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A multifunctional D—rn—A push-pull arylene-vinylene conjugated terpyridine, 4'-(4-{2-[4-[bis(4-thio-
phen-2-yl-phenyllaminolphenyl-ethenyll}phenyl)-2,2":6’,2" -terpyridine, has been designed and success-
fully developed.
multifunctional

Its photophysical properties were systematically explored, revealing its tunable
including solvatochromism,
remarkable chemosensing properties. The push—pull congener exhibits strong emission which is highly

behaviors vapochromism, piezofluorochromism and
sensitive to solvent polarity, showing blue to yellow fluorescence in the presence of volatile organic
compounds (VOCs). The compound also exhibits reversible mechanochromic behavior with high color
contrast between yellow and green in its pristine and ground form. Moreover, the synthesized push—pull
probe shows remarkable sensitivity towards NACs at the ppb level (especially for picric acid) in solution,
vapor and contact mode as a ‘turn-off’ sensor which can be visualized by the naked eye. The
fluorescence quenching through supramolecular complexation has been further supported by DFT

Received 13th December 2021, calculations, time-resolved fluorescence and *H NMR titration. Furthermore, the conjugated terpyridine

Accepted 10th May 2022 can efficiently detect toxic Hg?* at the submicromolar level with high selectivity and sensitivity without
DOI: 10.1039/d1ma01179k interference by other competing metal ions. The selectivity, sensitivity, reversibility, and recyclability

allowed us to demonstrate its practical utility as a solid state kit for onsite detection of toxic Hg?*, NACs
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Introduction

Multifunctional m-conjugated D-m-A type organic congeners
emitting strong fluorescence have received much attention
due to their various fascinating stimuli-responsive properties
including piezofluorochromism,'™ vapofluorochromism,> ® solvato-
chromism,>”® and thermofluorochromism.'®** As compared to
the inorganic materials, one of the prominent characteristics
of m-conjugated organic materials is their structural flexibility
and very high molecular polarizability resulting strong electron
delocalization and intramolecular charge transfer (ICT) in the
“push-pull” molecular backbone."®'* A subtle change in
n-conjugated congeners could produce a dramatic change in
the configuration, crystal stacking, electronic structure, and
furthermore in the optoelectronic property. Multifunctional
D-n-A type organic materials have been the subject of active
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research and have attracted a great deal of attention because of
their potential application in organic light emitting diodes,*>°
field-effect transistors,> > organic solid-state lasers,*>° as
well as sensing probes for detection of environmentally con-
cerned toxic metal ions,***° solvent vapors®' and explosive
nitroaromatic compounds (NACs).**** However, it is rare to
witness all of the above-mentioned combined and fascinating
properties in a single m-conjugated congener because of the
lack of clear guidelines for designing molecular structures
simultaneously possessing multiple features.

Arylene-vinylene conjugated terpyridine molecules represent a
new category of highly luminescent D-n-A type chromophores
with chelation functionality and relatively long lived excited
states due to their extended m-conjugation.**" The extended
n-conjugation in the arylene-vinylene conjugated terpyridine is
beneficial to reduce the energy of LUMO and hence the band
gap of the probes, enhancing detection sensitivity. 2,2':6",2"-
Terpyridine (tpy), having three pyridyl nitrogen atoms, has been
preferred for its extremely strong binding affinity towards most
of the transition metal ions. In addition, D-n-A conjugated
compounds linked with a vinylene bridge usually exhibit strong
ICT emission and structural flexibility, which is favorable to
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induce piezofluorochromism along with solvatochromism and
vapochromism properties.** " Studies of excited state behavior
of these categories of D-n-A type congeners have been utilized
to develop not only the fluorescent sensors for toxic metal ions
and NACs but also highly luminescent materials for organic
light emitting devices (OLEDs). Furthermore, these systems can
also exhibit solvatochromic behavior which is beneficial for
chemical sensing of solvents and could be potentially used to
detect volatile organic compounds (VOCs).**>* Inspired by all
the important fascinating properties shown by arylene-vinylene
conjugated terpyridines we have aimed to develop a single
multifunctional molecule keeping all these structural features
in a single molecule.

Designing a single molecule for multiple applications is
always a demanding and attractive strategy. Nevertheless, multi-
functional D-n-A type arylene-vinylene conjugated terpyridine is
not reported to the best of our knowledge. Our aim in this work is
to design and develop such a multifunctional terpyridyl based
single D-n-A congener which will offer multiple fascinating
properties such as solvatochromism, vapochromism, piezofluoro-
chromism and sensing. By taking all these aspects into considera-
tion, in the present work, we report facile and easy synthesis of
multifunctional stimuli-responsive D-n-A structured push-pull
arylene-vinylene conjugated terpyridine with tunable photo-
physical properties such as solvatochromism, vapochromism,
piezofluorochromism and most importantly the selective sensing
ability of environmentally toxic Hg>" ions and explosive NACs.

Results and discussion
Design, synthesis and characterization

D-n-A based arylene-vinylene conjugated terpyridine having
functional triarylamine (TAA) as the donor moiety, phenylene
vinylene as the m-conjugated bridge, and 2,2':6’,2"-terpyridine
as the acceptor was designed and synthesized following our
previously reported procedure.”’ The electron rich functional
triarylamine unit with thienylphenyl (D) has been judiciously
chosen to access its extended n-conjugation and tunable ICT
(intramolecular charge transfer) emission in the visible
region.”> >’ Furthermore, the propeller geometry of the triphen-
ylamine moiety will induce steric hindrance preventing its
molecular packing in solid state. This will have an advanta-
geous effect to gain enhanced emission of the conjugated
chromophore in solid state. Moreover, the structural variation
was extended by incorporating two thienyl moieties at the para-
position of the core triphenylamine unit. On the other hand,
2,2":6',2"-terpyridyl unit has been installed due to its promising
n-acceptor (A) character and most remarkably for its ability to
serve as a tridentate chelating ligand for toxic transition
metal ions.

The D-m-A arylene-vinylene conjugated terpyridine (6)
was prepared following the synthetic protocol as shown in
Scheme 1. 4-(Bis(4-bromophenyl)amino)benzaldehyde (3) was
synthesized according to the literature reported procedure.®
The synthesis starts from triphenylamine which undergoes a
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Scheme 1 Synthetic route for 6 (yield in parentheses).

Vilsmeier-Haack formylation reaction, using DMF and POCI; at
60 °C, affording 4-(diphenylamino)benzaldehyde (2) with 79%
yield. Later, 4-(bis(4-bromophenyl)amino)benzaldehyde (3) was
synthesized in 82% yield by reacting 4-(diphenylamino)benz-
aldehyde (2) with NBS (2 eq.) in chloroform under refluxing
conditions. Subsequently, compound 3 was further reacted
with thiophene-2-boronic acid pinacol ester through the Suzuki
coupling protocol to afford the targeted aryl-aldehyde, 4-[bis(4-
thiophen-2-yl-phenyl)Jamino]benzaldehyde (4), for the Wittig
condensation reaction in 68% yield. In the "H NMR (CDCI;)
spectrum of 4, the characteristic signal of the aldehyde proton
appears as a singlet at 9.85 ppm and the other aromatic protons
resonate in the region of 7.72-7.09 ppm. The HRMS study
further confirms the formation of 4 by showing its molecular
ion peak, [M + H]", at 438.0942 which is in good agreement with
the calculated value. On the other hand the phosphonium
ylide, 4-(2,2":6',2"-terpyridyl-4')-benzyl triphenylphosphonium
bromide (5), was synthesized following our previously reported
procedure starting from 4’-(tolyl)-2,2:6',2"-terpyridine which
was synthesized via one pot modified Krohnke annulation
reaction.”® Finally, arylene vinylene conjugated terpyridine, tpy-
CeH,~CH=—CH-CH,-N(C¢H,-C,H3S), (6), was achieved employ-
ing Wittig condensation reaction between aryl-aldehyde (4) and
phosphonium ylide (5) in the presence of tBuOK under solvent
free mild conditions by grinding in a mortar. Purification by silica
gel column chromatography (60-120 mesh) using ethyl acetate
and hexanes as the eluent was performed to achieve analytically
pure bright yellow and highly luminescent arylene-vinylene con-
jugated terpyridine (6). It was unambiguously characterized
by multinuclear NMR, IR and HRMS (ESI') analyses (Fig. S4, S5
and S7, ESIt). The "H NMR spectrum exhibits one multiplet at
8.84-8.72 ppm corresponding to the pyridyl protons and the other
aromatic protons resonate in the region of 8.69-7.06 ppm whereas
the aromatic carbons resonated at 156.5-118.9 ppm. The HRMS
study further confirms the formation of compound 6 by showing
its molecular ion peak, [M + H]', at 743.2349 and the experimental
isotopic distribution is in good agreement with the simulated one.

Solvatochromism

Typically, D-n-A type push—pull congeners with strong dipoles
have the greatest potential to exhibit significant dependence on
solvents through intramolecular charge transfer state (ICT) or
twisted intramolecular charge-transfer (TICT) transitions from

© 2022 The Author(s). Published by the Royal Society of Chemistry
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the electron-donating unit (D) to the electron-withdrawing unit
(A) through the n-conjugated bridges.®*®* To get a clear insight
of the ICT of the push-pull D-n-A nature of compound 6, the
change in absorption and emission spectra was investigated in
different solvents by varying polarity. The good solubility of 6 in
a broad range of solvents allowed us to investigate its photo-
physical properties in different solvents. A slightly positive
solvatochromism was observed showing a red shift of the
absorption maxima (4max) from 360 nm to 371 nm (Table 1)
with a change in solvent polarity from hexanes (E(30) = 31.0) to
DMSO (Er(30) = 45.1).°% In contrast, a remarkable bath-
ochromic shift in the emission spectra of 6 was observed with
increasing solvent polarity manifesting efficient positive solvato-
chromism (Fig. 1). The strong red-shift of fluorescence in
different solvents suggests that arylene-vinylene conjugated
terpyridine (6) forms different ICT/TICT states in different
solvents which could be the reason for the fluorescence
tuning.*°®"*® In low to medium polar solvents (such as hexanes,
benzene, toluene, diethyl ether and 1,4-dioxane) the emission
maximum was red shifted from 441 nm to 485 nm whereas with
increasing solvent polarity from THF to DMSO, the emission
maximum was markedly shifted to longer wavelength to
567 nm from 507 nm. Interestingly, for low to medium polar
solvents from hexanes to chloroform (except THF) a relatively
high energy emission band (shoulder) was also observed in the
region of 397 nm to 425 nm. In contrast, this high energy
emission band was gradually red shifted from 436 to 460 nm
with increasing solvent polarity (from DCM to DMSO) with the
emergence of two clearly shifted dual fluorescence emission
bands in the region of 436-460 nm and 524-567 nm respec-
tively (Table 1) suggesting the presence of two different emis-
sive components in high polar solvents presumably induced by
ICT or TICT as also observed in other specially designed dual-
emissive fluorophores.®®””? It is well known in the literature
that fluorophores containing D-n-A structure show solvent
dependent changes in their absorption and emission spectra
due to the interaction between the solvent and fluorophore

Table 1 Photophysical properties of 6 in various solvents

Er  Jap  Emad X 10* Ay FWHM
Solvent (30)* (nm) (M 'cm™Y) Ay (nm) (em ™) (nm) B¢
Hexanes 31.0 360 1.7 397,° 441, 5102 55 0.41
466°
Toluene 33.9 361 4.2 410,° 463 6102 79 0.36
Benzene 34.3 362 4.1 411, 466 6165 72 0.44
Ether 34.5 363 8.0 412, 482 6801 87 0.29
Dioxane 36.0 364 9.8 413,° 485 6853 84 0.23
THF 37.4 365 3.9 430, 507 7673 109 0.34
EtOAc 38.1 365 5.6 425,506 7634 95 0.28
CHCl; 39.1 366 3.2 415,° 507 7598 87 0.36
CH,Cl, 40.7 367 3.7 436, 524 8163 103 0.32
1,2 DCE 41.3 368 44 441, 530 8305 110 0.36
Acetone 42.2 369 3.7 445, 543 8684 130 0.19
DMF 43.2 369 7.8 456, 556 9114 197 0.17
DMSO 45.1 371 6.4 460, 567 9317 210 0.13

“ Polarity parameter. > Molar extinction coefficient. ¢ Stokes ~ shift.
¢ Quantum yield was determined using quinine sulphate (0.1 M H,SOj;
@ = 0.54) as a reference. * Shoulder emission band.

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 Visual appearance of 6 in different solvents under 365 nm light.

A

molecules.”®7'%%%737 The solvatochromic behaviour of 6
could be illustrated owing to its D-n-A arrangement having a
functional triphenylamine group (donor), phenylene vinylene
linkage (m-conjugate bridge) and a terpyridyl group (acceptor).
The bathochromic shift in the emission spectra with increasing
solvent polarity suggests that arylene-vinylene conjugated ter-
pyridine (6) has enlarged dipole moment and charge transfer
characteristics in excited states. The charge transfer plausibly
occurs in the excited state from the electron donating triaryl-
amine core to the electron accepting terpyridyl moiety through
the m-conjugated core.®>”*7% Solvent polarity dependent
dual emission in terpyridyl and similar conjugates due to the
presence of closely lying excited states is reported in the
literature.®®”> The low energy band is highly solvatochromic
in nature, and is stabilized in polar medium due to charge
separation, and has been attributed to a low-lying 'ICT
state.®>”” The full width at half maximum (FWHM) becomes
wider (55 nm to 210 nm) from low to high polar solvents
(hexanes to DMSO) indicating the stabilization of the emissive
center by the polar solvent molecules (Table 1). The fluores-
cence quantum yield (®) in most of the solvents was reasonably
high demonstrating strong fluorescence with @ in the range of
0.13 to 0.44 as calculated using quinine sulphate (0.1 M H,SOy;
& = 0.54) as a reference.®® Inspired by the remarkable solvato-
chromic behavior of the arylene-vinylene conjugated terpyri-
dine (6), the visual change in fluorescence colour was also
investigated in the presence of different volatile organic com-
pounds (VOCs). To demonstrate this application, filter paper
(Whatman 42) test strips were prepared by dipping in the
concentrated DCM solution of 6 and dried in air. The paper strips
showed remarkable fluorescence color change (under 365 nm
light) from cyan (in hexane vapour) to yellow (in methanol vapour)
when exposed (for 5 min) to the different solvent vapours,
establishing efficient vapochromic behaviour as shown in Fig. 2.
It is noteworthy to mention here that the solution state PL spectra
in methanol could not be recorded due to insolubility of 6 in
methanol. The visual change in fluorescence color was monitored
under the illumination of 365 nm light (Fig. 2). It is interesting to
note that the change in the fluorescence colour of the test paper
strips is nearly the same as evidenced in their corresponding pure
solvent medium.

Piezofluorochromism

The strong ICT emission of the arylene-vinylene conjugated
terpyridine (6) with a propeller-like functionalized triarylamine

Mater. Adv,, 2022, 3, 5497-5509 | 5499
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Fig. 2 Emission spectra of 6 in various solvents of different polarity. (Top)
Visual appearance of the test paper strips made of 6 upon exposure to
different solvent vapours under the illumination of 365 nm light.

terminus encouraged us to investigate the piezofluorochromic
behavior. Compound 6 was found to be highly emissive even in
its solid state, exhibiting yellow emission under illumination at
365 nm. Interestingly, the yellow emissive solid sample chan-
ged to green emissive after grinding with a pestle."” To get
more insight and to further confirm the piezofluorochromic
behavior, the solid state fluorescence spectrum of 6 was
recorded before and after grinding, revealing blue shift of the
emission maxima to 512 nm from the emission maxima (Lem =
556 nm) of the unground solid (Fig. 3).

Moreover, recrystallization of the ground sample repro-
duced the initial yellow emissive state illustrating the reversible
nature of the piezofluorochromism. The blue shift in the
emission spectra of the ground sample suggests that different
intermolecular n-m interaction modes presumably exist in
these two states. The powder X-ray diffraction (PXRD) analysis

Partial
grind

~—— Original
\ —— Ground
Recrystalized

;-4

0.0 += T T T \
450 500 550 600 650 700

Wavelength (nm)

Fig. 3 Solid state emission profile of 6 in the unground, ground and
recrystallized form (top). Piezofluorochromic behavior of 6 under the
illumination of 365 nm light (bottom).
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was performed for 6 in its ground, unground and recrystallized
forms to understand the origin of mechanochromism (Fig. S8,
ESIT). The sharp diffraction peaks were noticed in its unground
and recrystallized state manifesting the crystalline character of
the arylene-vinylene conjugated terpyridine (6). In contrast, the
sharp diffraction peaks disappeared and a diffused band was
generated indicating the transition from the crystalline to
amorphous state upon grinding compound 6. Unfortunately,
harvesting of single crystals of 6 suitable for SCXRD studies was
not successful. The PXRD analysis revealed the change in
morphology from the crystalline state to the amorphous state
illustrating the change in intermolecular aggregation mode
inducing mechanochromism.'™

Detection of nitroaromatics (NACs)

Nitroaromatic compounds are essential energetic materials
mostly used as components for the preparation of landmines
and explosive materials as well as in the dye industry, rocket
fuel manufacturing, and the pharmaceutical industry.””"”
Furthermore, because of their high solubility in water, they
can easily contaminate soil and groundwater through short-
term or long-term exposure. As a result, they can cause hazardous
effects on human health such as headache, respiratory disorders,
weakness, anemia, skin irritation, liver injury and -carcino-
genicity.””®" Nitroaromatic compounds are known to be highly
electron deficient molecules and undergo strong n-r and supra-
molecular interactions with electron rich n-conjugated fluorescent
probes resulting in change in emission properties. A considerable
number of fluorescent probes based on polymers,*>** gels,*
small molecule sensors,*****” nanoparticles,**°° nano-fibers
and MOFs**®* have been developed for the detection of NACs.
Among them, novel, simple, economic and efficient sensing
probes based on small molecules such as pyrene, coumarins,
purpurin, fluorescein, triphenylamine, heterooligophenylene,
pentacenequinone, fluoranthene and iptycene are of current
interest for their well-defined structure and convenient synthetic
method allowing a clear understanding of the structure-property
relationship with superior performance.**°® Prompted by the
highly emissive and n-electron rich nature of the arylene-vinylene
conjugated terpyridine (6), fluorescence chemosensing properties
for the detection of nitroaromatic explosives (NACs) have been
explored at ambient temperature. Compound 6 exhibited a low
energy absorption band at 366 nm as a result of the m-m*
transition of the conjugated molecular backbone and a relatively
high energy absorption band at 280 nm due to the intra-ligand
charge transfer (ICT) transition (Fig. S9, ESIt). The solid state
absorption maxima of 6 (recorded on a thin film sample on a
quartz plate) followed a similar trend as in solution state exhibit-
ing absorption maxima at 286 nm and 380 nm (Fig. S10, ESIt) and
a red shift (by 14 nm) with relatively broad absorption in
comparison to solution ascribed to the presence of intermolecular
n-7 stacking interactions. The coexistence of different degrees of
aggregation in the thin film is supported by the broad nature of
the absorption spectra. The optical energy band gap of 6 was
calculated to be 2.74 eV by inspecting the edge of the solid state
absorption spectra, using the equation Egpt (eV) = 1240/2¢ut ofr-

91,92

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Upon excitation at 366 nm (A.,) compound 6 shows a strong green
emission band centered at 507 nm (Zem). The solution fluores-
cence quantum yield of 6 was found to be 0.36 when measured in
CHC;. The time-resolved fluorescence spectra of 6 in chloroform
were also recorded to understand the nature of the excited states
(Fig. S15, ESIT). The fluorescence lifetime of arylene-vinylene
conjugated terpyridine (6) was found to be 2.27 ns as measured
by the time-correlated single photon counting (TCSPC) method
(Table S2, ESIY).

As it is well known that planar polyaromatic compounds
induce intermolecular aggregation in solution as a result of n-n
interaction,”” "% we have recorded concentration dependent
emission spectra to evaluate the optimum concentration in
which self-aggregation of 6 is minimum. With decreasing
concentration from 102 to 10~° M, the intensity of the emis-
sion band increased with a blue shift in the emission maxima
from 523 to 507 nm (/) demonstrating the formation of self-
assembled aggregates at higher concentration (~107° M),
whereas the aggregation was minimum forming unimers at
relatively lower concentration (~10~> M) (Fig. S11, ESI{). When
the solution was further diluted to 10™° M, the fluorescence
intensity decreased. Hence, the NAC sensing was explored in
dilute solution (in the concentration range of ca. 107> M in
CHCI;) not only to nullify the self-association behavior and loss
of sensitivity but also to minimize the inner-filter effect. More-
over, the absorption spectra of PA do not overlap significantly
with the emission spectra of the probe (Fig. S14, ESIt) implying
the minimal secondary hetero-inner filter effect.'®*

The CHCI; solution of compound 6 was treated with different
nitroaromatics such as nitrobenzene (NB), nitrotoluene (NT),
4-hydroxy nitrobenzene (HNB), 4-nitrobenzoic acid (NBA),
2,6-dinitrotoluene (DNT), and picric acid (PA). Interestingly,
the emission intensity of 6 was readily quenched upon addition
of NACs as a result of facile electron transfer from the
n-electron rich fluorophore to the electron deficient NACs.
Moreover, the emission intensity of 6 was quenched substan-
tially with different percentage after the addition of various
nitroaromatics based on the electron deficient nature of the
NACs. Amongst the various NACs tested, PA being the most
electron deficient induced maximum fluorescence quenching
demonstrating the efficient detection sensitivity of 6 towards
explosive picric acid. To examine the selectivity towards NACs,
compound 6 was treated with other non-nitro aromatic com-
pounds such as chlorinated (such as 1,2-dichlorobenzene and
1,4-dichlorobenzene) and alkylated aromatic compounds (such
as toluene and mesitylene) and no significant fluorescence
quenching was observed (Fig. 4).

To understand the sensing mechanism and to gain more
profoundness of the physical process, fluorescence spectro-
scopic titrations were executed with a continuous variation of
concentrations of NACs. The titration study showed that the
emission steadily quenched without showing any residual
emission band upon incremental addition of NACs (Fig. S13,
ESIT). Amongst all the NACs, picric acid showed maximum PL
quenching and after the addition of 32 equivalents of PA almost
complete quenching was observed (Fig. 5). Prompted by the

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 (a) Percentage of emission quenching of 6 (1 x 10~> M) towards
different nitroaromatics and non-nitro aromatic compounds (1 x 10> M)
in CHCls. (b) Quenching efficiency of 6 in the presence of different NACs
in CHCls. Probe (6), toluene (TOL), dichlorobenzene (DCB), nitrobenzene
(NB: N1), nitrotoluene (NT: N2), p-hydroxy nitrobenzene (HNB: N3),
nitrobenzoic acid (NBA: N4), 2,6-dinitrobenzene (DNT: N5), and picric
acid (PA: N6).
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Fig. 5 Fluorescence titration of 6 upon incremental addition of PA; (inset)
visual appearance of 6 before and after the addition of PA under the
illumination of 365 nm light.

excellent ‘turn-off’ sensing behavior, solution mode visual
detection of PA was performed which is important for real time
application. Interestingly, upon addition of PA, the color of the
solution of 6 immediately turned to intense yellow from light
green, probably due to the formation of a ground state charge
transfer complex with PA, whereas the intense green fluores-
cent solution became non-emissive under the illumination of
365 nm light demonstrating the easy colorimetric detection of
PA by the naked eye (Fig. S12, ESIT).

To gain insight into the rate of fluorescence quenching, the
quenching behavior of 6 was examined by the Stern-Volmer
(SV) equation expressed as Io/I = 1 + Kgy-[Q], where I, and I are
the fluorescence intensities in the absence and presence of the
analyte (NACs), [Q] is the analyte concentration and Ky is the
Stern-Volmer rate constant.'®>"'°* The plot of relative intensi-
ties (Io/I) against concentrations of NACs revealed the Kgy value
in the order of 10" M~ for PA (Fig. 6). From the Stern-Volmer
plot, the quenching response was found to be almost linear
against incremental concentration of NACs. The Stern-Volmer
constants of 6 for different NACs are summarized in Table S1
(ESIT). To evaluate the sensitivity of the probes, the limit
of detection (LOD) of 6 towards PA was calculated from the

Mater. Adv., 2022, 3, 5497-5509 | 5501
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Fig. 6 (a) The Stern—Volmer plot for 6 toward different nitroaromatics:
N1: NB, N2: NT, N3: HNB, N4: NBA, N5: DNT, N6: PA. (b) Plot for the
evaluation of LOD for 6 toward PA.

fluorescence titration studies and was found to be 7.05 x 10~’ M
(166 ppm) signifying its applicability even in the sub-micromolar
range (Fig. 6). To gain more insight into the quenching mecha-
nism, the fluorescence lifetime of 6 was measured before and
after step-wise addition of PA. The fluorescence lifetime was
found to be nearly invariant with different equivalents of PA
suggesting that the fluorescence quenching follows mainly a static
mechanism through ground-state charge transfer complex for-
mation (Fig. S15, ESIT).

In order to elucidate the sensing mechanism of the probe,
it is important to understand the possible interaction between
the probe molecule and PA. As this information could not be
retrieved from the experimental data completely, detailed DFT
and TD-DFT studies have been carried out. In probe 6,
the electron density of HOMO is distributed over the whole
molecule except the three pyridine rings of the terpyridine part,
whereas the LUMO electron density is distributed over the
middle phenyl rings and one pyridine ring of the terpyridine
part. The HOMO electron densities of the complexes are exactly
the same as that of HOMO of the probe. The LUMO density,
unlike in the probe, is localized over the PA moiety (Fig. S29,
ESIT). It is well known that the n-rn stacking interaction'®®
between the aromatic rings of the probe and PA plays a crucial
role in the formation of supramolecular interactions.'® From
DFT calculations, three interaction modes were predicted,
namely, 6-PA-1, 6-PA-2 and 6-PA-3, corresponding to the three
interaction sites in the probe such as the middle phenyl group,
the terpyridyl group and the arylene group, respectively, as
presented in Fig. 7. In all of the three interaction modes, the
PAs are parallel to the planes of the active site of the probe,
confirming the n—n stacking interaction, and the corresponding
distances are 3.31 A, 3.26 A and 3.29 A, respectively. To identify
the most stable adduct, the Gibbs free energy profile of all the
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Fig. 7 Optimized structures of the probe (6) and three possible inter-
action modes with PA.
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three interaction modes was computed. The relative energy of
each interaction mode was evaluated with respect to the energy
sum of the probe (6) and PA as presented in Table S5 (ESIt). The
relative energy values suggest that 6-PA-2 is the most favorable
interaction mode involving n-n stacking with the terpyridyl
moiety.

The electronic spectra of the probe and 6-PA-2 have been
computed (Fig. S30, ESIt) and the important transition para-
meters are tabulated in Table S4 (ESIt). The mechanism of
fluorescence quenching has been analyzed from the theoretical
calculations and is presented in Fig. 8. The S, — S; transition
in the probe is corresponding to electron excitation from the
HOMO to LUMO. S; being a bright state shows strong absorp-
tion and emission profiles as reported in Table S3 (ESIt). The
principal absorption in the supramolecular complex, on the
other hand, is contributed by the S, — S, transition, resulting
from transition from the HOMO to the LUMO+3 frontier
orbital. The excited electron in the S, state relaxes back to the
first-excited S; state via an ultrafast internal conversion obeying
Kasha’s rule.'® The S, state is a dark state and is accessed
by the occupation of the LUMO orbital where the electron
density is completely localized on the PA moiety. The transfer
of electron density from the donor 6 to the acceptor PA can be
attributed to the darkness of the state which results in quench-
ing of fluorescence. Thus the fluorescence quenching in 6-PA-2
can be ascribed to the photo-induced electron transfer (PET)
process from the donor 6 to acceptor PA.°® The possibility of
excited state proton transfer from PA to the terpyridyl moieties
can be ruled out as no residual emission band appeared after
the addition of excess PA.

The static quenching mechanism as suggested by the
Stern-Volmer plot and fluorescence lifetime measurements (vide
supra) allowed us to further investigate the mode of supra-
molecular interaction and to identify experimentally the binding
mode of PA between the m-conjugated arylene-vinylene conju-
gated terpyridine and PA by 'H NMR spectroscopic titration
studies with incremental addition of PA as presented in Fig. 9.
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Fig. 8 Proposed electron transfer mechanism leading to PL quenching;
HOMO and LUMO energy levels for 6 and PA were calculated by theore-
tical calculations.
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Fig. 9 Change in the chemical shift of the protons in 6 during 1H NMR
titration in CDCls on incremental addition of PA (* = residual CHCls).

The Hy,yy and H. pyridyl protons and Hy ¢ phenylene protons
resonating at 7.93, 7.89 and 7.36 ppm for free 6 experienced
downfield shift by 0.03, 0.01 and 0.08 ppm respectively in the 6-PA
supramolecular complex. This downfield behavior is presumably
due to the withdrawal of electron density from 6 by PA indicating
the possibility of weak H-bonding interaction. In contrast, the
signals centered at 8.79 (H,.) ppm, 8.75 ppm (H..) and 8.69
(Hqq) ppm for the terpyridyl protons experienced upfield shift to
8.77, 8.72 and 8.68 ppm respectively. Similarly, the arylene (in the
NAr; moiety) protons were shifted upfield to 7.78 ppm from 7.83
ppm upon addition of PA. This observation suggests n—r inter-
molecular interactions between the aromatic ring of PA and the
terpyridyl core and as well as with the arylene unit.'***%%1%

The excellent ‘turn-off’ sensing behavior motivated us to
explore the contact mode sensing as the on-site detection kit of
picric acid. In order to manifest the potential utility, it was
investigated by recording the fluorescence spectra of the thin-
film of 6 after treating with PA vapors with respect to the
unexposed film (SI). It was observed that the initial emission
of 6 was quenched gradually with increasing exposure time and
77% quenching was observed after 540 s of exposure time and
ultimately reached equilibrium (Fig. S17a, ESIT). To check the
reusability of the thin films, the emission spectrum was
recorded after exposing the thin film to the vapor of picric acid
for 420 s, and consequently washing the film with Milli-Q water
and drying in hot air. The whole process was repeated multiple
times. Interestingly, the initial fluorescence intensity was
significantly retained after repeated usage of the probe film
even after five cycles of exposure, demonstrating the high
reusability and photo-stability of the thin film (Fig. S17b, ESIT).
It is well known that excessive usage of nitroaromatic com-
pounds also pollutes soil and drinking water due to short-term
or long-term exposure in the environment. Considering the fact
and prompted by the reusability nature of the thin film, the
trace detection ability was measured towards aqueous solution
of picric acid. The change in emission was monitored by

© 2022 The Author(s). Published by the Royal Society of Chemistry
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separately immersing the thin film in different concentrations
of picric acid in aqueous medium. It was observed that the
initial fluorescence intensity of 6 was quenched ca. 71% when
the concentration of picric acid reached 100 pM (Fig. S18, ESIT),
which was clearly visible to the naked eye.

To understand the change in the surface morphology of 6 in
the presence and absence of PA, the scanning electron micro-
scopic image analysis was conducted. Sample of 6, prepared by
drop casting 5 x 10~* M chloroform solution on an aluminum
substrate, showed porous nanofiber-like surface morphology
which may be advantageous to detect nitroaromatics as a thin
film sensor. Interestingly, upon treatment with PA the nano-
fibers of 6 changed to irregular shape morphology with porous
nature as investigated by FESEM analysis (Fig. S19, ESIY).
Inspired by the porous surface nature of 6 and the efficient
PA vapour detection by the thin film, the contact mode sensing
approach was adopted to check the efficiency of 6 for the
detection of trace amounts of PA. Considering the factors of
portability and cost-efficiency, the filter paper test strips were
prepared using Whatman-42 filter paper. To test the possibility,
the chloroform solution of PA of varying concentration
(107°-107° M) was prepared and 10 uL of each solution was
drop-cast on each fresh test paper strip. The visual fluorescence
response at different concentration levels was monitored under
the illumination of 365 nm light. Dark black spots were
observed and it was noticed that the spots were prominent
for the concentrated analyte (PA) solution and faded upon
dilution showing that the minimum detection limit of picric
acid by the naked eye is even up to the 10™° M level (Fig. 10).
Thus, these results establish that compound 6 is an excellent
chemosensor for instant visual detection of trace amounts of
picric acid in solution and as well as in solid state.

Toxic metal ion recognition

A good chelating or binding site attached to fluorophores is
necessary to be an efficient and sensitive fluorescent sensor for
the detection of toxic metal ions. The high emissive nature of
the m-electron rich arylene-vinylene conjugate having terpyridyl
binding sites further encouraged us to explore its multifunc-
tional application as a fluorescence chemosensor for the selec-
tive detection of toxic metal ions. Development of highly
selective and sensitive chemosensory materials for the detec-
tion of toxic metal ions such as Cd**, Pb**, Hg*", Zn**, Ni*" and
Cu”" has attracted extensive scientific interest.>*™*° Among the

Fig. 10 Visual detection of PA of different concentrations by the paper
test strips coated with probe 6 (under 365 nm light) demonstrating
remarkable sensitivity toward trace PA.
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various toxic metal ions, mercury is one of the most prevalent
toxic and hazardous pollutants causing serious fatal threat to
human health by crossing through biological membranes,
causing severe impairment to the brain, nervous system, kidneys,
capillary vessels and alimentary system.*>''%''! Moreover, mer-
cury is extensively used in batteries, paints and electric equip-
ment, resulting in a high level of contamination of mercury across
the atmosphere and surface water. Thus, Hg>" can be accumu-
lated in human bodies through food and drink and ultimately
lead to several human diseases such as acrodynia (pink disease),
Minamata diseases and Hunter-Russell syndrome."? Inevitably,
the development of highly efficient methods to monitor and
detect mercury levels in the environment or in vivo biological
media is highly desirable, and is our prime interest. It is note-
worthy to mention that the United States Environmental Protec-
tion Agency (EPA) has fixed the upper limit of Hg”" in drinking
water at 10 nM (2 ppb)."*?

The systematic metal ion recognition study was carried out
qualitatively in semi-aqueous THF : H,O medium. The absorp-
tion and emission spectra of 6 were recorded in the 1:1
THF : H,O solvent system at 5 x 10~ ° M concentration at room
temperature (300 K) (Fig. S21, ESIf). As observed in other
organic solvents, 6 exhibited a low energy absorption maximum
centered at 361 nm (e = 5.6 x 10* M 'em ™ ') with a second band
centered at 282 nm in the high energy region. Compound 6
exhibited strong yellowish green emission with dual emission
bands centered at 440 nm and 530 nm (e = 361 nm) due to the
presence of the extended m-conjugated backbone of the ary-
lene-vinylene conjugated terpyridine. To investigate the metal
ion recognition qualitatively, probe 6 was treated with various
biologically and environmentally relevant metal ions including
alkali metal ions (K", Na®), alkaline-earth metal ions (Ca*",
Mg>*, Sr**, Ba®"), and heavy/transition metal ions (such as
Hg", Pb**, Cd*', Ni**, Zn**, Ag", Co**, Fe*", and Cr*") and the
corresponding absorption and emission spectra were recorded
in 1:1 THF:H,0. However, upon addition of various metal
ions, no significant change in the absorption or emission
spectra of 6 was observed. In contrast, upon addition of the
Hg>" metal ion, the intensity of the absorption band at 286 nm
was considerably decreased and a new absorption band cen-
tered at 290 nm (& = 2.32 x 10* M ' cm ') appeared concomi-
tantly accompanied by a slight red shift of 4 nm indicating the
metal induced intraligand charge transfer (Fig. S22a, ESIT).
Moreover, the intensity of the absorption band centered at
361 nm (& = 2.15 x 10* M~ ' em ") disappeared with a promi-
nent blue shift of 23 nm exhibiting a new absorption band at
338 nm (¢ = 2.65 x 10* M~ ' cm™ ') with a shoulder at 423 nm
(¢ = 6.8 x 10> M™' em ™). More interestingly, upon treatment
with the Hg>* metal ion, the emission band at 530 nm com-
pletely disappeared whereas the emission band at 440 nm
displayed no significant change (Table S3, ESIt). The pro-
nounced disappearance of fluorescence response at Amax Of
530 nm resulted in a decrease in PL quantum yield from
0.24 to 0.10 with a change in the emissive color from green to
blue (Fig. S22b, ESIt). Other metal ions only caused very slight
variations in emission intensity (at Amax = 440 nm and 530 nm)
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Fig. 11 (a) Change in the PL response of 6 after the addition of various
metal ions (1 equiv.); (b) selectivity profile; blue bars: free sensor or treated
with metal ions. Red bars: Treated with competing metal ions followed by
1 equiv. of Hg?*; 1-18 represent (1) 6, (2) K*, (3) Ni®*, (4) Ag™, (5) Ba®",
(6) Zn?*, (7) Sr3*, (8) Fe®*, (9) Hg?*, (10) Cu?*, (11) Cd?*, (12) Cr**, (13) Ca?*,
(14) Co®*, (15) Na*, (16) Mg®*, (17) Pb®*, and (18) all.

but disappearance of the low energy emission band at 530 nm
was not observed in contrast to the Hg>" metal ion, validating
the efficient selectivity of probe 6 towards the Hg** ion as
depicted in Fig. 11. The disappearance of the emission band
centred at 530 occurs through chelation quenched fluorescence
(CHQF) in the presence of Hg>*, presumably by the PET process
as depicted in Fig. S21 (ESIf)."™

To be an efficient probe for the detection of Hg>", selectivity
is one of the important aspects and hence, the selectivity profile
of 6 in response to other biologically and environmentally
relevant metal ions was also investigated by the naked eye.
Unlike other metal ions, the Hg>" ion immediate turned the
yellowish green emissive probe into a blue emissive solution,
which can be easily visualized by the naked eye under the
illumination of 365 nm light, indicating compound 6 as an
efficient colorimetric probe for the detection of Hg** (Fig. $23,
ESIt). However, the most important criterion of a selective
probe is the ability to sense a specific metal ion in the vicinity
of other ions. In the competitive binding experiment, no
obvious interference was observed in the presence of other
metal ions and even in more complex mixtures (Fig. 11).

Furthermore, spectroscopic titration study was executed
with the continuous variation of concentration of the metal
ion to gain an insight into the sensing mechanism and to find
the binding stoichiometry of 6 with the Hg>" ion. The emission
spectra showed a gradual decrease in the intensity of the
emission band centered at 530 nm whereas negligible change
in intensity was observed for the emission band centered at
440 nm upon incremental addition of the Hg>" metal ion
(Fig. 12). On the other hand, upon addition of incremental
equivalents of the Hg>" ion, the absorption band at 361 nm
shifted to 338 nm with a significant blue shift by 23 nm
whereas the absorption band at 286 nm underwent a slight
red shift by 4 nm, along with a new shoulder band at 423 nm
(Fig. S24, ESIf). The existence of a single equilibrium between
the probe and the in situ generated Hg**-coordinated probe
molecule was established by the formation of the isosbestic
point at 300 nm and 417 nm respectively. Interestingly, the
change of the absorption and emission spectra became satu-
rated when one equivalent of Hg>* ions was added indicating

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 12 PL response of 6 in 1:1 THF : H,O upon incremental addition of
Hg?* ions (0-1.2 equiv); inset: visual color change of 6 upon addition of
Hg?* metal ions under 365 nm light.
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Fig. 13 (a) Job's plot of 6-Hg?" complexes in 1:1 THF:H,O medium
(where the mol fraction of Hg?* = [Hg?*1/[6] + [Hg?"]). (b) Simulated and
experimental isotopic distribution pattern for the molecular ion peak of the
6-Hg>* complex obtained from MALDI-TOF mass spectrometric analysis.

the presence of 1:1 metal:ligand binding stoichiometry.
Furthermore, Job’s plot constructed from emission titration
studies at Amax Of 530 nm also indicated 1:1 Hg*'-probe
stoichiometry as depicted in Fig. 13a. The formation of the
1:1 6-Hg>" complex was further confirmed from MALDI-TOF
analysis showing the molecular ion peak ([M-CI]") at 979.324.
The experimental and simulated isotopic distribution pattern
for the molecular ion peak is in perfect agreement as illustrated
in Fig. 13b.

To understand the nature of the fluorescence quenching
process, the emission response of 6 towards the Hg”" metal ion
was investigated by constructing the Stern-Volmer plot (vide
supra) from the fluorescence titration experiment (Fig. S26,
ESIt). The association constant of Hg>* against 6 was found
to be 4.1(£0.2) x 10> M~ " as estimated from the Stern-Volmer
plot. The lowest detectable concentration level of Hg>" was
measured using linear response to evaluate the sensitivity of 6
towards the Hg>" metal ion. The limit of detection (LOD) was
found to be 1.54 x 10”7 M (31 ppb) suggesting its remarkable
sensitivity in sub-micromolar level of detection towards the
Hg>" metal ion (Fig. S27, ESI¥).

To gain an insight on coordination of the terpyridyl con-
jugate to the Hg>" ion, "H NMR spectroscopic titration studies
were conducted with incremental addition of the Hg>" metal
ion to a solution of probe 6 in DMSO-dg. Upon addition of Hg>*
ions, the signals for pyridyl protons (Hya/, Hy ', Heer, Hg o and
H.¢) and 4’-phynelene ring protons (Hg¢) were broadened and
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Fig. 14 Change in the chemical shift of the protons in 6 after successive
addition of Hg®* in DMSO-ds (* = H,0).

shifted to the downfield region due to the coordination of the
Hg”" metal ion with the terpyridyl chelating receptor site of
probe 6 as shown in Fig. 14. No significant shift was observed in
the 'H NMR spectrum after the addition of more than
one equivalent of Hg>" ions, further confirming 1:1 binding
stoichiometry between 6 and Hg>"

To check whether the sensing process is reversible or not,
S*~ was added into the solution of 6 pre-incubated with the
Hg”* metal ion, and the changes in the emission spectra were
monitored. After the addition of $>~ into the solution of 6
pre-incubated with the Hg** metal ion, the emission band at
530 nm reappeared as observed for the free probe. This fact was
also supported by visual naked eye observation under the
illumination of 365 nm light. The blue fluorescence immedi-
ately turned to yellowish green due to decomplexation of the
Hg>" ion and formation of stable HgS, leading to regain of the
free probe as shown in Fig. 15. To illustrate the sensitivity of
S>~ towards 6-Hg>", the corresponding fluorescence titration
study was carried out with incremental addition of the S>~
aliquot and the concomitant appearance of the emission band
at 530 nm suggests 6 to be a reversible sensor for the Hg>" ion
(Fig. S28, ESIt). The excellent sensing ability of the sensing
probe towards the Hg>" ion encouraged us to check its practical
applicability as an on-site detection kit. Test kits were prepared

.6

B
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6 +Hg
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Fig. 15 (a) PL reversibility study of 6 with Hg?* ions and S~ ions; (b) visual
fluorescence colour changes of 6 (2 x 10~* M) after successive addition of
Hg2* ions and $2~ ions (under 365 nm light).
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Fig. 16 Color change (under 365 nm light) of test paper strips made of 6
after treating with different samples of Hg?" of varying concentration
(1-1000 uM).

by immersing filter papers in the DCM solution of 6 (1 mM) and
then drying thoroughly in air. The test-kits coated with 6 were
dipped in aqueous Hg>" solution of various concentrations
(1 pM to 1 mM). When illuminated under a 365 nm UV lamp,
an obvious color change from bright green to blue fluorescence
was visualized with the increasing concentration of the Hg>"
ion (1 uM to 1 mM) as shown in Fig. 16. This distinct color
change can easily be detected by the naked eye and therefore,
the sensing probe can be successfully applied as a test paper-kit
to detect the toxic Hg”" ion.

Conclusions

In conclusion, we have successfully synthesized a multifunc-
tional D-n-A type push-pull arylene-vinylene terpyridyl con-
jugate with a functionalized triarylamine moiety with stimuli
responsive photophysical properties such as solvatochromism,
vapochromism, piezofluorochromism and chemosensing beha-
vior towards environmentally toxic Hg>" ions and explosive
NACs. The push-pull chromophore showed outstanding solvato-
chromic behavior with tunable emission in the range of Zem,
397 nm (for hexanes) to 567 nm (for DMSO) respectively
induced by ICT and/or TICT. Moreover, the arylene-vinylene
conjugated terpyridine (test paper strips) exhibited remarkable
vapochromism under 365 nm light showing cyan (in hexane
vapour) to yellow (in methanol vapour) fluorescent colour when
exposed to different VOCs. More interestingly, the push-pull
congener showed different solid state emission with high color
contrast between yellow and green in its pristine and ground
form manifesting reversible mechanochromic behavior due to
the phase transformation between the crystalline and amorphous
states. Furthermore, the highly emissive arylene-vinylene conju-
gated terpyridine exhibited efficient chemosensing properties
for the detection of nitroaromatics in both solution and solid
state. The favorable supramolecular complexation as evidenced by
TCSPC measurement, "H NMR titration and DFT studies facili-
tates the ‘turn off’ fluorescence sensing through static quenching
induced by PET from the photo-excited n-electron rich probe to
the electron-deficient nitroaromatics having favorable HOMO-
LUMO energy levels. The arylene-vinylene conjugated terpyridine
offers excellent sensitivity toward picric acid (PA), exhibiting
contact mode trace detection of PA at a nanomolar level and thus
can be utilized as a reversible, reusable solid state kit for the
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onsite detection of NACs. Furthermore, the arylene-vinylene
conjugated terpyridyl probe showed an outstanding fluorescence
response for the recognition of environmentally toxic Hg”* with
high selectivity and sensitivity. The reusability and cost-effective-
ness of the probe were further demonstrated successfully by
multiple cycles of alternative addition of Hg>" ions followed by
S>~ ions. The sensing ability of the probe towards Hg>" ions as
filter paper strips revealed its practical utility as an on-site
detection kit for Hg”" in a sample. This work clearly brings out
a novel strategy to access tunable multifunctional properties from
a single but simple, easily processable arylene-vinylene conju-
gated terpyridine. For further improvement of the multifunctional
behavior, sensitivity and efficacy, efforts to structurally alter the
arylene-vinylene conjugates by fine-tuning of electronic properties
are underway in our laboratory.

Experimental section
Synthesis and characterization

Compounds 1-3 and 5 were synthesized following the literature
procedure (SI).>'*®

4{Bis(4-thiophen-2-yl-phenyl)amino]benzaldehyde (4). 4-(Bis-
(4-bromophenyl)amino)benzaldehyde (3) (300 mg, 0.69 mmol),
2-thienylboronic acid pinacol ester (380 mg, 2.44 mmol),
Pd(PPh;), (40 mg, 0.034 mmol) and potassium carbonate
(0.95 g, 6.9 mmol) were charged into an oven dried Schlenk
flask under an Ar atmosphere. Dry THF (20 mL) and degassed
water (5 mL) were added via a syringe and the resulting solution
was heated under reflux for 24 h. After cooling, water (3 mL)
was added and the mixture was acidified with diluted 0.1 M
hydrochloric acid until a slightly acidic pH was reached. The
organic phase was extracted with ethyl acetate (3 x 20 mL) and
washed with water (3 x 5 mL), dried over anhydrous MgSO, and
evaporated. The solvent was removed by evaporation under
reduced pressure and the residue was purified by column
chromatography (ethyl acetate:hexanes, 5:95) on silica gel
(60-120 mesh) to achieve analytically pure lemon yellow solid
product 4; yield: 0.204 g (68%). "H NMR (400 MHz, CDCl;) ¢
9.85 (s, 1H, -CHO), 7.72 (d, J = 8.4 Hz, 2H), 7.58 (d, J = 7.9 Hz,
4H), 7.27 (d, J = 10.7 Hz, 4H), 7.22-7.13 (m, 4H), 7.09 (t, J =
9.3 Hz, 4H); C{"H} NMR (101 MHz, CDCl;) § 190.7 (-CHO),
153.0, 145.5, 143.8, 133.1, 131.6, 130.0, 128.4, 127.4, 126.5,
125.1,123.3, 120.6, 118.2; HRMS (EST'): C,,H,,NOS,, calculated
value 438.0986 ([M + HJ"); experimental 438.0942 ((M + H]");
FTIR (KBr, cm "): 1718 (ic—o str)y 1578 (Bo—c str)-

Compound 6. 4-(2,2":6',2"-Terpyridyl-4’)-benzyl triphenyl-
phosphonium bromide (5) (0.76 g, 1.14 mmol) and potassium
tert-butoxide (0.77 g, 6.84 mmol) were combined using a mortar
and pestle, and the yellow medium was aggregated until a light
orange powder formed (Scheme S2, ESIf). Next, compound
4-[bis(4-thiophen-2-yl-phenyl)amino]benzaldehyde (3) (0.50 g,
1.14 mmol) was added and the combined mixture was ground
vigorously for about 30 min. After the mixture became sticky,
5 mL of dichloromethane was added and the mixture was
continuously ground for another 10 min. After completion of

© 2022 The Author(s). Published by the Royal Society of Chemistry
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the reaction (monitored by TLC), the mixture was dispersed in
100 mL of dichloromethane and worked up with brine solution
followed by water. The organic part was collected and dried
over anhydrous MgSO,, filtered and concentrated. The solid
residue was stirred in distilled methanol for 2 h at room
temperature. The precipitated solid was isolated by vacuum
filtration and washed with water (3 x 10 mL), methanol (5 x
10 mL) and diethyl ether (3 x 10 mL). The solid residue was
further purified by column chromatography (ethyl acetate:
hexanes, 5:95) on silica gel (60-120 mesh) to achieve analyti-
cally pure bright yellow solid product 6; yield: 0.44 g (52%).
'H NMR (600 MHz, CDCl;) 6 8.84-8.72 (m, 4H, py), 8.69 (t, ] =
7.7 Hz, 2H, py), 7.99-7.87 (m, 4H, py), 7.83 (d, J = 7.6 Hz, 2H),
7.66 (dd, J = 19.4, 10.2 Hz, 2H), 7.59-7.52 (m, 2H), 7.52-7.45
(m, 4H), 7.43-7.34 (m, 2H), 7.32 (d, J = 7.7 Hz, 2H), 7.30-7.26
(m, 2H), 7.22-7.12 (m, 4H), 7.11-7.06 (m, 4H); "*C{'"H} NMR
(150 MHz, CDCl;) & 156.5, 156.0, 150.4, 149.3, 146.9, 144.3,
143.9, 139.3, 137.1, 135.7, 132.4, 132.3, 132.1, 129.9, 129.6,
128.9, 128.2, 127.4, 127.1, 126.1, 124.9, 124.5, 124.0, 123.1,
122.7, 121.7, 120.9, 118.9; HRMS (ESI"): C,oH3,N,S,, calculated
value 743.2303 (M + H]'); experimental 743.2349 ([M + H]");
Anal. Calcd for C4,oH34N,S,: C, 79.21; H 4.61; N, 7.54. Found:
C, 77.66; H 4.40; N, 8.06. mp 108 °C. FTIR (KBr, cm *): 2928
(Ocm st)y 1590 (De—c ser)y 1498 (Dc—n str); Amax(z) in CHCls:
366 nm (¢ = 3.2 x 10* M " em™), 286 nm (¢ = 6.5 x
10* M~ " em™); Zem (CHC,): 507 nm (Jey: 366 nm).
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