greatest electrical current is generated with green lighting. On the other
hand, in the device with the semiconductor FcPFs:DAAQ (Figure 6b), the behavior is very
different to the above, and it is observed a marked ambipolarity, so the heterostructure
is able to transport both electrons, and holes. This device transports current with several
orders of magnitude higher than the current generated by the device with dopant DHAQ.
Additionally, the device containing DAAQ has no significant change in its current transport
under the different lighting conditions. A notable feature is dual operating regime; al low
voltages (V < 0.5 V), it is nearly ohmic. The current increases at a slightly lower rate after
0.5 V. The abrupt shift in slope indicates that the device has reached a Space Charge Limited
Current (SCLC) regime, which is dictated by an exponential trap distribution [57-60]. By
raising the voltages (V > 0.5 V) to increase the current, it was possible to create a condition
in which the carriers do not migrate fast enough and concentrate in a region of the het-
erostructure. Under these conditions, the device enters the SCLC regime and parameters
such as the hole mobility (y), thermally excited holes concentration (py), trap concentration
per energy unit (Py), effective density of states (INy), and total trap concentration (Ny)) were
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calculated. Current density (current carried per unit area) in the ohmic regime is obtained
from Equation (3) [59,60]:
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Figure 6. I-V characteristics of (a) ITO/FcPFs:DHAQ/nylon(ZnPc)/Ag and (b) ITO/FcPFs:DAAQ/
nylon(ZnPc)/Ag heterojunction devices at different illumination conditions.

In addition to the previously established parameters, e denotes the electronic charge,
V the applied voltage to the film, and d is the thickness of the film. Other elements are
taken into consideration in Equation (4) for determining the current density in the SCLC
region [59,60]:

Iys1+1
_ €0€ \%
J= Noey (ePOkTL) A2 @)

go is the vacuum permittivity, € the dielectric constant of the material, and k being
Boltzmann’s constant. T} is the temperature parameter that characterizes the trap distribu-
tion, and I denotes the slope of the ohmic regime zone, which may be calculated by dividing
T}, by the local temperature. Finally, Equation (5) gives the overall trap concentration [59]:
Ni(e) = PokTy ®)
Assuming that the vacuum permittivity is 8.85 x 10714 CV~! cm™!, a value of 3 is
used for the dielectric constant of the heterostructures, a commonly accepted average value
for organic semiconductors [61]. The electrical parameters evaluated in ambient lighting
conditions are shown in Table 4. Only the parameters were evaluated in these lighting
conditions since, according to Figure 6b, the device does not undergo significant modifi-
cation when subjected to radiation of different wavelengths. It is important to consider
that, currently, there are no reported values for doped ferrocene semiconductor films and
even fewer electrical parameters have been reported for ferrocene-based heterostructures,
which is why this work opens the possibility of studying films of ferrocene derivatives, in
different types of optoelectronic devices.
Electrical conductivity (0) was evaluated at 25 °C for ITO/FcPF4s:DAAQ/nylon(ZnPc)/
Ag device. The measurements were made for three sets at constant voltages of 0.1, 0.5 and
1.0V, corresponding to points in the ohmic region (0.1 V) and SCLC region (0.5 and 1.0 V).
The o for the device was determined from Equations (6) and (7):

1%

R=7 ©)
w

7= RiL @)

In these expressions, R is the electrical resistance of the material, ¢ is the thickness of
the film (789 nm, see the experimental section), L is the length of the electrodes (0.477 cm)
and w is the distance between the electrodes (0.159 cm). According to the results reported
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in Table 4, the highest ¢ in the device occurs under the ohmic regime. Subsequently,
and due to charge saturation, when the device enters the SCLC regime, o begins to de-
crease as the voltage increases. However, the values obtained are in the conductivity
range for semiconductor films of 107°-10! Sem™~! [62,63], remarkable because organic
semiconductors are generally defined in terms of its room temperature conductivity. The
FcPFs:DAAQ/nylon(ZnPc) heterostructure has the potential to be used as an active layer
in optoelectronic devices, while the FcPFs:DHAQ/nylon(ZnPc) heterostructure could be
studied as an emitter layer.

Table 4. Electrical properties under ambient illumination for FcPFs:DAAQ/nylon(ZnPc) device.

Electrical Parameter Value
i 9.27 x 1078 cm?/Vs
Po 3.01 x 10¥ m—3
Ny 1.83 x 102 m—3
Py 2.0 x 1040 1/(J md3)
Nj(e) 3.93 x 102! m~3
cat0.1V 1.01 x 102 Sem ™1
cat05V 8.45 x 10! Sem™!
catl.0Vv 6.78 x 10! Sem™!

4. Conclusions

Heterostructures based on FcPFs:DHAQ /nylon(ZnPc) or FcPFs:DAAQ/nylon(ZnPc)
were fabricated and morphologically characterized. Some mechanical properties of the or-
ganic heterostructures were evaluated and the maximum stress is in the order of
1.65 x 108 Pa, the unitary deformation is 0.776, and the Knoop microhardness is around
0.59 HK. The mechanical properties depend on the nylon(ZnPc) layer. On the other hand,
the optical properties of the heterostructures near the fundamental absorption edge can be
interpreted by considering the existence of two types of optical transitions: the optical gap
(1.55-1.76 eV) and the fundamental energy gap (2.45-2.57 eV). Between these transitions
there are two transitions corresponding to the trap transitions. The presence of ZnPc in
nylon 11 enhances the optical behavior of the heterostructures and positions them as low-
bandgap semiconductors. Finally, electrical parameters of ITO/FcPFs:DHAQ/nylon(ZnPc)/
Ag and ITO/FcPFs:DAAQ/nylon(ZnPc)/Ag devices were studied through their current-
voltage characteristics. The ITO/FcPFs:DHAQ/nylon(ZnPc)/Ag device shows ohmic
behavior while the device with DAAQ shows an ambipolar and ohmic behavior at volt-
ages less than 0.5 V and at high voltages its behavior changes to SCLC. Therefore, the
heterostructures FcPFg:DHAQ /nylon(ZnPc) and FcPFg:DAAQ/nylon(ZnPc) are potential
candidates for optoelectronic applications, the DHAQ heterostructure has applications as
an emitter layer, and the DAAQ heterostructure can be used as an active layer in solar
cells. The influence DAHQ or DAAQ as dopants is clear: although the presence of DHAQ
generates better optical properties, the DAAQ dopant enhances the electrical behavior of
the heterostructure.

Author Contributions: Conceptualization, M.E.S.V.; methodology, E.T.D. and M.E.S.V,; software,
M.ES.V, ETD,, and R1.ZS,; validation, M.ES.V,, ET.D., and R1.Z.S; formal analysis, M.E.S.V. and
E.T.D.; research, M.E.S.V,; resources, M.E.S.V; data curation, M.E.S.V. and R.I.Z.S.; writing—original
draft preparation, M.E.S.V,, ET.D., and R1.Z.S.; writing—review and editing, M.E.S.V,, ET.D., and
R.I.Z.S.; visualization, M.E.S.V.; supervision, M.E.S.V.; project administration, M.E.S.V,; and funding
acquisition, M.E.S.V. All authors have read and agreed to the published version of the manuscript.

Funding: Maria Elena Sanchez-Vergara acknowledge the financial support from Anahuac México
University, project number PI0000067.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.



Coatings 2022, 12, 1859 11 of 13

Data Availability Statement: Not applicable.
Acknowledgments: The authors thank Lorena Valle Salas for her technical support.

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

References

1. Peluso, P; Mamane, V. Ferrocene derivatives with planar chirality and their enantioseparation by liquid-phase techniques.
Electrophoresis 2022, 1-32. [CrossRef] [PubMed]

2. Moss, G.P; Smith, P.A.S.; Tavernier, D. Glossary of class names of organic compounds and reactivity intermediates based on
structure (IUPAC Recommendations 1995). Pure Appl. Chem. 1995, 67, 1307-1375. [CrossRef]

3. Astruc, D. Why is ferrocene so exceptional? Eur[IC 2017, 2017, 6-29. [CrossRef]

4. Kealy, T.J.; Pauson, P.L. A new type of organo-iron compound. Nature 1951, 168, 1039-1040. [CrossRef]

5. Miller, S.A.; Tebboth, J.A.; Tremaine, J.F. 114. Dicyclopentadienyliron. JACS 1952, 632-635. [CrossRef]

6. Hu, M.-L.; Abbasi-Azad, M.; Habibi, B.; Rouhani, F. Electrochemical Applications of Ferrocene-Based Coordination Polymers.
ChemPlusChem 2020, 85, 2397-2418. [CrossRef]

7.  Beitollahi, H.; Khalilzadeh, M. A ; Tajik, S.; Safaei, M.; Zhang, K.; Jang, H.-W.; Shokouhimeh, M. Recent Advances in Applications
of Voltammetric Sensors Modified with Ferrocene and Its Derivatives. ACS Omega 2022, 5, 2049-2059. [CrossRef]

8.  Wilkinson, G.; Rosenblum, M.; Whiting, M.C.; Woodward, R.B. The structure of iron bis-cyclopentadienyl. JACS 1952,
74,2125-2126. [CrossRef]

9.  Chuhmanov, E.P,; Ermolaev, N.L.; Plakhutin, B.N.; Ignatov, S.K. Tris(perfluoroalkyl)germylethynyl derivatives of biphenyl
containing ferrocenyl donor group: Structure, spectra, and photoinduced intramolecular electron transfer. Comput. Theor. Chem.
2018, 1123, 50-60. [CrossRef]

10. Dumur, F. Recent advances on ferrocene-based photoinitiating systems. Eur. Polym. 2021, 147, 110328. [CrossRef]

11.  Grecchi, S.; Arnaboldi, S.; Korb, M.; Cirilli, R.; Araneo, S.; Guglielmi, V. Widening the scope of “inherently chiral” electrodes:
Enantiodiscrimination of chiral electroactive probes with planar stereogenicity. ChemElectroChem 2020, 7, 3429-3438. [CrossRef]

12. Mulas, A.; Willener, Y.; Carr-Smith, J.; Joly, KM.; Male, L.; Moody, C.J. The effect of central and planar chirality on the
electrochemical and chiral sensing properties of ferrocenyl urea H-bonding receptors. Dalton Trans. 2015, 44, 7268-7275.
[CrossRef] [PubMed]

13. Priya, S.; Steerteghem, N.V,; Kaur, N.; Ashar, A.Z; Kaur, P,; Clays, K.; Narayan, K.S.; Singh, K. Multifunctional geometrical
isomers of ferrocene-benzo[1,2-b:4,5-b'] difuran-2,6-(3H,7H)-dione adducts: Second-order nonlinear optical behaviour and charge
transport in thin film OFET devices. |. Mater. Chem. C 2017, 5, 697-708. [CrossRef]

14. Dai, L.-X,; Tu, T,; You, S.-L.; Deng, W.-P.; Hou, X.-L. Asymmetric catalysis with chiral ferrocene ligands. Acc. Chem. Res. 2003,
36, 659-667. [CrossRef]

15. Lopez, R.; Palomo, C. Planar chirality: A mine for catalysis and structure discovery. Angew. Chem. Int. Ed. 2022, 61, €202113504.
[CrossRef]

16. Gibson, V.C.; Long, N.J.; Oxford, PJ.; White, A.J.P.; Williams, D.J. Ferrocene-substituted bis(imino)pyridine iron and cobalt
complexes: Toward redox-active catalysts for the polymerization of ethylene. Organometallics 2006, 25, 1932-1939. [CrossRef]

17.  Qiao, L.; Zhou, X; Li, X.; Du, W.; Yu, A.; Zhang, S. Synthesis and performance of chiral ferrocene modified silica gel for mixed
mode chromatography. Talanta 2017, 163, 94-101. [CrossRef]

18. Hubbard, PJ.; Benzie, ].W.; Bakhmutov, V.I.; Bliimel, J. Ferrocene adsorbed on silica and activated carbon surfaces: A solid-state
NMR study of molecular dynamics and surface interactions. Organometallics 2020, 39, 1080-1091. [CrossRef]

19. Benecke, ].; Grape, E.S.; FuSS, A.; Wohlbrandt, S.; Engesser, T.A.; Inge, A K. Polymorphous indium metal-organic frameworks
based on a ferrocene linker: Redox activity, porosity, and structural diversity. Inorg. Chem. 2020, 59, 9969-9978. [CrossRef]

20. Singh, A.; Lumb, I; Mehra, V.; Kumar, V. Ferrocene-appended pharmacophores: An exciting approach for modulating the
biological potential of organic scaffolds. Dalton Trans. 2019, 48, 2840-2860. [CrossRef]

21.  Urbano, A.; Del Hoyo, A.M.; Martinez-Carrion, A.; Carreno, M.C. Asymmetric synthesis and chiroptical properties of enantiopure
helical ferrocenes. Org. Lett. 2019, 21, 4623-4627. [CrossRef] [PubMed]

22. Ravutsov, M.; Dobrikov, G.M.; Dangalov, M.; Nikolova, R.; Dimitrov, V.; Mazzeo, G. 1,2-Disubstituted planar chiral fer-
rocene derivatives from sulfonamide-directed ortho-lithiation: Synthesis, absolute configuration, and chiroptical properties.
Organometallics 2021, 40, 578-590. [CrossRef]

23. Mazzeo, G.; Pedotti, S.; Longhi, G.; Patti, A.; Abbate, S. Spectroscopic investigation on 1,2-substituted ferrocenes with only planar
chirality: How chiroptical data are related to absolute configuration and to substituents. Spectrochim. Acta A Mol. Biomol. Spectrosc.
2022, 272,121010. [CrossRef] [PubMed]

24. Moriuchi, T. Helical chirality of ferrocene moieties in cyclic ferrocene-peptide conjugates. Eur. J. Inorg. 2022, 2022, €202100902.
[CrossRef]

25. Kova¢, V.; Kodrin, I.; Radogevi¢, K.; Mol¢anov, K.; Adhikari, B.; Kraatz, H.-B. Oxalamide-bridged ferrocenes: Conformational and

gelation properties and in vitro antitumor activity. Organometallics 2022, 41, 920-936. [CrossRef]


http://doi.org/10.1002/elps.202200148
http://www.ncbi.nlm.nih.gov/pubmed/35946562
http://doi.org/10.1351/pac199567081307
http://doi.org/10.1002/ejic.201600983
http://doi.org/10.1038/1681039b0
http://doi.org/10.1039/jr9520000632
http://doi.org/10.1002/cplu.202000584
http://doi.org/10.1021/acsomega.9b03788
http://doi.org/10.1021/ja01128a527
http://doi.org/10.1016/j.comptc.2017.11.007
http://doi.org/10.1016/j.eurpolymj.2021.110328
http://doi.org/10.1002/celc.202000657
http://doi.org/10.1039/C5DT00554J
http://www.ncbi.nlm.nih.gov/pubmed/25791522
http://doi.org/10.1039/C6TC03876J
http://doi.org/10.1021/ar020153m
http://doi.org/10.1002/anie.202113504
http://doi.org/10.1021/om0509589
http://doi.org/10.1016/j.talanta.2016.10.090
http://doi.org/10.1021/acs.organomet.9b00800
http://doi.org/10.1021/acs.inorgchem.0c01124
http://doi.org/10.1039/C8DT03440K
http://doi.org/10.1021/acs.orglett.9b01522
http://www.ncbi.nlm.nih.gov/pubmed/31184166
http://doi.org/10.1021/acs.organomet.0c00712
http://doi.org/10.1016/j.saa.2022.121010
http://www.ncbi.nlm.nih.gov/pubmed/35180485
http://doi.org/10.1002/ejic.202100902
http://doi.org/10.1021/acs.organomet.1c00661

Coatings 2022, 12, 1859 12 of 13

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

Sanchez Vergara, MLE.; Vincent, M.; Rios, C.; Salcedo, R. Doping of Molecular Materials based on Ferrocene and the Study of
their Properties as Organic Semiconductors for their Application in Optoelectronic Devices. J. Mol. Struct. 2019, 1193, 365-372.
[CrossRef]

Sénchez Vergara, M.E.; Hamui, L.; Barcenas Hernandez, M.E; Rios, C.; Salcedo, R. Combined experimental and theoretical study
of conjugated ferrocene semiconductors and the effect of doping on their opto-electrical and structural properties. J. Mol. Struct.
2022, 1262, 132998. [CrossRef]

Nar, I; Atsay, A.; Altindal, A.; Hamuryudan, E. o-Carborane, Ferrocene, and Phthalocyanine Triad for High-Mobility Organic
Field-Effect Transistors. Inorg. Chem. 2018, 57, 2199-2208. [CrossRef]

Akutsu, H.; Hashimoto, R.; Yamada, J.-I.; Nakatsuji, S.; Turner, S.S.; Nakazawa, Y. Structure and Properties of a BEDT-TTF-
Based Organic Conductor with a Ferrocene-Based Magnetic Anion Octamethylferrocenedisulfonate. Eur. J. Inorg. Chem. 2018,
27,3249-3252. [CrossRef]

Rui, H.; Nanfang, J.; Guofeng, T.; Shengli, Q.; Lei, S.; Xiaodong, W.; Dezhen, W. Flash memory effects and devices based on
functional polyimides bearing pendent ferrocene group. Mater. Des. 2018, 139, 298-303. [CrossRef]

Zhai, Z.; Xu, M. All-solution-processed small-molecule solar cells by stripping-transfer method. JMS Mater. Electron. 2020,
31, 5789-5793. [CrossRef]

Heeger, A.]. 25th Anniversary Article: Bulk Heterojunction Solar Cells: Understanding the Mechanism of Operation. Adv. Mater.
2014, 26, 10-28. [CrossRef] [PubMed]

Socol, M.; Preda, N.; Rasoga, O.; Breazu, C.; Stavarache, I.; Stanculescu, E; Socol, G.; Gherendi, F.; Grumezescu, V.; Popescu-Pelin,
G.; et al. Flexible heterostructures based on metal phthalocyanines thin films obtained by MAPLE. Appl. Surf. Sci. 2016,
374, 403-410. [CrossRef]

Pfuetzner, S.; Meiss, ].; Petrich, A.; Riede, M.; Leo, K. Thick Cgy: ZnPc bulk heterojunction solar cells with improved performance
by film deposition on heated substrates. Appl. Phys. Lett. 2009, 94, 253303. [CrossRef]

Zeyada, HM.; El-Nahass, M.M.; El-Menyawy, E.M.; El-Sawah, A.S. Electrical and photovoltaic characteristics of indium
phthalocyanine chloride/p-Si solar cell. Synth. Met. 2015, 207, 46-53. [CrossRef]

Noguchi, T.; Gotoh, K.; Yamaguchi, Y. Novel method to disperse ultrafine metal particles into polymer. J. Mater. Sci. Lett. 1991,
10, 477-479. [CrossRef]

Akamatsu, K.; Deki, S. Characterization and optical properties of gold nanoparticles dispersed in nylon 11 thin films. ]. Mater.
Chem. 1997, 7, 1773-1777. [CrossRef]

Catania, F.; Souza Olivera, H.; Lugoda, P.; Catarella, G.; Munzenrieder, N. Thin-film electronics on active substrates: Review of
materials, technologies, and applications. Phys. D Appl. Phys. 2022, 55, 323002. [CrossRef]

Zhu, L.; He, G; Ly, |.; Fortunato, E.; Martins, R. Fully solution-induced high performance indium oxide thin film transistors with
ZrOx high-k gate dielectrics. RSC Adv. 2018, 8, 16788-16799. [CrossRef]

Aslan, H.; Kurtay, G.; Korkmaz, A.; Cetin, A ; Oktemer, A. Combined experimental and theoretical study of the novel ferrocene,
derivatives and examining the effect of E-Z steroisomerism on their optical properties. Opt. Mater. 2019, 89, 452—-459. [CrossRef]
Lv, X,; Huang, C.; Tameev, A.; Qian, L.; Zhu, R.; Katin, K.; Maslov, M.; Nekrasov, A.; Zhang, C. Electrochemical polymerization
process and excellent electrochromic properties of ferrocene-functionalized polytriphenylamine derivative. Dyes Pig. 2019,
163, 433-440. [CrossRef]

Yuan, Y.; Yan, J.-F; Lin, D.-Q.; Mao, B.-W.; Yuan, Y.-F. Ferrocene-alkynyl conjugated molecular wires: Synthesis, characterization,
and conductance properties. Chem. Eur. |. 2018, 24, 3545-3555. [CrossRef]

Xiang, J.; Li, X.; Ma, Y.; Zhao, Q.; Ho, C.-L.; Wong, W.-Y. Efficient flash memory devices based on non-conjugated ferrocene-
containing copolymers. J. Mater. Chem. C 2018, 6, 11348-11355. [CrossRef]

Kimura, Y.; Mashiyama, Y.; Maruyama, H.; Kawabata, Y.; Kijima, T.; Fujimori, A. Characterization of Molecular Arrangement of
Long-chain Ferrocenyl Derivatives Having Asymmetric Carbon by Method of Organized Molecular Films and Formation of Its
Helical Nanofibers. Chem. Sel. 2021, 6, 2198-2209. [CrossRef]

Alharbi, S.R.; Darwish, A.A.A.; Al Garni, S.E.; El Saeedy, H.I.; Abd El-Rahman, K.F. Influence of thickness and annealing on linear
and nonlinear optical properties of manganese (III) chloride tetraphenyl porphine (MnTPPCI) organic thin films. Inf. Phy. Technol.
2016, 78, 77-83. [CrossRef]

El-Nahass, M.M.; Ammar, A.H.; Farag, A.A.M.; Atta, A.A.; El-Zaida, E.FEM. Effect of heat treatment on morphological, structural
and optical properties of COMTPP thin films. Solid State Sci. 2011, 13, 596. [CrossRef]

Mane, R K.; Ajalkar, B.D.; Bhosale, P.N. Electrical and optical properties of bismuth sulphotelluride [Bi2(S1—xTex)3] thin films
prepared by arrested precipitation technique (APT). Mater. Chem. Phys. 2003, 82, 534-537. [CrossRef]

Pal, U.; Samanta, D.; Ghori, S.; Chaudhuri, A.K.J. Optical Constants of Vacuum-Evaporated Polycrystalline Cadmium Selenide
Thin Films. Appl. Phys. 1993, 74, 6368. [CrossRef]

El-Nahass, M.M.; El-Deeb, A.F,; Metwally, H.S.; Hassanien, A.M. Influence of annealing on the optical properties of 5,10,15,20-
tetraphenyl-21H, 23H-porphine iron (II) chloride thin films. Mater. Chem. Phys. 2011, 125, 247-251. [CrossRef]

Tsiper, E.V.; Soos, Z.G.; Gao, W.; Kahn, A. Charge redistribution and polarization energy of organic molecular crystals. Chem.
Phys. Lett. 2002, 360, 47. [CrossRef]

Zhokhavets, U.; Goldhahn, R.; Gobsch, G.; Schliefke, W. Dielectric function and one-dimensional description of the absorption of
poly(3-octylthiophene). Synth. Met. 2003, 138, 491. [CrossRef]


http://doi.org/10.1016/j.molstruc.2019.05.053
http://doi.org/10.1016/j.molstruc.2022.132998
http://doi.org/10.1021/acs.inorgchem.7b03097
http://doi.org/10.1002/ejic.201800482
http://doi.org/10.1016/j.matdes.2017.11.020
http://doi.org/10.1007/s10854-020-03149-5
http://doi.org/10.1002/adma.201304373
http://www.ncbi.nlm.nih.gov/pubmed/24311015
http://doi.org/10.1016/j.apsusc.2015.10.166
http://doi.org/10.1063/1.3154554
http://doi.org/10.1016/j.synthmet.2015.06.008
http://doi.org/10.1007/BF00838357
http://doi.org/10.1039/a703055j
http://doi.org/10.1088/1361-6463/ac6af4
http://doi.org/10.1039/C8RA02108B
http://doi.org/10.1016/j.optmat.2019.01.072
http://doi.org/10.1016/j.dyepig.2018.12.019
http://doi.org/10.1002/chem.201705176
http://doi.org/10.1039/C8TC03140A
http://doi.org/10.1002/slct.202004199
http://doi.org/10.1016/j.infrared.2016.07.014
http://doi.org/10.1016/j.solidstatesciences.2010.12.032
http://doi.org/10.1016/S0254-0584(03)00233-5
http://doi.org/10.1063/1.355161
http://doi.org/10.1016/j.matchemphys.2010.09.017
http://doi.org/10.1016/S0009-2614(02)00774-1
http://doi.org/10.1016/S0379-6779(02)00502-7

Coatings 2022, 12, 1859 13 of 13

52.

53.

54.

55.

56.

57.

58.

59.

60.

61.

62.
63.

Hu, B.; Zhang, X.; Tian, B.; Qi, Y; Lai, X,; Jin, L. Synthesis, electrochemical and spectroelectrochemical properties of carbazole
derivatives with ferrocene groups. J. Electroanal. Chem. 2017, 788, 29-37. [CrossRef]

Scharber, M.C.; Sariciftci, N.S. Low Band Gap Conjugated Semiconducting Polymers. Adv. Mater. Technol. 2021, 6, 2000857.
[CrossRef]

Farag, A.A.M.; Sawsan, M.S.H.; Mohamed, E.M. Spectral-optical-electrical-thermal properties of deposited thin films of nano
sized calcium (II)-8 hidroxi-5,7-dinitroquinolate complex. Spectrochim. Acta Mol. Biomol. Spectrosc. 2011, 82, 467-474. [CrossRef]
[PubMed]

Cahen, D.; Kahn, A.; Umbach, E. Energies of molecular interfaces. Mater. Today 2005, 8, 32—41. [CrossRef]

El-Nahass, M.M.; Atta, A.A.; El-Sayed, H.E.A.; El-Zaidia, E.EM. Structural and optical properties of thermal evaporated
magnesium phthalocyanine (MgPc) thin films. Appl. Surf. Sci. 2008, 254, 2458-2465. [CrossRef]

Hassan, A K.; Gouldt, R.D. The interpretation of current density-voltage and activation energy measurements on freshly prepared
and heat-treated nickel phthalocyanine thin films. Int. J. Electron. 1993, 74, 59-65. [CrossRef]

Sanchez-Vergara, M.E.; Medrano-Gallardo, D.; Vera-Estrada, I.L.; Jiménez-Sandoval, O. Optical absorption and electrical
properties of MPc (M=Fe, Cu, Zn)-TCNQ interfaces for optoelectronic applications. J. Phys. Chem. Solids 2018, 115, 373-380.
[CrossRef]

Dongol, M.; El-Nahass, M.M.; El-Denglawey, A.; Abuelwafa, A.A.; Soga, T. Alternating current characterization of nano-Pt(II)
octaethylporphyrin (PtOEP) thin film as a new organic semiconductor. Chin. Phys. B 2016, 25, 067201. [CrossRef]

Dumm, M.; Lunkenheimer, P.; Loid, A.; Assmann, B.; Homborg, H.; Fulde, P. Charge transport in lithium phthalocyanine. J. Chem.
Phys. 1996, 104, 5048-5053. [CrossRef]

Gabriel, C.; Gabriel, S.; Grant, E.H.; Halstead, B.S.].; Michael, D.; Mingos, P. Dielectric parameters relevant to microwave dielectric
heating. Chem. Soc. Rev. 1998, 27, 213-224. [CrossRef]

Simon, J.; Andre, J.J.; Skoulios, A. Molecular materials. I: Generalities. New J. Chem. 1986, 10, 295-311.

Simon, J.; Tournillac, F. Molecular materials. II: Towards electronics finalities. New J. Chem. 1997, 11, 383-399.


http://doi.org/10.1016/j.jelechem.2017.01.046
http://doi.org/10.1002/admt.202000857
http://doi.org/10.1016/j.saa.2011.07.079
http://www.ncbi.nlm.nih.gov/pubmed/21855401
http://doi.org/10.1016/S1369-7021(05)70985-8
http://doi.org/10.1016/j.apsusc.2007.09.064
http://doi.org/10.1080/00207219308925813
http://doi.org/10.1016/j.jpcs.2018.01.005
http://doi.org/10.1088/1674-1056/25/6/067201
http://doi.org/10.1063/1.471134
http://doi.org/10.1039/a827213z

	Introduction 
	Materials and Methods 
	General Remarks 
	Heterostructures Assembly and Characterization 

	Results and Discussion 
	Morphological and Mechanical Characterization of Ferrocene Heterostructures 
	Evaluation of Optical Properties 
	Fabrication of Thin Film Device and Electrical Characterization 

	Conclusions 
	References

