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Abstract

New series of methoxy and hydroxyl group substituted triphenylamine (TPA)-imidazole fluorescent molecules
(5-(diphenylamino)-2-(1H-phenanthro[9,10-d]imidazol-2-yl)phenol (1), 5-(diphenylamino)-2-(1-phenyl-1H-phenanthro[9,10-
dJimidazol-2-yl)phenol (2), 5-(diphenylamino)-2-(4,5-diphenyl-1H-imidazol-2-yl)phenol (3), 5-(diphenylamino)-2-(1,4,5-
triphenyl-1H-imidazol-2-yl)phenol (4), N-(3-methoxy-4-(1H-phenanthro[9,10-d]imidazol-2-yl)phenyl)-N-phenylbenzenamine
(5), N-(3-methoxy-4-(1-phenyl-1H-phenanthro[9,10-d]imidazol-2-yl)phenyl)-N-phenylbenzene amine (6), and N-(3-methoxy-
4-(4,5-diphenyl-1H-imidazol-2-yl)phenyl)-N-phenylbenzenamine (7)) have been synthesized that exhibited strong solution fluo-
rescence and molecular structure and conformation controlled fluorescence photoswitching, solid state fluorescence and
halochromism. Hydroxyl substituted molecules (1-4) showed moderate to strong fluorescence in solution depend on solvent
polarity and very weak solid state fluorescence. Methoxy substituted molecules (5—7) displayed strong fluorescence both in
solution and solid state. Solid state structural studies revealed strong intramolecular H-bonding in the crystal lattice. Interestingly,
highly twisted structure (6) showed rare light induced reversible fluorescence switching in CHCl;. The observation of isobestic
point in time dependent fluorescence photoswitching studies indicated structural isomer conversion. Further, acid sensitive
imidazole nitrogen has been made use to demonstrate solid state fluorescence switching via halochromism. Thus the present
studies attempted to develop new fluorescent molecules and establish structure-property relationship for designing fluorescence
switching materials.
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Introduction
Highlights
* Fluorescent imidazole derivatives. Organic fluorescent molecules and materials that exhibited ex-
* Unusual reversible fluorescence switching. . .. g
. . : . ternal stimuli induced fluorescence switching have been of
« Substituent group dependent reversible solid state halochromism ) - ) e )
* Molecular structure dependent solid state fluorescence. great current interest because of their potential applications in
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shaped optoelectronic molecule, has been extensively used as
>4 Dohyun Moon core for constructing strongly fluorescent materials for fabricat-
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smart fluorescent materials and tunable fluorescence via poly-
morphism [24-34]. TPA donor with quinoxaline-6,7-
dicarbonitrile acceptor produced deep red to near infrared ther-
mally activated delayed fluorescence in thin films as well as
electroluminescent devices [35]. Host-guest complex formation
and nanofabrication of TPA derivatives lead to tunable solid
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state fluorescence [36-38]. TPA based acrylonitrile exhibited
highly efficient fluorescent E and Z isomers with stable config-
urations under photo irradiation [39]. [3-Iminoenolate boron
complex with terminal TPA exhibited polymorphism induced
fluorescence tuning and mechanofluorochromism [40]. High
contrast mechanofluorochromism and bicolour electrolumines-
cence has been demonstrated using a novel AEE active TPA
derivative [41]. Multi-stimuli responsive, rewritable and self-
erasable fluorescent platform has been achieved by incorporat-
ing pH responsive isoquinoline unit with TPA [42]. Molecular
engineering of TPA derivatives with substituents and acceptor
groups lead to topochemical conversion, defection and poly-
morphism induced fluorescence tuning and switching [43,
44]. Alkoxy carbon chain and position controlled rare positive
enhancement of fluorescence with temperature, crystallization
induced fluorescence switching in super cooled fluorescent lig-
uid and molecular packing dependent fluorescence tuning has
also been demonstrated [45—47]. TPA-Schiff base derivatives
exhibited excited state intramolecular proton transfer (ESIPT)
induced fluorescence and molecular conformation controlled
mechanofluorochromism [48, 49].

Imidazole derivatives often exhibited strong fluorescence
and enhanced thermal properties that made them as potential
materials for optoelectronic devices [50-53]. Benzimidazole
substituted radical derivatives showed efficient red-orange elec-
troluminescence [54, 55]. ESIPT phenomena in imidazole

Scheme 1 Molecular structure of
TPA-imidazole derivatives
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derivatives exploited for fluorescence switching and tuning
[56-59]. TPA attached imidazole derivatives showed improved
electroluminescent properties [60, 61]. Hence we envisage that
integrating acid responsive imidazole with mechanochromic
TPA might produce multi-stimuli responsive smart fluorescent
materials. In this manuscript, we report the synthesis of
hydroxyl/methoxy substituted TPA-imidazole derivatives
(Scheme 1) and investigation of fluorescence switching in so-
lution as well as solid state. Hydroxyl substituted compounds
showed weak fluorescence in solid state and strong to moderate
fluorescence in solution depend on the polarity. Methoxy
substituted compounds exhibited strong fluorescence in all sol-
vents as well as solid state. Interestingly, compound 6 exhibited
rare light induced fluorescence photoswitching in CHCl; and
halochromism in solid state. Solid state structural and compu-
tational studies were performed to get insight on the fluores-
cence properties.

Experimental Sections
Materials
Triphenylamine, N-(3-methoxyphenyl)-N-phenylbenzenamine,

dimethylformamide (DMF, HPLC grade), POCl;, benzil, 9,
10-phenanthrenequinone were purchased from Sigma-Aldrich
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and used without further purification. Ammonium acetate, gla-
cial acetic acid, aniline and solvents were obtained from Merck
India. 4-(diphenylamino) benzaldehyde, 4-(dipheny-lamino)-2-
methoxybenzaldehyde and 4-(diphenylamino)-2-
hydroxybenzaldehyde was synthesized following reported pro-
cedure [62, 63].NMR spectra were measured on a Bruker
300 MHz AVANCE-II. Absorption spectra were measured
using Perking Elmer 1050. Fluorescence spectra and absolute
quantum yield for all compounds in the solid state were recorded
using Jasco fluorescence spectrometer-FP-8300 instruments
equipped with integrating sphere and calibrated light source.
Single crystals were coated with paratone-N oil and the diffrac-
tion data measured at 100 K with synchrotron radiation (A=
0.62998 A) on a ADSC Quantum-210 detector at 2D SMC with
a silicon (111) double crystal monochromator (DCM) at the
Pohang Accelerator Laboratory, Korea. CCDC Nos. —
1,865,289-1,865,294 contain the supplementary crystallograph-
ic data for this paper. The HOMO, LUMO and band gap of all
structures are studied using B3PW91/6-31 + G(d,p) level theory
(Gaussian 09 package). The calculations have been performed
using TD-DFT-B3PW91 method with 6-31 + G(d,p) basis set
using Gaussian 09 program package.

General Procedure (Scheme S1)

Aniline (1.0 mmol), aldehyde (1.0 mmol) and ammonium
acetate (7.0 mmol) was added into glacial acetic acid (2 mL)
at room temperature for 2, 4 and 6 whereas aldehyde
(1.0 mmol) and ammonium acetate (7.0 mmol) was added into
glacial acetic acid (2 mL) for 1, 3, 5 and 7. The resulting
mixture was stirred for 4 h at 95 °C. The completion of the
reaction was monitored by thin layer chromatography. After
cooling, the reaction mixture was dumped into cold water. The
resulting precipitate was filtered, washed with water and dried
under vacuum. The white solid was purified with column
chromatography.
5-(diphenylamino)-2-(1H-phenanthro[9,10-d[imidazol-
2-yl)phenol (1): m.p=139 °C. Yield=65%. 'H NMR
(300 MHz, CDCl;) & 13.21 (bs, 1H), 10.13 (s, 1H), 8.71 (bs,
2H), 8.56 (d, J=6.0 Hz, 1H), 8.04 (bs, 1H), 7.70-7.62 (m,
4H), 7.53 (d, J=8.4 Hz, 1H), 7.31-7.26 (m, 4H), 7.18-7.15
(m, 4H), 7.11-7.06 (m, 2H), 6.77 (d, /= 2.1 Hz, 1H), 6.62 (dd,
J=8.4,8.7Hz, 1H). >C NMR (75 MHz, CDCl; + DMSO) &
170.2,158.4,149.5, 149.1, 146.3, 128.9, 128.7, 127.3, 126.3,
125.6,125.4,124.7,124.6, 123.1, 122.9, 121.5, 112.3, 109.2,
106.7. m/z calcd for C33H,3N30 (M + H): 477.18, found:
477.17.
5-(diphenylamino)-2-(1-phenyl-1H-phenanthro[9,10-
djimidazol-2-yl)phenol (2): m.p =192 °C. Yield=48%. 'H
NMR (300 MHz, CDCl3) & 13.92 (bs, 1H), 8.76 (d, J=
8.7 Hz, 1H), 8.69 (t, J=7.8 Hz, 2H), 7.78-7.62 (m, 7H),
7.50 (dt, J=1.2, 7.6 Hz, 1H), 7.38-7.21 (m, 4H), 7.14-6.99
(m, 8H), 6.74 (d, J=2.4 Hz, 1H), 6.51 (d, J=9.0 Hz, 1H),

6.13 (dd, J=9.0 Hz, 1H). >C NMR (75 MHz, CDCl;) &
160.5, 149.9, 148.9, 146.8, 139.2, 130.9, 130.6, 129.8,
129.4, 129.2, 129.2, 128.4, 127.4, 127.0, 126.6, 126.5,
126.4, 125.9, 125.7, 125.0, 124.2, 123.9, 123.2, 122.6,
120.7, 111.7, 109.8, 106.7. m/z calcd for C39H,7N30 (M +
H): 553.22, found: 553.20.
5-(diphenylamino)-2-(4,5-diphenyl-1H-imidazol-2-
yhphenol (3): m.p=159 °C. Yield=50%. 'H NMR
(300 MHz, CDCls) 8 9.16 (s, 1H), 7.61-7.55 (m, 4H), 7.35—
7.25 (m, 11H), 7.16-7.14 (m, 4H), 7.09-7.05 (m, 2H), 6.72 (d,
J=2.1 Hz, 1H), 6.58 (dd, /=84, 8.7 Hz, 1H). ’C NMR
(75 MHz, CDCl; + DMSO) & 158.3, 149.2, 147.2, 146.5,
129.2, 128.4, 128.0, 127.3, 125.3, 125.0, 123.2, 113.5,
110.4, 107.7. m/z caled for C33H,5sN30 (M + H): 479.20,
found: 479.18.
5-(diphenylamino)-2-(1,4,5-triphenyl-1H-imidazol-2-
ylphenol (4): m.p=165 °C. Yield=70%. 'H NMR
(300 MHz, CDCls) 6 13.60 (bs, 1H), 7.54-7.51 (m, 2H),
7.35-7.33 (m, 3H), 7.27-7.19 (m, 12H), 7.14-7.11 (m, 6H),
7.08-7.03 (m, 2H), 6.71 (d, J=2.1 Hz, 1H), 6.33 (d, /=9 Hz,
1H), 6.10 (dd, J=8.7 Hz, 1H).. >*C NMR (75 MHz, CDCl;)
159.6, 149.2, 147.2, 147.0, 145.3, 137.3, 134.8, 133.2, 131 4,
129.9, 129.9, 129.6, 129.4, 129.3, 129.1, 128.8, 128.4, 128.3,
128.3, 126.9, 126.3, 125.5, 125.3, 123.6, 111.9, 110.0, 106.9.
m/zcalcd for C39H,9N3;O (M + H): 555.23, found: 555.4.
N-(3-methoxy-4-(1H-phenanthro[9,10-d]imidazol-2-
yl)phenyl)-N-phenylbenzenamine (5): m.p =232 °C. Yield =
88%. 'H NMR (300 MHz, CDCls) 5 11.09 (s, 1H), 8.72 (d,
J=8.4Hz, 3H), 8.53 (d, /J=8.4 Hz, 1H), 8.05 (bs, 1H), 7.70—
7.58 (m, 4H), 7.35-7.29 (m, 4H), 7.20-7.17 (m, 4H), 7.11 (¢,
J=7.3 Hz, 2H), 6.84 (d, J=7.8 Hz, 1H), 6.74 (d, /= 1.8 Hz,
1H), 3.95 (s, 3H). “CNMR (75 MHz, CDCl5) 5 157.1, 150.1,
147.6, 147.1, 130.2, 129.5, 128.2, 126.8, 125.2, 125.0, 123.8,
115.9, 105.2, 56.05. m/zcaled for C54H,5N30 (M + H):
491.20, found: 491.3.
N-(3-methoxy-4-(1-phenyl-1H-phenanthro[9,10-
dlimidazol-2-yl)phenyl)-N-phenylbenzene amine (6): m.p =
223 °C. Yield = 90%. 'HNMR (300 MHz, CDCl5) 6 8.86 (dd,
J=8.1 Hz, 1H), 8.77 (d, J=8.4 Hz, 1H), 8.70 (d, /= 8.4 Hz,
1H), 7.73-7.60 (m, 3H), 7.53-7.41 (m, 6H), 7.37-7.29 (m,
3H), 7.24-7.18 (m, 3H), 7.05 (d, J=8.4 Hz, 6H), 6.62 (dd,
J=8.1 Hz, 1H),6.42 (d, J=1.8 Hz, 1H). >’C NMR (75 MHz,
CDCly) & 158.3, 150.6, 150.1, 147.3, 138.5, 137.4, 132.9,
129.5, 129.3, 129.1, 128.9, 128.7, 128.1, 127.4, 1274,
127.2, 126.1, 125.3, 125.2, 124.8, 124.7, 124.1, 123.8,
123.4, 123.1, 122.8, 121.0, 115.0, 113.9, 105.4, 54.9. m/z
calcd for C4oH»9N3;O (M + H): 567.23, found: 567 4.
N-(3-methoxy-4-(4,5-diphenyl-1H-imidazol-2-yl)phenyl)-
N-phenylbenzenamine (7): m.p =238 °C. Yield=90%. 'H
NMR (300 MHz, CDCl;) & 7.59 (dd, J=8.4, 7.8 Hz, 2H),
7.46 (d, J=8.1 Hz, 1H), 7.27-7.20 (m, 6H), 7.18-7.13 (m,
6H), 7.08-7.00 (m, 6H), 6.95-6.92 (m, 2H), 6.65 (dd, J=
8.4 Hz, 1H), 6.36 (d, J=2.1 Hz, 1H), 3.11 (s, 3H). ©°C
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NMR (75 MHz, CDCls) 6 157.7, 156.5, 150.3, 147.5, 147.3,
145.5,137.9, 137.4,132.8, 131.1, 131.1, 130.9, 130.5, 129.6,
129.4,129.3, 129.2, 129.0, 128.5, 128.4, 128.3, 128.2, 128.1,
128.0, 127.9, 127.8, 127.7, 127.6, 127.4, 127.3, 126.5, 125.3,
125.1, 124.8, 123.9, 123.3, 120.8, 115.3, 114.8, 105.5, 54.6.
m/z calcd for C4oH,oN3;0 (M + H): 493.22, found: 493.3.

Results and Discussion

Methoxy/hydroxyl substituted TPA donor attached imidazole
accepter that consist of flexible/rigid aromatic unit has been
synthesized by following the reported literature (Scheme 1,
S1, 64]. Absorption studies of 1-7 did not show significant
variation in the absorption A, across solvent polarity (Fig. 1,
S1, 2, Table S1). This indicates that the ground state of the
molecules is not considerably polar to be influenced by sol-
vent polarity. All molecules exhibited strong n-7t* transition
compared to 7t-7t* transition. 1 showed absorption between
366 and 389 nm depend on the solvent polarity. 2 and 3
showed absorption between 369 and 390 nm and 357 and

a
0.9 -

0.6 1
0.3 1
0.0 +4— v v

1 ) 1 v ] v 1 M ] v 1
300 350 400 450 500 550 600 650
Wavelength (nm)

Toluene
—— THF
——CH)Cly
——CHCl3
——EtOAc
——CH;3CN
——CH;0H
— EtOH
—DMF

Absorbance (a.u)

1.0

Toluene
——— THF
——CH,Cly
——CHCl3
0.6 4 ——EtOAc
——CH;3CN
—— CH30H
—— EtOH
— DMF

0.8

0.4 -

Absorbance (a.u)

0.2

0.0

] v T M 1 v 1 M 1 v ] v 1 M 1
300 350 400 450 500 550 600 650
Wavelength (nm)
Fig. 1 Absorption spectra of 1 and 6 in different solvents
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364 nm, respectively. Similarly, 4-7 also exhibited only slight
variation in the absorption peak in different solvent polarity.
Rigid phenanthrene incorporated molecules (1, 2 and 5) showed
vibronic splitting in the absorption spectra. Methoxy substituted
molecules showed relatively blue shifted absorption compared to
hydroxyl substituted compounds that could be attributed to the
molecular conformation and inter/intramolecular H-bonding. 6
showed strongest blue shift of absorption that can have strong
twisting in the molecular structure due to methoxy and aniline
attachment in the structure. Single crystal structure that will be
discussed later part also confirmed high twisting of molecular
structure. The fluorescence spectra of 1-7 also did not show
significant change in the peaks position in different solvent po-
larity (Fig. 2, S3—4, Table S2). This suggests that excited state of
the molecules also not significantly polar to be influenced by
solvent polarity. For instance, the fluorescence A,.x was ob-
served between 415 and 437 nm for 1 whereas 420 to 435 nm
was observed for 2. Methoxy substituted 5 showed fluorescence
Amax between 413 and 421 nm. Other compounds also showed
similar slight variation of Ay, Quantum yield (9, measure-
ments of 1-7 indicated strong fluorescence in the solution state

a
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——THF
900 - ——CH,Cly
0} J—
3 CHCl,
z ——EtOAc
‘2 6004 —CH3CN
g —— CH;0H
=
—— EtOH
300 ——DMF
0- T T T T v T T T
400 450 500 550 600 650
Wavelength (nm)
b 1200 4
Toluene
—— THF
900 ——CH,Cly
= ——CHCl3
=
z ——EtOAc
§ 600 - ——CH3CN
E ——CH30H
—— EtOH
3001 —DMF

1 v -
500 550 600 650
Wavelength (nm)

1 1
400 450

Fig. 2 Fluorescence spectra of 1 and 6 in different solvents (10> M)
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(Table S3). Hydroxyl substituted 1-4 exhibited relatively strong
fluorescence in non-polar solvents compared to polar solvents
that could be attributed to the intermolecular interactions between
the polar solvents with labile hydroxyl proton. In contrast,
methoxy substituted 5—7 displayed strong fluorescence in polar
to non-polar solvents since there is no strong interacting func-
tionality present in the structure.

Interestingly, methoxy substituted compounds particularly 5
and 6 showed light induced fluorescence photoswitching in
CHCl;. Absorption spectra of 5 showed two clear peaks at 370
and 386 nm before UV exposure. After UV light exposure
(365 nm), single peak was observed at 390 nm along with a
small hump at 485 nm (Fig. S5a). The small hump was disap-
peared after 24 h and peak at 390 nm has also been blue shifted
to 386 nm with appearance weak hump at 370 nm (Fig. S6). 5
showed fluorescence at 420 nm in CHCl; before light irradiation.
After light irradiation, fluorescence peak was red shifted to
464 nm (Fig. 3a). Time dependent kinetic studies showed drastic
reduction of fluorescence intensity at 420 nm and appearance of
fluorescence at 474 nm within five minutes (Fig. 4a, S7a). Only a

a
2000 -
Toluene
——THF
_ 1500 ~ —CH2C12
= PR
a CHCl3
2z ——EtOAc
z 1000 - —CH3CN
= —— CH30H
=
——EtOH
500 ——DMF
0- T ¥ T T v =
400 450 500 550 600 650
Wavelength (nm)
b
1200 4
Toluene
——THF
900 ——CH,Cly
) ——CHCly
J
= ——EtOAc
g 600 ——CH3CN
:: ——CH;0H
—— EtOH
300 - —— DMF

T v
500 550 600 650
Wavelength (nm)

Fig. 3 Fluorescence spectra of (a) 5 and (b) 6 in CHCl; ( 1075 M) after
UV irradiation (Aex. = 365 nm)

1 1
400 450

slight hump was observed at 420 nm after UV irradiation. The
fluorescence modulation was completed within 40 min. Further
irradiation did not show significant change of fluorescence in-
tensity or A.x. The red shifted fluorescence was stable for long
time (24 h) in presence of white light. After 24 h it showed
decrease of fluorescence intensity with blue shift of peak position
as well as appearance of hump at 420 nm (Fig. S8). However, the
fluorescence did not clearly return to the initial state even after
72 h. It is noted that 5 in CH,Cl, also exhibited decrease of
intensity with slight red shift of peak position (430 nm). In con-
trast, the molecule showed good photo-stability in CH;CN,
EtOAc and THF (Fig. S9). 6 exhibited absorption at 309 nm
before irradiation and showed new peak at 350 nm with reduc-
tion of intensity at 309 nm after irradiation (Fig. S5b). The new
peak was completely disappeared after 24 h (Fig. S10).
Similarly, fluorescence peak of 6 in CHCl; exhibited clear tuning
from 415 to 472 nm by UV irradiation (Fig. 3b). Time dependent
studies revealed gradual decrease of fluorescence intensity at
415 nm and appearance of new peak at 465 nm (Fig. 4b). The

a 800-
700 o () min
i =35 min
=10 min
600 15 min
’5.‘ 1 20 min
& 500 4 —25 min
= 1 ——30min
2 400 =35 min
£ 1 ——40 min
= 3004 45 min
4 =50 min
2004 ——55 min
J =60 min
100

0 —
400 450 500 550 600 650
Wavelength (nm)
b 700 - .

=0 min

A 5 min
600 =10 min
4 15 min
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5004 25 min
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< 4004 ——35min
E ! ——40 min
Z 3004 45 min
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5 A =55 min
200 4 =60 min
4 =65 min
100 - —70 min
=75 min

0 -

T T T T T T T T T T T T T 1
350 400 450 500 550 600 650 700
Wavelength (nm)

Fig. 4 Time dependent fluorescence spectra of (a) 5 and (b) 6 in
CHCI5(10~> M) under UV irradiation (Aexe =365 nm)
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Scheme 2 Schematic

representation of light H3CO H3CO,
Conformational modulation of 6 ‘ ; i::
uv llght
N

tuning of fluorescence has been completed within 60 min (Fig.
S7b). The appearance of clear isobestic point at 444 nm
indicates the interconversion from twisted conformational
isomer to planar isomer in CHCl; by light irradiation. The
reverse studies showed slow decrease of fluorescence in-
tensity with appearance of peak at 415 nm. The complete
fluorescence switching has taken much longer time (18 h) com-
pared to forward fluorescence tuning (Fig. S11). However, un-
like 5, the fluorescence of 6 has been completely switched to
initial state. It is noted that 5 and 6 kept at dark after irradiation
did not show significant fluorescence switching and only in
presence of white light fluorescence switching was observed.
The isobestic point was appeared at same wavelength in re-
verse process also. Photo-stability studies showed good stabil-
ity for 6 also in CH3CN, EtOAc and THF under UV light (Fig.
S12). Hydroxyl group substituted 1-4 exhibited strong reduc-
tion of fluorescence intensity under UV light exposure that
could be due to labile hydroxyl group. Similarly 7 also did
not show significant modulation of fluorescence after UV irra-
diation. Molecular structure of 6 can exhibit twisted conforma-
tion between imidazole unit and TPA phenyl group. The twist-
ed molecular structure of 6 has also been confirmed by single

Fig.5 Molecular conformation of
1-7 in the crystal lattice. C (grey),
N (blue), O (red), H (white)

@ Springer
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crystal structural analysis (discussed latter part). Hence the
twisted molecular conformation of 6 might produce more pla-
nar conformation upon UV irradiation (Scheme 2). NMR stud-
ies of 5 and 6 before and after UV irradiation did not show any
significant change in the peak position and suggest that there
may not be any structural modification chemically by light
irradiation (Fig. S13 and S14). It is noted that organic mole-
cules mostly exhibited fluorescence photoswitching either via
ring opening/closing or E/Z isomerization [65, 66]. Even ring
opening/closing or E/Z isomerization often exhibited on-off or
off-on fluorescence switching rather between two fluorescence
states.

To get the insight on the molecular conformation, single
crystal structural analysis has been performed for 1-7 except
3. Attempted crystallization of 3 from different solvents did
not produce quality single crystals for structural studies.
Molecular structure with aniline attachment at one of the im-
idazole nitrogen (2, 4 and 6) resulted in twisted molecular
conformation between TPA phenyl and imidazole unit where-
as without aniline substitution (1, 5 and 7) displayed coplanar
conformation (Fig. 5). Molecular twist between imidazole unit
and TPA phenyl group can be expressed using torsion angle
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Fig. 6 Intramolecular interactions in the crystal lattice of 1, 2 and 4. C
(grey), N (blue), O (red), H (white); H-bonds (broken line). dp_ A dis-
tances are marked (A)

() that showed higher angle for 2, 4 and 6 compared to 1, 5
and 7 (Table S4). Hydroxyl group substituted 1, 2 and 4 ex-
hibited strong intramolecular H-bonding between hydroxyl
oxygen and imidazole nitrogen atom (Fig. 6). Solvent mole-
cule has been included in the crystal lattice of 1 and 6 that was
stabilized by H-bonding interaction between carbonyl oxygen
and imidazole nitrogen (Fig. S15). Further, solvent molecule
in the crystal lattice of 6 exhibited disordered structure. All
molecules showed dimer formation with opposite molecular
arrangement except 6 in the crystal lattice via weak intermo-
lecular interactions (Fig. 7). 1 showed perfect opposite

Fig. 7 Molecular dimer

formation in the crystal lattice of
1-2 and 4-7. C (grey), N (blue), O
(red), H (white); H-bonds (broken
line). dp 4 distances are marked

A)

molecular arrangement via C-H...7t interaction between
TPA phenyl hydrogen and phenanthrene ring. H-bonding in-
teraction between methoxy oxygen and phenanthrene hydro-
gen produced slipped dimer formation in the crystal lattice of
2. 4 showed dimer via 7t...7 interactions between imidazole
phenyl groups. 5 and 7 exhibited dimer via C-H...7t and C-
H...N intermolecular interactions. In contrast, 6 exhibited par-
allel arrangement molecules through C-H...7t and C-H...N
intermolecular interactions and next layer along a-axis
adopted opposite arrangement molecules but without any in-
termolecular interactions (Fig. S16). Thus single crystal struc-
ture clearly indicated that 6 exhibited highest molecular twist
between TPA phenyl and imidazole unit compared to other
compounds. We speculate that upon light irradiation might
convert the twisted structure to more planar structure that lead
to red shift of absorption and fluorescence (Scheme 2).
Although 2 and 4 exhibited considerable molecular twist,
the labile hydroxyl group might be contributing for reduction
of fluorescence upon light irradiation.

The incorporation of propeller shaped TPA unit along with
imidazole unit resulted in solid state fluorescence in all seven
compounds (Fig. 8). 1 and 2 showed fluorescence A, at
444 nm whereas 3 and 4 exhibited fluorescence at 434 and
422 nm, respectively. 5 showed largest red shifted fluorescence
at 452 nm and 7 displayed highest blue shifted fluorescence at
393 nm with small Stokes shift (18 nm). 6 that exhibited highest
molecular twist showed fluorescence at 427 nm. Absolute
quantum (&, yield measurement revealed weak fluorescence
for hydroxyl substituted compounds (0.96% (1), 2.89% (2),
0.57% (3) and 1.69% (4)) and strong fluorescence for methoxy
substituted compounds (7.59% (5), 13.81% (6) and 19.60%
(7)). The presence of hydroxyl group in 1-4 and strong
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Fig. 8 Solid state fluorescence of 1-7 (Aexc = 360 nm)

intramolecular H-bonding that was evidenced from the single
crystal structure is expected to exhibit excited state intramolec-
ular proton transfer (ESIPT) process induced fluorescence
[56-59]. However, weak solid state fluorescence and small
Stoke shift (69 to 47 nm) indicates that the compounds did
not show ESIPT induced fluorescence since ESIPT process
expected to display large Stoke shift with enhanced fluores-
cence. Similarly, the molecule with highest twist might often
show strong blue shifted fluorescence due to hindering elec-
tronic conjugation. In contrast, less twisted coplanar 7 showed
strongly blue shifted emission with highest intensity. Highest
twisted structure of 6 exhibited relatively low intensity but red
shifted fluorescence compared to 7. 5 with slightly twisted mo-
lecular structure exhibited large red shift and weak fluorescence
compared to 6 and 7. These results suggest that solid state
fluorescence properties are not only controlled by molecular
conformation of individual molecule and also by how adjacent
molecules are organized and interact with each other in the
crystal lattice. Molecular packing of 7 revealed alternate ar-
rangement of dimer with opposite molecular arrangement along
bc-plane (Fig. S16c). In 6, adjacent layer adopted opposite ar-
rangement along a-axis whereas dimers are well separated in
the crystal lattice of 5 (Fig. S16a,b). Hence, although molecular
structure of 6 exhibited highest twist its opposite arrangement
of dipoles in adjacent layers compared to adjacent molecules in
7 resulted in slightly red shifted fluorescence. HOMO-LUMO
calculations of 5—7 revealed molecular twist controlled optical
band gap (Table 1). Highly twisted structure exhibited highest
band gap compared to more planar structure. Solid state

Table 1 Optical band gap of 5-7

HOMO (eV) LUMO (eV) Band gap (eV)
5 —5.043 -1.279 3.76

—-5.149 —-1.150 4.00

—4.945 -1.034 391

@ Springer

Fig. 9 HOMO-LUMO:s of 5-7

fluorescence of planar 5 showed red shifted emission whereas
twisted structure of 6 lead to blue shifted fluorescence. In con-
trast, 7 that exhibited strong blue shift of fluorescence revealed
optical band gap slightly lower than 6. This might be attributed
to the long tail observed in the fluorescence spectrum of 6 (Fig.
8). The electron density of 5 showed more spread occupancy in
complete structure both in HOMO and LUMO that supported
the red shifted fluorescence (Fig. 9). In contrast, twisted struc-
ture of 6 showed clear electron transfer from TPA diphenyl ring
and phenanthrene in HOMO to TPA phenyl ring attached to
imidazole unit in LUMO. Similarly, 7 showed electron transfer
from benzil phenyl in HOMO to TPA-imidazole unit in
LUMO. Strong solid state fluorescence along with pH respon-
sive imidazole nitrogen provided opportunity to explore
halochromic fluorescence switching in 5—7. We have chosen
5—7 compounds to investigate halochromism due to strong
fluorescence as well as absence of hydroxyl group that might
interfere in acid-base exposure. Trifluoroacetic acid (TFA)

700
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! —6
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—— NHj3 exposure

Intensity (a.u)

[*] w -
S > (=3
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Fig. 10 Halochromism of 6
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exposure onto 5 leads to fluorescence tuning from 452 to
502 nm (Fig. S17). NH; exposure blue shifted the fluorescence
but only up to 480 nm. The fluorescence of 6 has also been red
shifted from 427 to 490 nm upon exposure of TFA and NH;
exposure completely reversed fluorescence to initial state
(Fig. 10). In contrast, 7 did not show clear shift in the fluores-
cence upon exposure of TFA rather it exhibited substantial re-
duction of fluorescence intensity. The presence of unprotected
imidazole amine nitrogen in 5 might have formed strong H-
bonding interaction with TFA that might inhibit complete re-
versal of fluorescence upon NHj exposure. Hence, aniline at-
tached highly twisted 6 exhibited reversible fluorescence
switching between 427 and 490 upon TFA exposure and NH;.

Conclusion

In conclusion, methoxy and hydroxyl group substituted TPA-
imidazole fluorescence molecules have been synthesized and
demonstrated molecular structure dependent fluorescence
photoswitching and halochromism. Interestingly, 6 with
strong twisted molecular structure showed rare light induced
reversible fluorescence switching in CHCI;. Time dependent
fluorescent photoswitching studies indicated structural con-
version from highly twisted isomer to planar isomer in
CHCI; upon UV light exposure and white light exposure con-
vert planar to twisted structure. The structure-property studies
suggest that free amino nitrogen in the imidazole ring and
labile hydroxyl group might not be good for fluorescence
photoswitching. Also absence of hydroxyl and free imidazole
amine nitrogen was important for solid state fluorescence
switching via halochromism. Further, this study indicated that
although molecular structure favored intramolecular H-
bonding it need not exhibit ESIPT induced solid state fluores-
cence. Overall, the present studies resulted in finding rare
phenomenon of molecular conformation controlled fluores-
cence photoswitching in imidazole derivatives.
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