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We have synthesized lower rim 1,3-derivatives of 4-fert-butylcalix[4]arene-appended dyes in order to test their physical
and photovoltaic properties. These dyes consist in a donor group based on triphenylamine and/or 4H-pyranylidene moi-
eties, a heteroaromatic n-conjugated spacer such a thiophene ring and an acceptor group like cyanoacetic acid. The molar
extinction coefficient of these systems increases with the introduction of the second dye in the same molecule and it is
observed an extended band along the visible spectrum. The use of calix[4]arene platform with other dyes could lead to a
new strategy to the achievement of novel panchromatic dyes.

© 2016 Published by Elsevier Ltd.

1. Introduction

Lasts years, Gritzel solar cells, or Dye Sensitized Solar Cells
(DSSCs), have gained importance. These cells consist in an inor-
ganic semiconductor sensitized by a dye. Most of organic sensitiz-
ers have a typical electron Donor-n-Acceptor structure (D-n-A) [1-3].
Recently, this kind of metal-free organic dyes have been
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paid more attention because of their flexibility, tunable structural
arrangement with an intramolecular charge transfer (ICT) absorption
band, high molar extinction coefficient in the visible region of the
sun spectrum, and environmental friendliness [4-9]. The efficiencies
of organic dyes have been improving continuously and values up to
12.8% have already been achieved [10].

Triarylamines moieties are commonly used as electron donors be-
cause of their excellent electron-donating capability and good stabil-
ity [11,12]. 4H-pyranylidene ring has proved to be a very good donor
system in nonlinear optical (NLO) applications [13] but it has scarcely
been explored in DSSCs [14]. Its main feature relies on its proaromatic
caracter that improves the charge transfer process through the gain in
aromaticity. Moreover, the electronic properties can be modulated by
incorporating substituents with different electronic behaviour [15-18].

The n-bridge plays an important role in tuning the main photo-
chemical properties [19-23] of the sensitizer and it is commonly used
with the aim to expand the solar cell absorption spectrum to the red re-
gion of the sun light. The use of thiophene-based n-bridge also affords
chemical stability to the final dye.

Most of the D-n-A organic dyes utilize the cyanoacrylic acid an-
choring moiety because of the presence
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of an electron withdrawing cyano group near the anchoring carboxylic
acid group that enhances the spectral response through intramolec-
ular charge transfer (ICT) and its good electron injection properties
[23-27].

When designing a new sensitizer, one important factor to take
into account is related to the reduction of aggregates formation by
n-n-stacking. This may be performed by using additives, such as de-
oxycholic acid [28,29] or by the introduction of bulky groups either in
the donor part of the molecule or in the bridge [15].

Moreover, last studies on DSSC have shown that the presence of
several anchoring groups in one molecule improves the photovoltaic
properties [30-32]. Our research group has used the calix[4]arene
scaffold to preorganize several chromophores in one single molecule
with far away enough to behave as independient chromophores and
so providing several light-harvesting units per molecule which favors
high molar extinction coefficients [33,34]. Moreover, the p-tert-butyl
substituted calix[4]arene derivative has bulky alkyl chains, which in-
crease the solubility of the systems and it is expected to impede
dye aggregation. In addition, these systems can be immobilized in
cone conformation by the introducing of propyl or longer groups
into the lower rim [35,36]. Despite the fact that calix[4]arene de-
rivatives possess so many applications [37], the investigation of
calix[4]arene-based sensitizers as a key component in DSSCs has
been scarcely reported. One paper is published with calix[4]arene
as donor unit [38], and just

one has been published by our research group using the calixarene as
scaffold to orient the anchoring groups with one type of dye [34]. This
paper shows noticeable achievements such as the increase of the V.,
the slow aggregates formation and the improvement on the solubility
[34].

Therefore, we prepare for the first time systems for DSSCs con-
sisting of two different dyes based on a fert-butyl-substituted
calix[4]arene used as scaffold, a triphenylamine or a 4H-pyranylidene
donor, a 2-cyanoacrylic acid acceptor, and a thiophene spacer pursu-
ing to expand the solar cell absorption spectrum with respect to the
reported calixarene based on triphenylamine [34]. This system will be
compared with the calixarene derivative prepared with two equal chro-
mophores, based on 4H-pyranylidene as a donor with the aim to ob-
tain a deeper insight into the structure-properties relationship of these
dyes.

2. Results and discussion

2.1. Synthesis and characterization

The structures of dyes (TPA), (P), (Cx-2-TPA), (Cx-2-P) and
(Cx-P-TPA) are depicted in Scheme 1.

The dye (P) has been previously synthetised in our research group
with good photovoltaic performance [17] and is used in order to
compare the photovoltaic properties of the devices prepared with
(Cx-2-TPA),

Scheme 1.
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(Cx-P-TPA) and (Cx-2-P) dyes. These calixarene derivatives are syn-
thesized according with the detailed synthesis reported below.

Scheme 2 shows the preparation of compounds (1) and (2). The
synthesis of compound (1) was already described in a previous paper
[34]. Analogously, the fert-butyldimethylsilyl group of the compound
(P-2) was removed with tetrabutylammonium fluoride in anhydrous
tetrahydrofuran at room temperature to give compound (2).

The esterification of the hydroxyl group of compounds (1) and
(2) with the corresponding carboxylic acid derivative of calixarene
(Cx-2), prepared as described in the literature [39-42], was carried out
by a Steglich reaction using 1-ethyl-3-(3-dimethylaminopropyl)car-
bodiimide (EDC). Scheme 3 shows the obtained aldehydes (3), (4)
and (5). Finally, the desired dyes (Cx-2-TPA), (Cx-P-TPA), (Cx-2-P)
were obtained by Knoevenagel reaction of the aforementioned aldehy-
des (3), (4) and (5) with cyanoacetic acid in the presence of piperidine
(Scheme 3). All intermediates and final organic dyes have been com-
pletely characterised.

2.2. Optical properties

The optical properties were studied by UV—vis spectroscopy by
measuring dye solutions 10~ M in CH,Cl,. The absorption spectra of
the dyes (P), (Cx-2-TPA), (Cx-P-TPA) and (Cx-2-P) are shown in
Supporting Information (Fig. S.1-S.5). Inspection of spectra reveals
that the compound (Cx-2-TPA) shows a band in the visible region
from 370 nm to 550 nm which is attributed to a strong intramolecular
charge transfer transition (ICT) between TPA-donor and cyanoacetic

acid-acceptor. Compounds (P) and (Cx-2-P) exhibit a strong and
broad band ranging from 450 to 650 nm that can be also assigned
to an ICT process between 4H-pyranylidene-donor and cyanoacetic
acid-acceptor. The calixarene derivative (Cx-P-TPA), which is con-
stituted by both (TPA) and (P) dyes, shows a broad absorption band
in the visible region from 370 nm to 650 nm which is attributed to
the two strong intramolecular charge transfer transition (ICT) between
donor and acceptor due to the presence of the two moieties (TPA)
and (P) in calixarene (Cx-P-TPA). The molar extinction coefficient
(¢) of these compounds have been also established. Table 1 shows
that these dyes have e ranging from 10800 to 43500 M ' cm ! and
it is noticeable the increase of this value for the (Cx-2-TPA) and
(Cx-2-P) systems with respect to (TPA) and (P), respectively. How-
ever, the € of (Cx-2-P) is lower than expected which could be ex-
plained by interchromophore interactions. As ¢ values are directly re-
lated to the amount of radiation which is absorbed by the molecule
at a given wavelength, calixarene derivatives with two (TPA) or (P)
chromophores in the same scaffold could have potential application in
low-luminosity conditions.

When dyes (Cx-2-TPA) and (Cx-2-P) are attached to TiO, sur-
face, the maximum absorption peaks are blue shifted as compared
to those in solution (Fig. la and b). In general, the blue shifts of
the absorption spectra on TiO, could be ascribed to deprotonation
of the dyes and/or formation of H-aggregates (extended head to tail
stacking) [43] of the dyes on the TiO, surface. The UV-vis spectra
of films taken after different time intervals of immersion show evi-
dence of aggregation after 4 h of immersion in devices prepared with
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(Cx-2-TPA) (Fig. 2a). However, in this work no aggregation is ob-
served when the dye (Cx-2-P) is soaked for 24 h (Fig. 2b).

2.3. Electrochemical properties

The electrochemical properties of the dyes (TPA), (P),
(Cx-2-TPA), (Cx-2-P) and (Cx-P-TPA) were studied by Differen-
tial Pulse Voltammetry (DPV). Voltammograms were performed in
CH,Cl, using 0,1 M tetrabutylammonium hexafluorophosphate as
supporting electrolyte, a glassy carbon as working electrode, a Pt as
counter electrode and a Ag/AgCl as reference electrode. The solu-
tion of the dyes was 10 *M in CH,Cl,. The electrochemical data
of these dyes are also listed in Table 1 which shows the oxidation
potential of both ground and excited states of these dyes. The

oxidation potential of the ground state, £, is below the electrolyte po-
tential (the redox potential I /I; has a value of +0.4 V) which is nec-
essary to ensure that neutral dye is effectively regenerated after bemg
oxidized [44] and the oxidation potential of the excited state, on R
above the TiO, potential (—0,5 V vs NHE) in favour of efficient elec—
tron injection from the excited dye onto the TiO, electrode.

In order to establish a comparison we have included the parame-
ters of the previous reported dyes (TPA) and (Cx-2-TPA) [34]. The
oxidation potential values of dyes (TPA) and (Cx-2-TPA), are sim-
ilar, +1.17 V and +1.24 V because it corresponds to the oxidation
of the TPA-donor moiety and the values of the dyes (P), (Cx-2-P)
and (Cx-P-TPA) are also similar, +0.81 V, +0.75 V and +0.79 V, re-
spectively; which are attributed to the oxidation of the 4H-pyranyli-
dene-donor
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Table 1
Linear optical and electrochemical properties of the dyes (TPA), (Cx-2-TPA), (P), (Cx-2-P), (Cx-P-TPA).
Dye b’ (M) Agpe’ (M) ex 10’ M 'em™) loge  Epf(eV) E,* (V) E 4 (V)
TPA 437 416 1.08 +0.02 4.03 2.40 +1.17 -1.23
Cx-2-TPA 451 418 2.81 +0.03 4.45 2.36 +1.24 -1.12
P 556 456 3.55+£0.30 4.55 2.00 +0.81 -1.19
Cx-2-P 557 504 4.35+0.02 4.64 1.80 +0.75 -1.05
Cx-P-TPA 434 433 1.51 +0.03 4.18 1.85 +0.79 -1.06
533 532 1.43 +0.06 4.15
“The estimated oxidation potential of excited state of the dye was calculated from E*, =E ,, — E ;..
* Absorption in CH,Cl, solution.
" Absorption on TiO, films.
¢ E,, was estimated from the absorption spectra.
4 The oxidation potentials were converted to Normal Hydrogen Electrode (NHE) by addition of 0.199 V.
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Fig. 1. UV-vis spectra of films with a) (Cx-2-TPA) and b) (Cx-2-P) dyes after different adsorption times periods. The spectra of CH,Cl, solution of the dyes are also shown for

comparision.
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Fig. 2. Normalized UV-vis spectra of films with a) (Cx-2-TPA) and b) (Cx-2-P) dyes after different adsorption times periods.

moiety. Therefore, it can be said that all of them have adequate poten-
tials to be used as dyes for DSSCs.

2.4. Theoretical calculations

The electronic structure of dyes (TPA) and (P) has been cal-
culated by means of Density  Functional  Theory

(DFT) calculations. (Ac-TPA) and (Ac-P) derivatives (Fig. 3), having
an acetoxymethyl substituent on the thiophene ring, have been studied
as a simplified model for the substituted dyes herein synthesized.
According to these calculations, the lowest energy absorption band
is associated to an intramolecular charge transfer (ICT) transition
which is mainly con-
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(Ac-TPA) (Ac-P)

Fig. 3. Acetate dyes (Ac-TPA) and (Ac-P) used for DFT calculations.

tributed from a one-electron-HOMO-to-LUMO transition with the
HOMO mainly located on the donor group and the LUMO on the
cyanoacetic acid acceptor (see Fig. 4).

The calculated energetic parameters related to the photovoltaic
properties of these dyes are gathered in Table 2 and it can be seen
that there is a reasonably good agreement between calculated and
experimental results shown in Table 1. Comparison of (Ac-P) to
(P) and (Ac-TPA) to (TPA) reveals that substitution at the thio-
phene ring has only a minor influence on the elec-

(TPA)

gt g

tronic structure and therefore it can be seen as a good strategy to avoid
intermolecular interactions without modifying the molecular optical
and electrical properties.

The comparison of the effect of the donor group reveals that the
stronger 4H-pyranylidene donor causes, as expected, higher HOMO
energies compared the triphenylamino donor and the calculations also
show that these increased HOMO energies are also accompanied by
lower LUMO energies. Consequently 4H-pyranylidene derivatives
display a reduced HOMO-LUMO gap, higher absorption wave-
lengths, and lower E , E,, and E*,,, when compared to their tripheny-
lamino analogues.

Besides the electronic structure, the choice of the donor has also
an important impact on molecular geometries. Thus, while the cyano-
acetic acid acceptor and the thiophene ring are coplanar in all the
studied compounds and the pyranylidene ring in (P) and (Ac-P) is
only rotated by 8° with respect to that plane, the phenyl group linked
to the thiophene heterocycle in (TPA) is rotated by 23° and this
dihedral angle increases to 39° due to the steric hindrance caused
by the substituent in (Ac-TPA). The external phenyl rings are also
rotated with respect to the phenyl ring linked to thiophene by 64°
for both (TPA) and (Ac-TPA) and, in

Fig. 4. Molecular orbital contour plots for the HOMO (left) and LUMO (right) of dyes (TPA) and (P).

Table 2

Calculated optical and electrical properties of studied dyes at the CPCM-MO06-2x/6-311 + G(2d,p)//CPCM-MO06-2x/6-31G(d) level.

Dye Egomo (€V) Eumio (V) Agps” (nm) Ego” (V) E, (V) E5,50 (V)
(TPA) —6.58 =2.16 430 (444) 2.45 1.27 —1.18
(Ac-TPA) —6.64 —2.14 410 (423) 2.52 1.32 -1.21
P —6.43 -2.30 518 (550) 2.07 0.99 —1.08
(Ac-P) —6.46 —2.35 523 (556) 2.06 1.03 -1.02

* Non equilibrium solvation calculations with equilibrium CPCM solvation values in parenthesis.

" Approached to adiabatic excitation energy.
¢ Referenced to Normal Hydrogen Electrode (NHE).

4 The oxidation potential of excited state of the dye was calculated from E*(,x =K,

~E g0
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a similar way, the phenyl rings in (P) and (Ac-P) are rotated out of the
pyranylidene plane by c.a. 20°. To sum up, (P) and (Ac-P) are more
planar than (TPA) and (Ac-TPA) and, therefore, (P) and (Ac-P) are
more likely to undergo interchromophore interactions and this is re-
flected on the relatively low value of the molar extinction coefficient
of (Cx-2-P).

It is also noteworthy that triphenylamino dyes undergo significant
geometry changes on excitation and thus, the inner phenyl ring that
was rotated with respect to thiophene in the ground state becomes
coplanar to it in the first excited state of (TPA). This fact can be eas-
ily explained on the basis of the higher contribution of the zwitteri-
onic resonance structure to the excited state (Fig. 5). The cartesian co-
ordinates of all the calculated molecular geometries are included as
supplementary material.

2.5. Photovoltaic properties

The photovoltaic measurements of the sensitizers were studied.
Based in our experience with organic dyes, the starting conditions
were defined as 0.1 mM for dye and an electrolyte based on the clas-
sical I /I system (1-butyl-3-methylimidazolium iodide (0.53 M), Lil
(0.10 M), I, (0.050 M) and fert-butylpyridine (0.52 M) in anhydrous
acetonitrile).

Firstly, the devices with calixarene dyes (Cx-2-TPA), (Cx-2-P)
and (Cx-P-TPA) were prepared after 5 h of immersion of the elec-
trode in dye solutions according to previous studies carried out in
our research group [14]. The results obtained upon the photovoltaic
characteri-

Fig. 5. Canonical forms upon charge polarization of TPA derivatives.
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a Cx-P-TPA
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w

00 01 02 03 04 05 06 07 08
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Table 3
Photovoltaic performance parameters of DSSCs based on adsorbed calixarenes under
AM 1.5 G simulated solar light (100 mW cmfz) and 5 h of electrode immersion on dyes.

Dye Additive V,.(mV) J,. (mA/cm?) 1 (%) n (%)
Cx-2-TPA - 752 8.56 56.96 3.67
Cx-2-TPA CDCA 732 7.82 62.11 3.56
Cx-2-P - 604 12.75 59.73 4.61
Cx-2-P CDCA 597 9.97 65.33 3.89
Cx-P-TPA - 616 10.43 60.99 3.92
Cx-P-TPA CDCA 636 9.34 64.77 3.85

zation of the devices, prepared as detailed in Supporting Information,
are depicted in Table 3 and Fig. 6a.

The efficiency value of the devices performed with 4H-pyranyli-
dene donor ring (Cx-2-P) and (Cx-P-TPA) is higher than the one pre-
pared with triphenylamine (Cx-2-TPA) which is due to the higher val-
ues of both J,,. and field factor (ff).

The cells based on calixarene dyes (Cx-2-TPA), (Cx-2-P) and
(Cx-P-TPA) prepared in the described conditions work better with-
out co-adsorbate as it was already reported in a previous paper [14].
The lower efficiency of the devices prepared with CDCA as compared
with the ones without the additive is mainly due to the decrease of J..
This is related to the limited adsorption of actives dyes due to the co-
existence of CDCA on the electrode.

Trying to optimize the device response and taking into account that
there is no evidence of aggregation (Figs. 1 and 2) on devices prepared
with the (Cx-2-P) dye for 24 h of soaking, a new series of devices
with longer immersion time periods was prepared to check the photo-
voltaic values of the ones prepared with calixarene-dyes (Cx-2-P) and
(Cx-P-TPA), and (P) for comparision. The photovoltaic parameters
are shown in the following Table.

0] b

60

Cx-2-TPA
——Cx-P-TPA
—Cx-2-P

50

40

IPCE (%)

304

20

T T T -
400 500 600 700 800

# (nm)

Fig. 6. Dye inmersion: 5 h. a) Photocurrect density vs photovoltage plot of devices prepared with the dyes (Cx-2-TPA), (Cx-2-P) and (Cx-P-TPA) with and without CDCA. b) IPCE

spectra of devices prepared with the dyes (Cx-2-TPA), (Cx-2-P) and (Cx-P-TPA).
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The photocurrent density value of the cells prepared with cal-
ixarene dyes (Cx-2-P) and (Cx-P-TPA) is minor with respect to the
sole (P) dye which could be explained by the lower amount of dye
in the devices prepared with calixarene scaffold. However, the V.
value is higher for cells prepared with calixarene dyes (Cx-2-P) and
(Cx-P-TPA) with respect to the sole (P) dye, which can be attrib-
uted to the supression of recombination process on TiO,. This could
be due to the calixarene scaffold present in these dyes hindering the
access of the electrolyte to the surface of the electrode. Moreover, it
should be noticed that the efficiency of the device prepared with the
dye (Cx-2-P) is higher than the efficiency obtained for dye (P). (Table
4, Fig. 7a).

The IPCE spectra of Fig. 6b show that the introduction of the dyes
derived of 4H-pyranylidene, (Cx-P-TPA) and (Cx-2-P), allows to ex-
pand the spectral window significatively with respect to the device
prepared with (Cx-2-TPA). Moreover, the IPCE spectra of Fig. 7b
shows that the devices prepared with the three dyes exhibit a broad
range of photon conversion with respect to the (Cx-2-TPA) dye (Fig.
6b). In particular, the devices prepared with (P) and (Cx-2-P) fea-
ture a broad IPCE trace spanning a large spectral window spectrum,
around 50% from 400 to 700 nm, suggesting that electrons are effi-
ciently collected in this region. The IPCE curve of the device consti-
tuted by (P) dye is higher than the others which could be related to its
J,. value. This value is so high due to both the high amount of dye ad-

Table 4
Photovoltaic performance parameters of DSSC based on adsorbed dyes under AM 1.5 G
simulated solar light (100 mW cm %) and 24 h of electrode immersion on dyes.

Dye Amount (mol cm %) ¥, (mV) J, (mA/em®)  ff(%) (%)
P 140107 562 13.60 5267  4.03
Cx-2-P 20010°° 596 11.80 65.93 4.64
Cx-P- 4.4810°° 578 10.90 62.80 3.95
TPA
15+
a P
Cx-2-P
— Cx-P-TPA
o~
£
3 104
E
=
‘B
=
@
-
€ 54
g
=
8
2
o
00 01 02 03 04 05 06 07 08

Photovoltage (V)

IPCE (%)

sorbed in the electrode (Table 4) and the absorption of (P) dye with
respect to the calixarene derivatives.

Electrochemical impedance spectroscopy (EIS) is a very useful
tool to study the electron transport kinetics in DSSCs devices. The
EIS spectra were performed under forward bias (—0.65 V) in the dark.
Bode phase plots (Fig. 8) were used to estimate the lifetime of elec-
trons (7) in the conduction band of TiO,. The lifetimes were calculated
following the equation [45] 7= 1/2 x f(f: frequency at the maximum
of the curve in the intermediate frequency region in the Bode plot).
The lifetime of electrons are 3, 7, 5 ms for the dyes (P), (Cx-2-P) and
(Cx-P-TPA), respectively [46]. This suggests that the calixarene scaf-
fold reduces the recombination process on the TiO, surface. This fact
supports the above referred increase of the observed open-circuit volt-
age values on the devices prepared with calixarenes scaffolds.

3. Conclusions

Calix[4]arenes disubstituted with two dyes, (TPA) derivative and/
or 4H-pyranylidene derivative (P) have been successfully designed
and developed for dye-sensitized solar cells (DSSCs).

The UV-vis studies have shown that the molar extinction coeffi-
cient of (Cx-2-TPA) and (Cx-2-P) improves with the introduction of
the second dye in the same molecule.

Moreover, when 4H-pyranylidene derivative dye is included in
the same molecule, (Cx-P-TPA), it is observed an almost continuous
band along the visible spectrum.

When the devices are prepared on the optimised conditions and de-
spite the fact that the Jsc is higher for the devices prepared with (P),
the enhance both open-circuit voltage and the field factor (ff) data re-
sults in an improved efficiency (1) for (Cx-2-P)-sensitized DSSCs.

Therefore, the use of calix[4]arene platform is an interesting strat-
egy which will be used to develop new DSSCs dyes and also the use
of more efficient sensitizers would improve the performance of the de-
vices.

b

70+ p

Cx-2-P
Cx-P-TPA

60 4
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404

304
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600 700
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Fig. 7. Dye inmersi6n: 24 h. a) Photocurrect density vs photovoltage plot of devices prepared with the dyes (P), (Cx-2-P) and (Cx-P-TPA). b) IPCE spectra of devices prepared with

the dyes (P), (Cx-2-P) and (Cx-P-TPA).
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Fig. 8. Bode phase plots of compounds (P), (Cx-2-P) and (Cx-P-TPA).

4. Experimental

4.1. Detailed synthetic procedures

4.1.1. 5-(2,6-(diphenyl-4H-pyran-4-ylidene)-4-(hydroxymethyl, )thiophene—ﬂﬁnlga‘ﬁd%

2

To a solution of 4-((tert-butyldimethylsily-
loxy)methyl)-5-((2,6-diphenyl-4 H-pyran-4-ylidene)methyl)thio-
phene-2-carbaldehyde (170 mg, 0.34 mmol) in THF at 0 °C of temper-
ature under Argon, a solution of tetrabutylammonium fluoride (1 M
THF) (0.68 mL, 0.68 mmol) was slowly added and was stirred for
90 min. The resulting solution was quenched by the addition of 50 mL
of NH,CI saturated solution (aq). The aqueous phase was extracted
with ethyl acetate solution and the organic phase was dried over dry
MgSO, and the solvent was evaporated by reduced pressure. The
residue was purified by flash chromatography using dichloromethane/
ethyl acetate from (95:5) to (10:4) to yield (88 mg, 67%) of a red solid.
Molecular weight (g/mol): 386.46. Melting point (°C) at 760 mm
Hg: 185-189. Elemental analysis found C 74.59, H 4.89, S 8.42%;
molecular formula C,,H,30;S requires C 74.83, H 4.90, S 8.45%; IR
(nujol, cm™") 1625 (C==C), 1641 (C=C), 1742 (C=0), 3384 (O
—H). "H-NMR (400 MHz, CD,Cl,) & (ppm): 4.74 (d, J = 5.6 Hz,
2H), 6.25 (s, 1H), 6.67 (d, J=2.0 Hz, 1H), 7.32 (dd, J,=2.0 Hz,
J,=0.6 Hz, 1H), 7.47-7.53 (m, 6H), 7.72 (s, 1H), 7.81-7.84 (m, 2H),
7.91-7.94 (m, 2H), 9.80 (s, 1H). *C-NMR (100 MHz, CD,Cl,) &
(ppm): 59.2, 103.3, 105.1, 109.5, 125.3, 125.9, 129.3, 129.4, 130.3,
130.8, 133.0, 133.7, 137.8, 138.7, 139.0, 148.5, 153.2, 156.0, 182.3.
HRMS (ESI"). Calculated for [C,,H;50,S]": 386.0971. Found:
386.0962 [M]".

4.1.2. Synthesis of esters derivatives from alcohol (1) and/or alcohol
)

To a solution of calixarene diacid (Cx-2) (285 mg, 0.305 mmol),
4-dimethylaminopyridine (DMAP) (22mg, 0.184 mmol) and
1-ethyl-3-[3-dimethylaminopropyl]carbodiimide hydrochloride
(EDC) (270 mg, 1.402 mmol) were successively added. This mix-
ture was maintained at 0 °C during 30 min. Alcohol (1) (0.305 mmol,
118 mg) and alcohol (2) (0.305 mmol, 118 mg) were added. The re-
action mixture was then stirred at room temperature for 4 days. Af-
ter concentration under reduced pressure, the residue was purified by
flash chromatography hexane/ethyl acetate/NEt; (85/15/2) and then
hexane/ethyl acetate/NEt; (80/20/2). The three compounds (3), (4) and
(5) were obtained and isolated. The characterization of these com-
pounds is shown below.

4.1.. Compound (3)

The ester derivative (3) was obtained as an orange solid (161 mg)
(yield: 31%). Molecular weight (g/mol): 1668.23. Melting point (°C)
at 760 mm Hg: 120-122. Elemental analysis found C 77.50, H 7.23,
N 1.64, S 3.71%; molecular formula C,ogH;gN,0;,S, requires C
77.76, H 7.13, N 1.68, S 3.84%. IR (KBr) cm ': 1738 (C=0), 1590
(C==C), 1198 (C—0). 'H- NMR (400 MHz, CD,Cl,) & (ppm):
0.92 (t, J=7.6 Hz, 6H), 1.04 (s, 18H), 1.10 (s, 18H), 1.75-1.83 (m,
4H), 1.94-2.02 (m, 8H), 2.45 (t, J= 7.6 Hz, 4H), 3.08 (d, /= 12.4 Hz,
4H), 3.77 (t, J=7.6 Hz, 4H), 3.83 (t, J=7.2 Hz, 4H), 4.34 (d,
AH), 5.12 (s, 4H), 6.72 (s, 4H), 6.79 (s, 4H), 7.06-7.10
(m, 8H), 7.13-7.15 (m, 8H), 7.27-7.36 (m, 12H), 7.79 (s, 2H), 9.80
(s, 2H). 3C- NMR (100 MHz, CD,Cl,) & (ppm): 10.2, 20.2, 21.7,
23.4,29.7,31.0,31.2,31.3,34.2,59.7,74.7,77.0, 121.9, 124.0, 125.0,
125.1, 125.3, 125.4, 129.5, 129.9, 133.0, 133.7, 133.9, 139.5, 144.3,
144.4, 147.0, 149.2, 153.5, 173.0, 182.6. MS (MALDI") m/z: Calcu-
lated for [CyogH;1N,0;0S,Na]: 1689.8, Found: 1690.1 [M+Na]".

4.1.. Compound (4)

The ester derivative (4) was obtained as red solid (196 mg) (yield:
38%). Molecular weight (g/mol): 1669.21. Melting point (°C) at
760 mm Hg: 107-111. Elemental analysis found C 77.71, H 7.06, N
0.84, S 3.84%; molecular formula C,,sH,,NO;S, requires C 78.00,
H 7.36, N 0.74, S 3.72%; IR (KBr): 1738 (C=—=0), 1663 (C—
0), 1590 (C=C). "H-NMR (400 MHz, CD,Cl,) & (ppm): 1.00 (t,
J=7.2Hz, 6H), 1.05 (s, 18H), 1.07 (s, 18H), 1.73-1.83 (m, 4H),
1.93-2.02 (m, 8H), 2.42-2.50 (m, 4H), 3.08 (d, J=3.2 Hz, 2 H),
3.12 (d, J=3.2 Hz, 2H), 3.76 (t, J=7.8 Hz, 4H), 3.84 (m, 4H), 4.33
(d, J=3.5Hz, 2H), 4.36 (d, J=3.5Hz, 2H), 5.11 (s, 2H), 5.16 (s,
2H), 5.33 (s, 1H) 6.32 (s, 1H), 6.64 (d, J=1.9 Hz, 1H), 6.76 (s,
4H), 6.78 (s,
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4H), 7.03-7.15 (m, 8H), 7.27-7.32 (m, 4H), 7.33-7.36 (m, 2H),
7.46-7.54 (m, 6H), 7.69 (s, 1H), 7.79 (s, 1H), 7.80-7.82 (m, 2H),
7.89-7.91 (m, 2H), 9.77 (s, 1H), 9.78 (s, 1H). *C-NMR (100 MHz,
CD,Cl,) & (ppm): 10.7, 22.3, 24.0, 30.3, 31.5, 31.8, 31.8, 34.2, 34.7,
34.7, 59.8, 60.2, 75.2, 75.2 77.5, 103.3, 104.7, 109.5, 122.4, 124.6,
125.4, 125.6, 125.9, 126.0, 129.4, 129.5, 130.0, 130.4, 130.9, 134.3,
134.4, 139.5, 140.0, 144.9, 144.9, 147.5, 154.0, 154.2, 174.7, 183.13.
MS (MALDI") m/z: Calculated for [C,osH;;;NO,;S,Na]: 1690.8.
Found: 1690.9 [M+Na]".

4.1.. Compound (5)

The ester derivative (5) was obtained as a red solid (140 mg)
(yield: 27%). Molecular weight (g/mol): 1668.23. Melting point (°C)
at 760 mm Hg: 94-97 (d). Elemental analysis found C 77.66, H 7.27,
N 11.78, S 3.66%; molecular formula C,,gH;,40,,S, requires C 77.96,
H7.30,N 11.82, S 3.65%; IR (KBr,cm ') 1737 (C==0), 1657 (C—=
0). '"H-NMR (400 MHz, CD,Cl,) & (ppm): 0.98 (t, J= 7,5 Hz, 6H),
1.02 (s, 18H), 1.11 (s, 18H), 1.76-1.83 (m, 4H), 1.92-2.07 (m, 8H),
2.49, (t,J=17.5 Hz, 4H), 3.08 (d, /= 12.5 Hz, 4H), 3.74 (t, J= 7.7 Hz,
4H), 3.88 (1, J= 7.7 Hz, 4H), 4.36 (d, J = 12.5 Hz, 4H), 5.16 (s, 4H),
6.16 (s, 2H), 6.58 (d, J=1.9 Hz, 2H), 6.72 (s, 4H), 6.83 (s, 4H), 7.21
(d, J=1.9 Hz, 2H), 7.42-7.48 (m, 12H), 7.66 (s, 2H), 7.73-7.76 (m,
4H) 7.80—7.83 (m, 4H), 9.72 (s, 2H). *C-NMR (100 MHz, CD,Cl,) &
(ppm): 10.8, 22.2, 24.0, 30.3, 31.5, 31.7, 31.8, 34.2, 34.3, 34.8, 59.8,
75.2, 77.6, 103.2, 104.7, 109.5, 125.2, 125.5, 125.6, 125.9, 129.3,
129.4, 130.3, 130.8, 134.0, 134.7, 139.4, 144.8, 145.0, 149.8, 154.3,
173.7, 182.2. MS (MALDI") m/z: Calculated for [C;ogH,;;50;,S,Na]:
1691.8. Found: 1691.9 [M+Na]".

4.1.Compound (Cx-2-TPA)

To a solution of compound (3) (140 mg, 0.113 mmol) and 2-cyano-
acetic acid (76.2 mg, 0.893 mmol) in chloroform (12 mL) piperidine
(216.1 pL; 2.229 mmol) was added. The mixture was heated at 65 °C
of temperature for 4 days under argon atmosphere and prevented for
light, then it was cooled down to room temperature. After concen-
tration under reduced pressure, the resulting solid was solved with
CH,Cl,, acidified with HC1 0.1 M, and was washed with water. The
solution was dried and the solvent was removed under reduced pres-
sure. The resulting solid was filtered and washed with cold MeOH and
a red solid (55 mg) was obtained (Yield: 30%).

Molecular weight (g/mol): 1800.83. IR (KBr) em 12218 (CEN),
1736 (C=0), 1585 (C=C), 1197 (C—0). Melting point (°C)
at 760 mm Hg: 160-162. "H- NMR (400 MHz, CD,Cl,) & (ppm):
0.92-0.97 (m, 6H), 0.97 (s, 18H), 1.13 (s, 18H), 1.70-1.75 (m, 4H),
1.89-1.97 (m, 4H), 2.03-2.08 (m, 4H), 2.42-2.51 (m, 4H), 3.07 (d,
J=12 Hz, 4H),

3.67-3.73 (m, 4H), 3.83-3.91 (m, 4H), 4.33 (d, J = 12.4 Hz, 4H), 5.06
(s, 4H), 6.66 (s, 4H), 6.87 (s, 4H), 6.98-7.01 (m, 4H), 7.07-7.09 (m,
12H), 7.24-7.30 (m, 12H), 7.75 (s, 2H), 8.27 (s, 2H). '*C- NMR
(100 MHz, CD,Cl,) & (ppm): 10.4, 21.6, 23.5, 29.8, 31.0, 31.2, 31.4,
33.7,34.2, 60.0, 74.7, 77.2, 121.6, 124.1, 124.9, 125.2, 125.5, 129.6,
129.9, 133.3, 134.5, 144.6, 146.9, 149.3, 153.4. M.S. (MALDI") m/z:
Calculated [C;4H,(N,0,,S,Na]: 1823.8. Found: 1823.9.

4.1.. Compound (Cx-P-TPA)

To a solution of compound (4) (195 mg, 0.117 mmol) and 2-cyano-
acetic acid (50 mg, 0.585 mmol) in chloroform (10 mL), piperidine
(0.182 mL, 1.774 mmol) was added. The mixture was heated at re-
flux for 4 days under argon atmosphere and prevented for light, and
then it was cooled down to room temperature. After concentration
under reduced pressure, the resulting solid was solved with CH,Cl,,
acidified with HC1 0.1 M, and washed with water. The solution was
dried and the solvent was removed under reduced pressure. The re-
sulting solid was filtered and washed with cold MeOH. Tetrahydro-
furane was added and the solution was acidified with acetic acid. A
dark solid was obtained (90 mg, 43%). Molecular weight (g/mol):
1803.31. Melting point (°C) at 760 mm Hg: 151-153. Elemental
analysis found C 75.93, H 6.65, N 2.33, S 3.56%; molecular formula
C,14H;1oN;0,5S, requires C 75.75, H 6.34, N 2.26, S 3.37%; IR (KBr,
cm ') 3478 (C==0), 2214 (CN), 1735 (C==0), 1646 (C=0), 1562
(C==C). "H-NMR (400 MHz, THF-d®) & (ppm): 0.95-0.99 (m, 6H),
1.02-1.12 (m, 36H), 1.79-1.85 (m, 4H), 1.95-2.04 (m, 8H), 2.42-2.49
(m, 4H), 3.04-3.10 (m, 4H), 3.75-3.85 (m, 8H), 4.36-4.43 (m, 4H),
5.03-5.19 (m, 5H), 5,81 (s, 1H), 6.70-6.84 (m, 10H), 7.01-7.10 (m,
10H), 7.15-7.28 (m, 6H), 7.35-7.48 (m, 6H), 7.71-8.04 (m, 5H),
8.27 (bs, 2H). *C-NMR (100 MHz, THF-d*) & (ppm): 10.9, 22.7,
24.3, 30.8, 31.9, 32.0, 34.5, 34.6, 34.8, 59.7, 60.6, 75.7, 75.7 77.9,
103.9, 105.8, 113.4, 123.0, 123.5, 124.4, 125.8, 125.9, 126.0, 126.0,
126.2, 126.2, 126.2, 129.7, 129.7, 129.9, 130.3, 130.4, 130.4, 130.7,
130.8, 134.5, 134.6, 135.0, 138.2, 144.9, 144.9, 148.1, 148.5, 154.6,
154.6, 154.7, 154.8, 173.3, 173.3. MS (MALDI") m/z: Calculated for
[C114H,16N;30,5S,]: 1801.8. Found: 1801.5 [M]".

4.1.Compound (Cx-2-P)

To a solution of compound (5) (130 mg, 0.078 mmol) and 2-cyano-
acetic acid (33 mg, 0,390 mmol) in chloroform (10 mL), piperidine
(0.118 mL, 1.186 mmol) was added. The mixture was heated at 55 °C
of temperature for 5 days under argon atmosphere and prevented
for light, and then it was cooled down to room temperature. After
concentration under reduced pressure, the resulting solid was solved
with CH,Cl,, acidified with HCl 1 M, and was washed with wa-

ter. The solution was dried and the solvent was
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removed under reduced pressure. The resulting solid was filtered and
washed with cold MeOH and a red solid was obtained (76 mg, 54%).
Molecular weight (g/mol): 1804.3. Melting point (°C) at 760 mm
Hg: 170-174. Elemental analysis found C 75.89, H 6.59, N 1.55, S
3.55%; molecular formula C;,,H,;sN,0,,S, requires C 75.63, H 6.39,
N 1.43, S 3.32%; IR (KBr, cm ') 3442 (O—H), 2194 (CN), 1736
(C=0), 1650 (C=0), 1577 (C=C), 1546 (C=C). 'H-NMR
(400 MHz, THF-d®) & (ppm): 0.94-0.97 (m, 6H), 1.01 (s, 18H), 1,10
(s, 18H), 1.75-1.82 (m, 4H), 1.96-2.05 (m, 8H), 2.52 (t, J="7.7 Hz,
4H), 3.10 (d, J=12.4 Hz, 4H), 3.76 (t, J=7.5Hz, 4H), 3.92 (t,
J=17.5Hz, 4H), 4.42 (d, J= 12.4 Hz, 4H), 5.18 (s, 4H), 6.28 (s, 2H),
6.71 (s, 4H), 6.78-6.82 (m, 4H), 6.89 (s, 4H), 7.39-7.45 (m, 12H),
7.70 (s, 2H), 7.81-7.83 (m. 4H), 7.85-7.87 (m, 4H), 8.19 (s, 2H).
BC-.NMR (100 MHz, THF-d®) & (ppm): 11.2, 22.7, 24.0, 24.5, 31.0,
32.0,32.1, 32.2, 34.6, 34.7, 34.9, 59.9, 75.8, 78.1, 97.0, 104.0, 105.8,
110.3, 125.8, 125.8, 126.1, 126.3, 129.7, 129.9, 131.8, 133.3, 133.6,
134.4, 134.5, 134.7, 135.4, 144.9, 145.8, 150.2, 154.0, 156.8, 164.8,
173.5. MS Calculated for [C,;,H;;sN,O,4S,Na]: 1826.8. Found:
1826.2 [M+Na]".
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