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A series of organic electron-rich π-bridged symmetric hydra-
zones, composed of two donor moieties connected through a
thiophene- or a pyrrole-based π-spacer, has been synthesized
as a suitable alternative to 2,2’,7,7’-tetrakis[N,N-di(4-meth-
oxyphenyl)amino]-9,9’-spirobifluorene (Spiro-OMeTAD), consid-
ered the benchmark hole transporting material (HTM) in
perovskite solar cells (PSCs). The cheap synthetic protocol is
suitable for potential large-scale production. All the compounds
were characterized, showing good energy levels alignments
with the perovskite and very close energy levels to the Spiro-

OMeTAD. Furthermore, computational analysis confirmed the
electrochemical trend observed. The costs of synthesis were
estimated, as well as the produced waste to synthesise the final
HTMs, underlining the low impact of these compounds on the
environment with the respect to Spiro-OMeTAD. Overall, the
relevant electrochemical properties and the low cost of the
synthetic approaches allow these compounds to be a greener
and easy-to-synthesize alternative to the Spiro-OMeTAD for
industrial development of PSCs.

Introduction

Photovoltaic devices allow to convert solar radiation into
electricity using different materials. The most widely used
technology in this field is the silicon-based one, which is already
extensively used in our everyday life. However, the increasing
energy demand and the pressure for lowering the prices to be
competitive with the fossil fuels economy led to the search for
new pathways to tread in the field of photovoltaics.[1] Among
these, perovskite solar cells (PSCs) found a remarkable role and
interest in the scientific community due to their high efficiency
and cheap preparation method so that in just five years their
efficiency had a sixfold increase.[2] This rapid improvement in
efficiency is in part due to the replacement of the liquid
electrolyte with a solid-state hole transporting material (HTM).[3]

Nevertheless, the most critical issue to further increase the
performance of PSCs remains the development of an optimal
HTM. Recent research mainly focuses on organic compounds

due to the easy tuning of their properties, their low cost and
their simple synthesis, purification and characterization.[4]

Currently, the twisted spirobifluorene-based bulky molecule
Spiro-OMeTAD is the most studied for this purpose because it
showed the best performance in terms of efficiency since its
introduction about two decades ago.[5] However, the synthetic
procedure to prepare it is complicated and expensive. This
procedure uses noble metals and it is not suitable for large-
scale production. Therefore, the need to develop new HTM
systems seems to be a topic of primary relevance for the
commercialization of efficient PSCs, at an affordable cost.[6]

In this scenario, series of different HTMs based on electron-
rich compounds, such as triphenylamine, thiophene, or
thiophene derivatives, characterized by a simple synthetic route
and a low production cost, have been published obtaining
good power conversion efficiency, almost comparable with the
maximum efficiency obtained with the Spiro-OMeTAD.[7] How-
ever, they need palladium and copper catalysts in multiple
steps of their synthetic path and this is a remarkable limitation
for an industrial scale-up.[8]

In 2015, Docampo and coworkers published an innovative
3,4-ethylenedioxythiophene (EDOT)-based HTM synthesized
through a Schiff base condensation reaction without using any
metal catalyst and affording water as the only by-product.[9]

This HTM achieved an efficiency comparable to the one of
Spiro-OMeTAD in 2015 but with an effective cost one order of
magnitude lower. The success of this new HTM lies in a simple
and inexpensive synthesis. In fact, the reaction can be
performed at near ambient conditions with a very straightfor-
ward product purification.
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In subsequent years, many research groups followed this
low-cost and one- or two-step synthesis purpose.[10] Nazzerud-
din and coworkers achieved the cheapest HTM after a two-step
condensation synthesis with a total yield around 60% and the
final cost of only 1.38 $/g respect to the 92 $/g of Spiro-
OMeTAD.[10d] Moreover, in 2018, Docampo and coworkers
proposed and tested a hydrazone-based HTM even cheaper
with promising properties.[11]

Inspired by these successful works, we decided to develop
and study a new series of heteroaromatic HTMs based on
hydrazone moieties[12] characterized by simple synthetic paths
and purifications which produce water as the only by-product
of the last condensation. Hydrazone-based compounds are
widely used in many fields, like medicine,[13] biology,[14]

chemistry[15] and materials science.[16]

HTM should be a transparent and amorphous thin film, as
crystallization would prevent effective pore filling and thereby
reduce its thermal and photochemical stability as well as carrier
mobility. Moreover, its energy levels must be properly engi-
neered to match the position of the edge of the valance band
(VB) of the perovskite to allow a faster charge transfer process
and to limit the detrimental recombination reactions.[3a]

Herein, we present a series of electron-rich donor-π-spacer-
donor (D-π-D) hydrazone-based HTMs and we report the
synthesis, the complete optical and electrochemical character-
ization of these compounds and their suitability, in terms of
energetics, for use in PSCs as HTMs. Moreover, density func-
tional theory calculations (DFT) were performed to optimize the
geometries and to study the electronic properties of the ground
state of each compound. Lastly, we carried out a survey on the
actual costs for the synthesis of 1 g of the final product,

analysing also the environmental impact due to the waste
production and the use of halogen-rich solvents.

Results and Discussion

Design and synthesis

The investigated symmetric D-π-D HTMs are listed in Figure 1.
On the basis of an our unpublished study, we knew that D-

π-D derivatives of 1,2-di(2-pyrrolyl)ethenes-based hydrazones
showed a nicely reversible oxidation behaviour and can be
easily prepared on a large scale in almost ambient conditions
with straightforward purification. They also presented a proper
energetic alignment to be used as HTM in Pl-PSC devices.
Furthermore, a similar class of hydrazone-based compounds
has been successfully used as active material in both perovskite
and bulk heterojunction solar cells.[11,16c]

Based on that, we designed and investigated a system
based on a 1,2-di(2-pyrrolyl)ethene functionalized with two 2-
ethylhexyl chains on the nitrogen atoms (Ph2-P-Ph2) and three
systems based on a 3,4-dibutoxythiophene-based π-spacer
(Ph2-T-Ph2, Me2-T-Me2, Ph-T-Ph). From these cores, two hydra-
zone symmetrical donor arms started. As donor moieties, we
selected three different substituents on the hydrazones group,
namely diphenyl, dimethyl and phenyl. The presence of the
alkyl chains in all these compounds is crucial to give an
amorphous character to the films, to avoid an undesirable
crystallization of the film and to improve the solubility of these
molecules in organic solvents, which is an important feature to
better deposit a homogeneous HTM layer.[4a]

The synthetic pathways are reported in Scheme 1.
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We chose simple synthetic protocols in order to realize
HTMs that could be effectively transferred to a large-scale
production. The synthesis of Ph2-P-Ph2 is a four-step pathway.
Starting from the 1-(2-ethylhexyl)-1H-pyrrole-2-carbaldehyde,
synthesized following the alkylation reaction with 2-ethylhexyl
iodide reported in literature,[17] the dipyrrolylethene core has
been obtained via McMurry reaction in presence of Zn and
TiCl4. Pyridine was added to remove acid evolved during the
reaction from the solution and prevent degradation of product
1. The following Vilsmeier formylation inserted the dialdehyde
functionalities to give 2 with high yield. In the end, the
dialdehyde intermediate, as well as the dialdehyde of the 3-4-
dibutoxythiophene, was submitted with the stoichiometric
amount of acid to the final condensation with the proper
hydrazine in THF at room temperature to give the correspond-
ing product. Although the synthesis of 3-4-dibutoxythiophene-
2,5-bisaldehyde was reported in literature by Ono et al.,[18] we
decided to develop a new synthetic protocol to reduce the cost
of the final compounds that will be discussed later. In fact,
using as starting material for the initial nucleophilic substitution
reaction the 3,4-dihydroxythiophene-2,5-dicarboxylic acid dieth-

yl ester, instead of the dimethyl ester, the final cost had a 6-fold
reduction. Therefore, the first step, mentioned above as
nucleophilic substitution reaction on the two hydroxyl groups
of the thienyl ring, was performed with butyl bromide as
nucleophile and potassium carbonate as base. The crude
product was immediately subdued to a reduction reaction
performed with lithium aluminium hydride to obtain the
corresponding alcohol. In the end, the dialdehyde intermediate
was obtained after a mild oxidation of the dialcohol derivative
performed with manganese (IV) oxide in chloroform, adapted
from a literature procedure,[19] instead of the more expensive
and complicated oxidation with tetrapropylammonium per-
ruthenate (VII) and N-methylmorpholine N-oxide proposed by
Ono et al.[18] The final yields of the three-step synthetic
protocols were around 55% for the disubstituted hydrazones
and around 40% for the monosubstituted one. On the contrary,
the overall yield achieved for the synthesis of Ph2-P-Ph2 was
around 30% at the end of the four-step protocol, mainly due to
the low yield of the initial alkylation reaction.

Optical properties

The optical properties of the investigated compounds both as
thin film prepared via spin coating (5×10� 5 M in chlorobenzene,
2000 rpm, 30 s) and in solution (THF) are depicted in Figures 2
and S1 (Supporting Information). The main optical parameters
are collected in Table 1. Optical bandgaps were calculated by
means of the Tauc plots[20] and listed in the same table.

The absorption spectra of the compounds showed an
intense absorption peak related to the π-π* transition of the
molecules at between 430–450 nm for the diphenyl- and
phenyl-derivatives, and at about 380 nm for the dimethyl
hydrazone. The molar extinction coefficients were similar in the
homologous class of compounds due to the same π-spacer. In
fact, the thienyl-based compounds presented a molar extinction

Figure 1. Electron rich symmetric hydrazone investigated in this work.

Scheme 1. Synthetic protocol for the preparation of Ph2-P-Ph2, Ph2-T-Ph2,
Me2-T-Me2, Ph-T-Ph. Reagents and conditions. (i) TiCl4, Zn, pyridine, THF
anhyd., N2, reflux, 2.5 h; (ii) POCl3, DMF, CH3CN dry, rt, 20 h; (iii) N,N-diphenyl-
hydrazine hydrochloride, THF, rt, 20 h; (iv) 1. Butyl bromide, K2CO3, DMF,
60 °C, 2 days, 2. LiAlH4, THF, from � 78 °C to rt, overnight; (v) MnO2, CHCl3, rt,
1.5 h; (vi) N,N-diphenyl hydrazine hydrochloride, THF, rt, 20 h; (vii) N,N-
dimethyl hydrazine, PTSA, THF, rt, 20 h; (viii) N-phenyl hydrazine, PTSA, THF,
rt, 20 h.

Figure 2. Absorption spectra of hydrazone based HTMs as thin film.
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coefficient close to 29000 M� 1 cm� 1, a little lower for the phenyl-
hydrazone around 21000 M� 1 cm� 1, whereas the Ph2-P-Ph2
showed a much higher value around 50000 M� 1 cm� 1 and it
could be attributed to the longer conjugation of its π-spacer. It
is important to highlight that Me2-T-Me2, as Spiro-OMeTAD,
presented an optical transparency in the visible reason, which is
highly desirable for application in tandem cells.[3a] Moreover, it
exhibited a molar extinction coefficient less than half of that of
Spiro-OMeTAD. These are significant characteristics for an HTM
because it must not affect the light-harvesting of the perovskite
ensuring that most of the photons can reach the active layer of
the PSC, thus avoiding lowering the efficiency of the device. On
thin film, the absorption maxima are slightly red-shifted (less
than 10 nm) compared to the analogous in solution, as
expected, indicating poor π-π intermolecular interactions in the
thin film. Indeed, the absence of any important change in
absorption spectra for these thin films indicates the amorphous
structure of the spin-coated films.[21]

Electrochemical properties

CV and DPV performed on the studied compounds to
determine the redox characteristics and calculate HOMO/LUMO
energy levels are shown in Figure 3 and Figure S2 (Supporting
Information), respectively. All the experimental electrochemical
parameters are collected in Table 2 and pictorially represented
in Figure 4.

In the CV investigation, every compound exhibited a
reversible oxidation peak, while the reduction processes, when
present, were always irreversible. The oxidation waves showed
two unresolved current signals (a peak and its shoulder) except
in the case of Ph-T-Ph, which made somewhat complicated the
energy level calculation. The first wave corresponds to the
formation of a delocalized radical cation, whereas the second is
associated with the formation of the dication. Both the position
and the potential separation between the two peaks can be
used to probe the electronic coupling between the end-
capping units and the electron-accepting core. For these
reasons, DPV was employed. DPV allowed isolating the different
electrochemical processes with the exception of the Ph-T-Ph
where the two oxidation processes appear as a single broad
peak. In this case, the HOMO energy level has been determined
from the current onset rather than the current peak.

These new hydrazone-based HTMs presented a higher
energy HOMO with respect to the edge of the perovskite VB, as

required for a smooth hole transfer and electron blocking.
However, the HOMO level of Ph2-T-Ph2 showed a value of
� 5.41 eV, close to the perovskite VB maximum. Considering
that a minimal offset of 0.2–0.3 eV is generally required to
ensure efficient electron injection,[23] it is reasonable that
electron donation is hampered and the whole mechanism is
negatively affected with this HTM. Anyway, all others demon-
strated very close energy level alignments with the Spiro-
OMeTAD, particularly Me2-T-Me2, which featured roughly the
same HOMO and LUMO positions.

Table 1. Optical characterization of hydrazone-based HTMs.

Compound λmax sol
[1]

[nm]
ɛ
[M� 1 cm� 1]

λmax film
[nm]

Egap
opt

[eV]

Spiro-OMeTAD 387 57300�300 – –
Ph2-P-Ph2 452 50400�800 460 2.46
Ph2-T-Ph2 431 29900�900 435 2.61
Me2-T-Me2 379 27900�500 389 2.99
Ph-T-Ph 432 21800�800 434 2.60

[1] in 10� 5 THF solution.

Figure 3. CV plots of a 5×10� 4 solution of hydrazone-based HTMs in 0.1 M
TBAClO4 as supporting electrolyte in THF. The working electrode is a glassy
carbon disk, the counter electrode is a Pt flag, and the reference electrode is
Ag/AgCl (scan rate of 50 mV/s).

Table 2. Electrochemical parameters of the studied compounds.

Compound Vox
[V vs
Fc]�10 mV

HOMO[1]

[eV]�0.1 eV
Egap

opt

[eV]
LUMO[1,2]

[eV]�0.1 eV

Spiro-
OMeTAD[3]

– � 5.13 – � 2.10

Ph2-P-Ph2 � 0.15 � 4.98 2.46 � 2.52
Ph2-T-Ph2 0.30 � 5.43 2.61 � 2.82
Me2-T-Me2 � 0.015 � 5.15 2.99 � 2.16
Ph-T-Ph � 0.07 � 5.19 2.60 � 2.59

[1] Vacuum potential=Fc/Fc+ – 5.1 V,[22] [2] Calculated using optical band
gap, [3] Values from Ref. [9]
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Thermal Stability

The thermal stability of the unprecedented investigated com-
pounds has been evaluated by means of thermogravimetric
analysis (TGA) and differential scanning calorimetry (DSC), and
the corresponding plots are shown in Figures 5 and S4
(Supporting Information), respectively.

The investigated compounds showed good thermal stability
and, except for Ph-T-Ph, a decomposition temperature in the
air between 180 and 240 °C. In the investigated range of
temperature, the DSC analysis showed only the melting
transition of the compounds. No other phase transitions have
been recorded.

DFT molecular orbital calculation

The optimized geometries and the electronic structures of the
compounds were mimicked through molecular modelling with
the GAUSSIAN 16 package using the DFT program on the
B3LYP/6-31G* level. The calculated frontier orbitals are reported
in Table 3 and visualized in Figure 4, while the optimized
geometries at ground state are shown in Figure S29–32 and the
most important bonds, angles and torsions are reported in
Table S5. All the π-spacers of the thienyl HTMs presented a
planar conformation, whereas Ph2-P-Ph2 showed a 30°-torsion
between the central double bond and one pyrrole ring. In Ph2-
T-Ph2, one phenyl ring lies on the plane of the heteroaromatic
core and the other lies on a plane perpendicular to it, while the
phenyl rings in Ph2-P-Ph2 are slightly rotated from the perfect
planarity and perpendicularity showing a dihedral angle of 4°
and 94°, respectively. Also, the phenyl ring in Ph-T-Ph lies on
the planar plane of the molecule. This is evident also in the
electronic isosurfaces where the HOMO of Ph2-P-Ph2 is only
partially localized on its phenyl rings, whereas both in Ph2-T-Ph2
and in Ph-T-Ph a high contribution is given by the phenyl rings
placed on the planar plane. This will reflect on the life time of
generated cation that would be longer thanks to the delocaliza-
tion on a larger conjugated planar structure.[24] As shown in
Figure 4, the HOMO of thienyl compounds is evenly distributed
on the entire molecule, whereas, as expected, the LUMO is
more localized on the π-spacer portions. The good overlap
between HOMO and LUMO levels, especially for Me2-T-Me2, will
lead to a strong Coulomb interaction, which is beneficial for the
formation of neutral excitons and hole transport.[25] The alkyl
chains in all the compounds present no electronic contribution
to the π-system. The bandgaps well agree with the trend
determined experimentally by means of Tauc plot of the UV-vis
spectra.

Cost estimates and waste and environmental impact

Table 4 shows the produced waste, the used halogen-rich
solvents, and the cost estimates for the synthesis of 1 g of
desirable HTM.

Since these HTMs were designed for large-scale application,
we estimated the cost for the synthesis of 1 g of the final
product using a method reported in literature (Table S1–4,
Supporting Information).[9] However, the price indicated in the
Supporting Information should be considered as an upper limit,

Figure 4. Pictorial representation of the energy levels of the investigated
compounds compared to a representative perovskite photoactive com-
pound and Spiro-OMeTAD,[9] and distribution of HOMO and LUMO levels
calculated by DFT computation using B3LYP/6-31G* as a basis set. The
experimentally determined frontier orbital energy levels are shown as solid
colours, while the computed values are coloured in stripes.

Figure 5. Thermogravimetric analysis of investigated hydrazone-based HTMs
(heating rate of 10 °C/min).

Table 3. Electrochemical parameters calculated with DFT and compared
with optical bandgap.

Compound HOMO
[eV]

HOMO exp
[eV]

LUMO
[eV]

LUMO exp
[eV]

Egap
[1]

[eV]
Egap

opt

[eV]

Ph2-P-Ph2 � 4.16 � 4.98 � 1.28 � 2.52 2.88 2.46
Ph2-T-Ph2 � 4.47 � 5.43 � 1.41 � 2.82 3.06 2.61
Me2-T-Me2 � 4.47 � 5.15 � 1.04 � 2.16 3.43 2.99
Ph-T-Ph � 4.56 � 5.19 � 1.59 � 2.59 2.97 2.60

[1] Calculated as Egap=LUMO – HOMO.
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because bulk orders would significantly reduce the price. Ph2-P-
Ph2 presented a higher cost with the respect to the other HTMs,
not only due to the four-step protocol instead of the three-step
one but, mainly for the presence of two chromatographic
purifications which required a large amount of workup
materials. On the other hand, the other diphenyl derivative,
Ph2-T-Ph2, presented the lowest cost estimated accordingly
with the use of cheaper reagents and high-yield reactions. In
the end, the most promising HTMs, Me2-T-Me2 and Ph-T-Ph,
presented a cost of only 26.38 E/g and 22.53 E/g, respectively,
three times lower than the estimated cost of Spiro-OMeTAD.
This difference in price is related both to the reduction in the
number of synthetic steps and to the elimination of steps that
require the use of expensive catalysts. The reduction in the
number of synthetic steps not only has a high impact on the
costs but also on the production of chemical wastes, mainly
due to the purification processes. The total amount of chemicals
used per step is nearly one third of that required to perform
one step of the Spiro-OMeTAD synthesis. Although the syn-
thesis of Ph2-P-Ph2 is only one-step longer than the other HTMs
presented in this work, it produced approximately twice as
much waste as the others, mainly due to the presence of two
purification steps via column-chromatography. Moreover, many
chemicals have a significant impact on the environment, above
all the halogen-rich solvents because they are dangerous for
human health, being often carcinogenic, and their release into
the environment can cause damage to local fauna and flora.
The synthesis of these new HTMs required very low amounts of
halogen-rich solvents, less than 20% of that required by Spiro-
OMeTAD. The Scheme S1–4 (Supporting information) graphi-
cally present the flowcharts of the synthesis of the investigated
HTMs, which indicate the amount of reactants, the necessary
solvents and the waste produced for each step of the synthetic
route.

Conclusion

In conclusion, four new hydrazone-based HTMs were synthe-
tized with simple and inexpensive reactions and we proposed a
cheaper and simpler synthetic route for the production of the
already-known 3-4-dibutoxythiophene-2,5-bisaldehyde building
block. All the compounds exhibited electrochemical oxidation
potentials that allowed to calculate HOMO values in good
agreement with the requirements of matching the position of
the edge of the VB of the perovskite. In particular, Me2-T-Me2 is

a promising candidate to replace the Spiro-OMeTAD bench-
mark. In fact, it showed the most similar optical and electro-
chemical properties to Spiro-OMeTAD among the proposed
compounds, which were also confirmed by the DFT calculation.
Finally, the cost estimates carried out on the synthesis of these
new compounds have shown that the cost of the thienyl
derivatives is approximately three times lower than the Spiro-
OMeTAD estimate, and the environmental impact is about five
times lower than it.

This preliminary investigation already highlights how the
use of simple organic molecules could significantly lower both
the cost of production of an HTM, as shown in Table 4, and the
impact that these compounds have on the environment. These
are important characteristics because the ultimate goal of the
PSC technology is to surpass the fossil fuel-based society by
introducing a sustainable and renewable energy-based society
in order to reduce the impact that our lives have on the
environment.

Experimental Section
General Information: NMR spectra were recorded with a Bruker
AMX-500 spectrometer operating at 500.13 MHz (1H) and
125.77 MHz (13C) and a Bruker Avance Neo spectrometer operating
at 400 MHz (1H) and 100 MHz (13C). Coupling constants are given in
Hz. Absorption spectra were recorded with a V-570 Jasco
spectrophotometer. Infrared spectra (IR) were recorded with an
ATR-FTIR Perkin-Elmer Spectrum100 spectrometer. DSC have been
performed on a Mettler Toledo DSC-1 system (25–200 5° min� 1,
constant N2 flux of 50 mLmin� 1), and TGA have been recorded on a
Mettler Toledo TGA/DSC1 STARe System (30–700 °C, heating rate of
10 °C min� 1, constant air flux of 50 mLmin� 1). Reactions performed
under inert atmosphere were done in oven-dried glassware and a
nitrogen atmosphere was generated with Schlenk technique.
Conversion was monitored by thin-layer chromatography by using
UV light (254 and 365 nm) as a visualizing agent. Purification of the
compounds with flash chromatography was performed with Merck
grade 9385 silica gel 230–400 mesh (60 Å). All reagents and
anhydrous solvents were obtained from commercial suppliers at
the highest purity grade and used without further purification. After
extraction, the organic phases were dried with Na2SO4 and filtered
before removal of the solvent by evaporation at reduced pressure.
The 1-(2-ethylhexyl)-1H-pyrrole-2-carbaldehyde was prepared ac-
cording to literature,[17] whereas 3,4-dihydroxythiophene-2,5-dicar-
boxylic acid diethyl ester and Spiro-OMeTAD were purchased by
Sigma Aldrich.

Electrochemical Characterization: Pulsed Voltammetry (DPV) and
Cyclic Voltammetry (CV) were carried out at scan rate of 20 and
50 mV/s, respectively, using a PARSTA2273 potentiostat in a two-

Table 4. Estimated materials cost, waste and halogen-rich solvents used for the synthesis of the investigated HTMs.

HTM Steps Waste Halogen Rich solvents Reagents Solvents Workup materials Cost
[kg/g] [kg/g] [E/g] [E/g] [E/g] [E/g]

Spiro-OMeTAD[1] 6 3.6 1 5.05 1.69 68.00 74.74
Ph2-P-Ph2 4 1.17 0.07 6.71 2.97 29.11 38.79
Ph2-T-Ph2 3 0.38 0.12 8.92 1.16 2.93 13.01
Me2-T-Me2 3 0.61 0.17 19.15 2.15 5.09 26.38
Ph-T-Ph 3 0.67 0.17 15 2.35 5.19 22.53

[1] Value from Ref. [9].
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compartments, three-electrode electrochemical cell in a glove box
filled with N2 ([O2] and [H2O]�0.1 ppm). The working, counter, and
the pseudo-reference electrodes were a glassy carbon pin, a Pt flag
and an Ag/AgCl wire, respectively. The working electrode discs
were well polished with alumina 0.1 μm suspension, sonicated for
15 min in deionized water, washed with 2-propanol, and cycled
50 times in 0.5 M H2SO4 before use. The Ag/AgCl pseudo-reference
electrode was calibrated, by adding ferrocene (10� 3 M) to the test
solution after each measurement. Oxidation potential values were
determined using DPV traces by following the reference methods
reported in the literature.[26] For mono-electronic well-defined
current wave, the potentials were calculated by the peak position.
In the presence of overlapping peaks due to molecular additional
oxidation, potential values were calculated using the current onsets
of the oxidation processes for both the standard (ferrocene) and
the molecules.

Density functional theory calculations: The ground-state geo-
metries were optimized using DFT with the B3LYP functional at the
basis set level of 6-31G*,[27] which provides a correct description of
the neutral states in extended π-conjugated systems. All calcula-
tions were carried out using Gaussian16 program.[28] The frontier
molecular orbitals were visualized using GaussView 6.0[29] and an
isovalue of 0.03 a.u., while the optimized geometries of the ground
state are visualized using AVOGADRO software.[30]

Estimations of the synthesis cost of the materials investigated:
We roughly estimated the synthetic costs of 1 g of the investigated
HTMs following the cost model proposed by Petrus et al.[9] and by
Osedach et al.[31] For every synthetic step the required amounts of
reactants, catalysts, reagents and solvents were calculated to obtain
1 gram of the final product. Moreover, the required materials for
workup and purification were estimated using the procedure as
published in literature.[31] These tables do not take into account
other several important parameters like the energy consumption,
waste treatment and labor, whose estimation results complicated
for a simple rough analysis. However, the cost of the compounds of
interest was compared with the cost of Spiro-OMeTAD reported in
literature and estimated with the same method,[9] not taking into
account these additional parameters. The cost of Spiro-OMeTAD
was converted in euros using the current euro-dollar exchange of
1.22 ratio.

The prices of the chemicals and solvents have been obtained from
the website of the major chemical suppliers known in Italy (Sigma-
Aldrich, Fluorochem, TCI, VWR, Carlo Erba). Large-scale production
could significantly affect these estimates by lowering the prices of
reagents and solvents due to bulk quantities purchases.

Acknowledgements

The authors acknowledge Dr. Claudio Quarti for his kind
contribution in discussing theoretical calculation. This research
was funded by MIUR, grant Dipartimenti di Eccellenza – 2017
“Materials for Energy,” the national PRIN project “Unlocking
Sustainable Technologies Through Nature-inspired Solvents” (NA-
TUREChem) (grant number: 2017 A5HXFC_002) and by University
of Milano-Bicocca, grants Bando Infrastrutture di Ricerca 2021,
Fondo di Ateneo Quota Competitiva 2017 and 2019. Open Access
funding provided by Università degli Studi di Milano-Bicocca
within the CRUI-CARE Agreement.

Conflict of Interests

The authors declare no conflict of interest.

Data Availability Statement

The data that support the findings of this study are available
from the corresponding author upon reasonable request.

Keywords: hydrazone · hole transporting materials · perovskite
solar cells · small organic molecules

[1] N. Armaroli, V. Balzani, Energy Environ. Sci. 2011, 4, 3193.
[2] P. Roy, N. Kumar Sinha, S. Tiwari, A. Khare, Sol. Energy 2020, 198, 665–

688.
[3] a) L. Calió, S. Kazim, M. Grätzel, S. Ahmad, Angew. Chem. Int. Ed. 2016,

55, 14522–14545; Angew. Chem. 2016, 128, 14740–14764; b) X. Yin, Z.
Song, Z. Li, W. Tang, Energy Environ. Sci. 2020, 13, 4057–4086.

[4] a) G. W. Kim, H. Choi, M. Kim, J. Lee, S. Y. Son, T. Park, Adv. Energy Mater.
2020, 10, 1903403; b) Z. Shariatinia, Renewable Sustainable Energy Rev.
2020, 119, 109608; c) W. Sharmoukh, S. A. Al Kiey, B. A. Ali, L. Menon,
N. K. Allam, SM&T 2020, 26, e00210; d) J. Urieta-Mora, I. García-Benito, A.
Molina-Ontoria, N. Martín, Chem. Soc. Rev. 2018, 47, 8541–8571; e) K.
Radhakrishna, S. B. Manjunath, D. Devadiga, R. Chetri, A. T. Nagaraja,
ACS Appl. Energ. Mater. 2023, 6, 3635-3664. 10.1021/acsaem.2c03025.

[5] U. Bach, D. Lupo, P. Comte, J. E. Moser, F. Weissortel, J. Salbeck, H.
Spreitzer, M. Gratzel, Nature 1998, 395, 583–585.

[6] D. Li, D. Zhang, K.-S. Lim, Y. Hu, Y. Rong, A. Mei, N.-G. Park, H. Han, Adv.
Funct. Mater. 2021, 31, 2008621.

[7] a) Z. Hawash, L. K. Ono, Y. Qi, Adv. Mater. Interfaces 2018, 5, 1700623;
b) M. Jeong, I. W. Choi, E. M. Go, Y. Cho, M. Kim, B. Lee, S. Jeong, Y. Jo,
H. W. Choi, J. Lee, J.-H. Bae, S. K. Kwak, D. S. Kim, C. Yang, Science 2020,
369, 1615–1620.

[8] a) P. Gratia, A. Magomedov, T. Malinauskas, M. Daskeviciene, A. Abate, S.
Ahmad, M. Grätzel, V. Getautis, M. K. Nazeeruddin, Angew. Chem. Int. Ed.
Engl. 2015, 54, 11409–11413; b) X. Liu, S. Ma, M. Mateen, P. Shi, C. Liu, Y.
Ding, M. Cai, M. Guli, M. K. Nazeeruddin, S. Dai, Sustain. Energy Fuels
2020, 4, 1875–1882; c) Y. Wang, W. Chen, L. Wang, B. Tu, T. Chen, B. Liu,
K. Yang, C. W. Koh, X. Zhang, H. Sun, G. Chen, X. Feng, H. Y. Woo, A. B.
Djurišić, Z. He, X. Guo, Adv. Mater. 2019, 31, 1902781; d) M. Saliba, S.
Orlandi, T. Matsui, S. Aghazada, M. Cavazzini, J.-P. Correa-Baena, P. Gao,
R. Scopelliti, E. Mosconi, K.-H. Dahmen, F. De Angelis, A. Abate, A.
Hagfeldt, G. Pozzi, M. Graetzel, M. K. Nazeeruddin, Nat. Energy 2016, 1,
15017.

[9] M. L. Petrus, T. Bein, T. J. Dingemans, P. Docampo, J. Mater. Chem. A
2015, 3, 12159–12162.

[10] a) X. Liu, F. Zhang, Z. Liu, Y. Xiao, S. Wang, X. Li, J. Mater. Chem. C 2017,
5, 11429–11435; b) H. Zhang, Y. Wu, W. Zhang, E. Li, C. Shen, H. Jiang, H.
Tian, W.-H. Zhu, Chem. Sci. 2018, 9, 5919–5928; c) B. Pashaei, S. Bellani,
H. Shahroosvand, F. Bonaccorso, Chem. Sci. 2020, 11, 2429–2439; d) B.
Pashaei, H. Shahroosvand, M. Ameri, E. Mohajerani, M. K. Nazeeruddin, J.
Mater. Chem. A 2019, 7, 21867–21873.

[11] M. L. Petrus, M. T. Sirtl, A. C. Closs, T. Bein, P. Docampo, Molecular
Systems Design and Engineering 2018, 3, 734–740.

[12] R. Lazny, A. Nodzewska, Chem. Rev. 2010, 110, 1386–1434.
[13] M. Asif, A. Husain, J. Appl. Chem. 2013, 2013, 247203.
[14] G. Verma, A. Marella, M. Shaquiquzzaman, M. Akhtar, M. Ali, M. Alam, J.

Pharm. BioAllied Sci. 2014, 6, 69–80.
[15] a) J. Barluenga, C. Valdés, Angew. Chem. Int. Ed. Engl. 2011, 50, 7486–

7500; b) N. Sakai, S. Matile, Beilstein J. Org. Chem. 2012, 8, 897–904.
[16] a) X. Su, I. Aprahamian, Chem. Soc. Rev. 2014, 43, 1963–1981; b) I. R.

Epstein, B. Xu, Nat. Nanotechnol. 2016, 11, 312–319; c) M. Sassi, M.
Crippa, R. Ruffo, R. Turrisi, M. Drees, U. K. Pandey, R. Termine, A.
Golemme, A. Facchetti, L. Beverina, J. Mater. Chem. A 2013, 1, 2631–
2638.

[17] A. Abbotto, L. Bellotto, F. De Angelis, N. Manfredi, C. Marinzi, Eur. J. Org.
Chem. 2008, 2008, 5047–5054.

[18] N. Ono, H. Okumura, T. Murashima, Heteroat. Chem. 2001, 12, 414–417.

Research Article
doi.org/10.1002/ejoc.202201511

Eur. J. Org. Chem. 2023, e202201511 (7 of 8) © 2023 The Authors. European Journal of Organic Chemistry published by Wiley-VCH GmbH

Wiley VCH Montag, 08.05.2023

2399 / 299925 [S. 7/9] 1

 10990690, 0, D
ow

nloaded from
 https://chem

istry-europe.onlinelibrary.w
iley.com

/doi/10.1002/ejoc.202201511 by U
niversita M

ilano B
icocca, W

iley O
nline L

ibrary on [08/05/2023]. See the T
erm

s and C
onditions (https://onlinelibrary.w

iley.com
/term

s-and-conditions) on W
iley O

nline L
ibrary for rules of use; O

A
 articles are governed by the applicable C

reative C
om

m
ons L

icense

https://doi.org/10.1039/c1ee01249e
https://doi.org/10.1016/j.solener.2020.01.080
https://doi.org/10.1016/j.solener.2020.01.080
https://doi.org/10.1002/anie.201601757
https://doi.org/10.1002/anie.201601757
https://doi.org/10.1002/ange.201601757
https://doi.org/10.1039/D0EE02337J
https://doi.org/10.1002/aenm.201903403
https://doi.org/10.1002/aenm.201903403
https://doi.org/10.1016/j.rser.2019.109608
https://doi.org/10.1016/j.rser.2019.109608
https://doi.org/10.1039/C8CS00262B
https://doi.org/10.1021/acsaem.2c03025
https://doi.org/10.1038/26936
https://doi.org/10.1002/adfm.202008621
https://doi.org/10.1002/adfm.202008621
https://doi.org/10.1002/admi.201700623
https://doi.org/10.1126/science.abb7167
https://doi.org/10.1126/science.abb7167
https://doi.org/10.1002/anie.201504666
https://doi.org/10.1002/anie.201504666
https://doi.org/10.1039/C9SE01242G
https://doi.org/10.1039/C9SE01242G
https://doi.org/10.1002/adma.201902781
https://doi.org/10.1039/C5TA03046C
https://doi.org/10.1039/C5TA03046C
https://doi.org/10.1039/C7TC03931J
https://doi.org/10.1039/C7TC03931J
https://doi.org/10.1039/C8SC00731D
https://doi.org/10.1039/C9SC05694G
https://doi.org/10.1039/C9TA05121J
https://doi.org/10.1039/C9TA05121J
https://doi.org/10.1039/C8ME00023A
https://doi.org/10.1039/C8ME00023A
https://doi.org/10.1021/cr900067y
https://doi.org/10.1002/anie.201007961
https://doi.org/10.1002/anie.201007961
https://doi.org/10.3762/bjoc.8.102
https://doi.org/10.1039/c3cs60385g
https://doi.org/10.1038/nnano.2016.41
https://doi.org/10.1039/c2ta00673a
https://doi.org/10.1039/c2ta00673a
https://doi.org/10.1002/hc.1062


[19] R. P. Jimenez, M. Parvez, T. C. Sutherland, J. Viccars, Eur. J. Org. Chem.
2009, 2009, 5635–5646.

[20] J. Tauc, Mater. Res. Bull. 1968, 3, 37–46.
[21] P. Ganesan, K. Fu, P. Gao, I. Raabe, K. Schenk, R. Scopelliti, J. Luo, L. H.

Wong, M. Grätzel, M. K. Nazeeruddin, Energy Environ. Sci. 2015, 8, 1986–
1991.

[22] B. C. Thompson, Y.-G. Kim, T. D. McCarley, J. R. Reynolds, J. Am. Chem.
Soc. 2006, 128, 12714–12725.

[23] a) A. Hagfeldt, G. Boschloo, L. Sun, L. Kloo, H. Pettersson, Chem. Rev.
2010, 110, 6595–6663; b) K. Kalyanasundaram, Dye Sensitized Solar Cell,
1st ed. CRC Press, Boca Raton, FL, USA, 2010.

[24] P.-Y. Su, Y.-F. Chen, J.-M. Liu, L.-M. Xiao, D.-B. Kuang, M. Mayor, C.-Y. Su,
Electrochim. Acta 2016, 209, 529–540.

[25] A. Krishna, D. Sabba, H. Li, J. Yin, P. P. Boix, C. Soci, S. G. Mhaisalkar, A. C.
Grimsdale, Chem. Sci. 2014, 5, 2702–2709.

[26] A. J. Bard, L. R. Faulkner, in Electrochemical Methods: Fundamentals and
Applications, 2nd ed. Wiley, New York, 2002.

[27] M. M. Francl, W. J. Pietro, W. J. Hehre, J. S. Binkley, M. S. Gordon, D. J.
DeFrees, J. A. Pople, J. Chem. Phys. 1982, 77, 3654–3665.

[28] M. J. Frisch, G. W. Trucks, H. B. Schlegel, G. E. Scuseria, M. A. Robb, J. R.
Cheeseman, G. Scalmani, V. Barone, G. A. Petersson, H. Nakatsuji, X. Li,
M. Caricato, A. V. Marenich, J. Bloino, B. G. Janesko, R. Gomperts, B.
Mennucci, H. P. Hratchian, J. V. Ortiz, A. F. Izmaylov, J. L. Sonnenberg,

Williams, F. Ding, F. Lipparini, F. Egidi, J. Goings, B. Peng, A. Petrone, T.
Henderson, D. Ranasinghe, V. G. Zakrzewski, J. Gao, N. Rega, G. Zheng,
W. Liang, M. Hada, M. Ehara, K. Toyota, R. Fukuda, J. Hasegawa, M.
Ishida, T. Nakajima, Y. Honda, O. Kitao, H. Nakai, T. Vreven, K. Throssell,
J. A. Montgomery Jr. J. E. Peralta, F. Ogliaro, M. J. Bearpark, J. J. Heyd,
E. N. Brothers, K. N. Kudin, V. N. Staroverov, T. A. Keith, R. Kobayashi, J.
Normand, K. Raghavachari, A. P. Rendell, J. C. Burant, S. S. Iyengar, J.
Tomasi, M. Cossi, J. M. Millam, M. Klene, C. Adamo, R. Cammi, J. W.
Ochterski, R. L. Martin, K. Morokuma, O. Farkas, J. B. Foresman, D. J. Fox,
Wallingford, CT, 2016.

[29] R. Dennington, T. A. Keith, J. M. Millam, Semichem Inc. Shawnee
Mission, KS, 2016.

[30] M. D. Hanwell, D. E. Curtis, D. C. Lonie, T. Vandermeersch, E. Zurek, G. R.
Hutchison, J. Cheminformatics 2012, 4, 17.

[31] T. P. Osedach, T. L. Andrew, V. Bulović, Energy Environ. Sci. 2013, 6, 711–
718.

Manuscript received: December 31, 2022
Revised manuscript received: March 31, 2023
Accepted manuscript online: April 11, 2023

Research Article
doi.org/10.1002/ejoc.202201511

Eur. J. Org. Chem. 2023, e202201511 (8 of 8) © 2023 The Authors. European Journal of Organic Chemistry published by Wiley-VCH GmbH

Wiley VCH Montag, 08.05.2023

2399 / 299925 [S. 8/9] 1

 10990690, 0, D
ow

nloaded from
 https://chem

istry-europe.onlinelibrary.w
iley.com

/doi/10.1002/ejoc.202201511 by U
niversita M

ilano B
icocca, W

iley O
nline L

ibrary on [08/05/2023]. See the T
erm

s and C
onditions (https://onlinelibrary.w

iley.com
/term

s-and-conditions) on W
iley O

nline L
ibrary for rules of use; O

A
 articles are governed by the applicable C

reative C
om

m
ons L

icense

https://doi.org/10.1016/0025-5408(68)90023-8
https://doi.org/10.1039/C4EE03773A
https://doi.org/10.1039/C4EE03773A
https://doi.org/10.1021/ja061274a
https://doi.org/10.1021/ja061274a
https://doi.org/10.1021/cr900356p
https://doi.org/10.1021/cr900356p
https://doi.org/10.1016/j.electacta.2016.05.122
https://doi.org/10.1039/C4SC00814F
https://doi.org/10.1063/1.444267
https://doi.org/10.1039/c3ee24138f
https://doi.org/10.1039/c3ee24138f


RESEARCH ARTICLE

Electron-rich hydrazone-based
molecules centred on thiophene or
pyrrole π-bridges have been investi-
gated in their optical and electro-
chemical properties as potential hole

transport material for use in perov-
skite solar cells. A brief cost analysis
has also been carried out to evaluate
the sustainability of their synthetic
process.

Dr. C. Decavoli, Dr. C. L. Boldrini,
Prof. A. Abbotto, Prof. N. Manfredi*

1 – 9

Economical and Environmentally
Friendly Organic hydrazone Deriv-
atives Characterized by a Hetero-
aromatic Core as Potential Hole
Transporting Materials in Perov-
skite Solar Cells

Wiley VCH Montag, 08.05.2023

2399 / 299925 [S. 9/9] 1

 10990690, 0, D
ow

nloaded from
 https://chem

istry-europe.onlinelibrary.w
iley.com

/doi/10.1002/ejoc.202201511 by U
niversita M

ilano B
icocca, W

iley O
nline L

ibrary on [08/05/2023]. See the T
erm

s and C
onditions (https://onlinelibrary.w

iley.com
/term

s-and-conditions) on W
iley O

nline L
ibrary for rules of use; O

A
 articles are governed by the applicable C

reative C
om

m
ons L

icense


