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Gated photochromic molecules with AlEgen: turn-
on the photochromism with an oxidation reagent+
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A couple of gated photochromic molecules TrPEP and TrPEPO with AlEgen have been rationally designed
and synthesized. No photochromism is detected for TrPEP whilst TrPEPO shows obvious photochromic
properties in the solution state. By adding equimolar H,O, aqueous solution to the TrPEP solution, the
photochromic properties would be quickly turned on. The oxidation reagent acts as a gate to switch the
photochromic properties by switching the triphenylphosphine group to a triphenylphosphine oxide
group. Both TrPE and TrPEO display typical AIE phenomena. Different intensive emission bands with the
emission maxima of 500 nm and 455 nm are detected before (TrPEP) and after (TrPEPO) oxidization in
solid states. Combining the AlEgens, photochromic ON/OFF states can be easily indicated by the
different emission colors in the solid state. Single crystal analyses and TD-DFT calculations were carried
out to further investigate the photophysical and photochromic properties of these compounds. These
new triphenylethylene derivatives provide a new strategy to achieve gated photochromic materials with
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Introduction

The concept of Aggregation-Induced Emission (AIE) was first
raised by Tang in 2001.' Different from the common
aggregation-caused quenching material, the emission intensi-
ties of molecules with AIEgen are highly increased after aggre-
gation due to the restriction of their intermolecular rotations.”
With great potential applications in the areas of OLED mate-
rials,>® chemosensing,*” biolabeling®*® and piezochromic
materials.">*> AIE materials have become a hotspot both in the
industrial and academic areas. Lately, several AIE systems
including hexaphenylsilole derivatives, tetraphenylethene
derivatives, triphenylethylene derivatives and others have been
designed and developed.''® The AIEgen for triphenylethylene
derivatives was firstly reported by our group.** Later, it is
revealed that the color and emission bands of these molecules
could be drastically changed after ground and the piezochromic
properties of these molecules were investigated.™ In very recent,
some triphenylethylene derivatives were designed as fast-
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simple chemical structures and gate indicators.

response and simple-structured photochromic materials by
utilizing intramolecular ring-closure reactions.'”'®
Photochromic materials have attacked enormous attention
for their potential applications in the areas of anti-fake, photo-
switchable molecular devices, bio-labeling and optical memory
storage systems.'*** Many photochromic systems with excellent
photochromic properties have been designed and synthesized
such as spiropyran,*** azo-containing compounds,**>° and
dithienylethene derivatives.***® Beside promoted the photo-
chromic properties, combining gated properties to photo-
chromic molecules which could easily switch the
photochromism was also an important issue. Several chemical
or physical methods such as oxidation/reduction reagents,*”*®
acidity,*”*® hydrogen bonds,** ion-binding,**** and mechano-
simulations™ have been investigated as switches to manipu-
lating the photochromic properties. Enlarging the library of
gated photochromic molecules, especially with simple chemical
structures, is still quite urgent. In addition, realizing real-time
monitoring for the photochromic ON/OFF states also becomes
an important issue to be solved.'®*** As mentioned above,
triphenylethylene derivatives were considered as a series of
simple-structured and easily-modified photochromic system.
Attaching electron withdrawing groups to the triphenylethylene
derivatives could promote the photochromism by stabilizing
the ring-closure structures. Therefore, manipulation the elec-
tron withdrawing abilities of the functional groups on triphe-
nylethylene moieties might realize the gated photochromic
properties. Phosphine and phosphine oxide moieties are an
oxidation-reduction pair with tremendous differences in
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electron donating abilities and steric configurations.***®
Therefore, gated photochromic materials might be achieved by
combining triphenylphosphine moieties into the triphenyl-
ethylene structures. Besides, the AlEgen for triphenylethylene
derivatives could realize intense emission with distinct colors
for their ON/OFF states respectively. In this regard, a triphenyl-
ethylene derivative with triphenylphosphine moieties named
TrPEP was rational designed and synthesized (Fig. 1). The AIE-
active TrPEP display strong bluish green emission but no
photochromism. By adding equimolar H,O,, TrPEP was easily
oxide to TrPEPO which show obvious photochromism and
different emission color. AIE properties and gated photo-
chromic properties for these compounds were studied. Single-
crystal analyses and TD-DFT calculations were also carried out
to investigate the photophysical and photochromic properties.
This study suggested a reliable way to achieve gated photo-
chromic materials with real-time monitoring properties.

Results and discussion
Synthesis and characterization

The synthetic routes and the synthetic details for TrPEP and
TrPEPO are shown in Scheme S1 in the ESL{ The chemical
structures of TrPEP and TrPEPO were characterized by "H-NMR
spectroscopy, High-resolution EI mass spectrometry, and
elemental analysis (see ESIT).

Aggregation-induced emission studies

Triphenylethylene structure was used as a typical unit for
achieving light-emitting molecules with AIE properties.*®
Indeed, both TrPEP and TrPEPO show obvious AIE properties.
Fig. 2(a) features the emission spectra of compound TrPEP in
THF/water mixed solvent system containing different of water
fractions. In pure THF solution, the emission band of TrPEP is
hardly detectable, which is mainly ascribed to intramolecular
rotations for the triphenylethylene moieties according to
previous reports for the AIE molecules with similar structures.>
When the water fractions were increased, the emission inten-
sities were boosted up with the emission maximum of ca.
471 nm. Similarly, TrPEPO was non-emissive in ethanol solu-
tion but become strongly emissive by enhancing the water
fractions as shown in Fig. 2(c). The emission maximum for
TrPEPO obvious blue-shifted compared with TrPEP (from
471 nm to 450 nm). The luminescent quantum yields for TrPEP
and TrPEPO in both mixed solvent systems with different water
fractions (v/v) were measured. For TrPEP, the luminescence
quantum yields were increased from 0% (when the water
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Fig. 1 Chemical structures of compounds TrPEP and TrPEPO.

18614 | RSC Adv., 2018, 8, 18613-18618

View Article Online

Paper
_ 400} Water Fraction
£ 0% 30%
é 60% 70% | 3
= 80% 90% | =
= 7
£ 200t %
£ E
=

0
100 200 300 400 500 600
Particle Size/ nm

(@) (b)

Ol
400 450 500 550 600 650 700
‘Wavelength / nm

‘Water Fraction
0%

60%
80%

30%
70%
90%

f=a)
=
=

Intensity/ a.u.

Emission Intensity
N 'S
= S
S S

>

— - 0
400 450 500 550 600 650 400 600
‘Wavelength / nm

800 1000 1200

Particle Size / nm

() (d)

Fig. 2 (a) Emission spectra of TrPEP in THF/water mixed solvent
systems containing different water fractions (from 10% to 90%), the
inset shows the photographs of the TrPEP in THF/water mixed solu-
tions (1.0 x 10~* mol L™) containing 0% and 90% water fraction upon
365 nm UV irradiation; (b) dynamic light scattering result and the SEM
image of TrPEP in THF/water solvent mixture containing 90% of water
fraction; (c) emission spectra of TrPEPO in ethanol/water mixed
solvent systems containing different water fractions (from 10% to
90%), the inset shows the photographs of the TrPEPO in ethanol/water
mixed solutions (1.0 x 10™* mol L™) containing 0% and 90% water
fraction upon 365 nm UV irradiation; (d) dynamic light scattering result
and the SEM image of TrPEPO in ethanol/water solvent mixture con-
taining 90% of water fraction.

fraction is below 60%) to 18.1% in THF/water mixed solvent
systems with the enhancement of water fractions. TrPEPO
display quantum yields ranging from 0% (when the water
fraction is below 30%) to 29.3% in ethanol/water mixed solvent
systems. The luminescent quantum yields for TrPEP and
TrPEPO in mixed solvent systems were summarized in Table
S1.t The obvious distinct emission properties between TrPEP
and TrPEPO were mainly caused by different emission origi-
nations. For TrPEP, the bluish green emission was assignable as
intramolecular charge transfer emission from the triphenyl-
phosphine moiety to chloro-substituted triphenylethylene
moieties according to the compounds with similar structures in
previous reports.’*>” While for TrPEPO, the emission band
might be mainly originated from m-m* transitions due to the
switching from the electron-donating triphenylphosphine unit
to the electron-withdrawing triphenylphosphine oxide unit. The
emission originations for TrPEP and TrPEPO were further
demonstrated by TD-DFT calculations vide infra. Dynamic light
scattering studies were performed for TrPEP and TrPEPO in
THF/water and ethanol/water mixed solvent systems containing
90% water (v/v) respectively. As shown in Fig. 2(b) and (d),
particle size analyses revealed that average particles sizes were
219 nm and 620 nm for TrPEP and TrPEPO respectively. To
further investigate the morphologies of the nanoparticles,
scanning electron microscopy (SEM) studies were performed
with the same solutions for DLS studies. The SEM images were
shown in the inset pictures of Fig. 2(b) and (d). The SEM results

This journal is © The Royal Society of Chemistry 2018
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for both of the two samples were in accordance with their DLS
data. It is noticed that nano-sized balls were formed for TTPEPO
in ethanol/water mixed solvent systems containing 90%
water (v/v).

Gated photochromic properties

As mentioned before, photochromic processes for triphenyl-
ethylene derivatives were occurred by fulfilled stilbene-type 6-7
electron ring closures reactions. For compound TrPEP, the
photochromism was not observed in both solid state and
solution state. But after addition of equimolar H,O, aqueous
solution (0.3 pL 30 wt%) to 3 mL TrPEP THF solution (1 X
107> mol L"), the photochromism was obviously turned on.
The photochromism pictures for a TrPEP solution (1 X
10~* mol L") before and after adding H,0, aqueous solution
were listed in Fig. 3(a). After oxidation to TrPEPO, the color of
the solution was changed to yellow upon UV-irradiation and
reverted to transparent upon white light irradiation. Trans-
formation yield for the oxidation reaction within 5 minutes was
confirmed by comparing the "H NMR spectra for the reaction
residue, TrPEP and TrPEPO (Fig. S37). It is revealed that almost
all the TrPEP was oxidized to TrPEPO within 5 min during the
photochromic turn-on process. As mention before, TrPEP and
TrPEPO show diverse emission colours in aggregation states.
Therefore, the photochromic ON/OFF state could be easily
distinguished by spotting the solution on a TLC plate as shown
in Fig. 3(b). Under UV light, different emissive spots could be
clearly detected within 5 seconds. A blue emissive spot indicates
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(a) lllustration for the gated-photochromic processes by oxidation the TrPEP to TrPEPO; (b) illustration for the motoring the photo-
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the photochromic ON state, while green emissive spot indicates
the photochromic OFF state. To further confirm the gated
photochromic properties, TTPEPO was synthesized and purified
(in ESI¥) to study its photochromic properties. Fig. 3(c) features
the emission spectra and pictures of TrPEP and TrPEPO in solid
states upon 365 nm UV-irradiation. TrPEP displayed a bluish
green emission with the emission maximum at ca. 500 nm while
TrPEPO showed a sky-blue emission at ca. 455 nm. The diverse
emission colors between the two compounds promoted the easy
indication for the ON/OFF states of the photochromism. The
luminescent quantum yields for TrPEP and TrPEPO in solid
states were 91.3% and 77.4% respectively (Table S27). Degassed
THF solutions of TrPEPO (1 x 10~ % mol L™ ") displayed obvious
color changes from colorless to yellow after UV-irradiation (365
nm). As mention before, the color change was attributed to the
ring-closure reaction. Time-dependent UV-vis absorption
spectra for TrPEPO were measured during the photochromic
and photochromic bleaching processes and the specification of
the UV-light and white-light sources were listed in ESLt{ As
shown in Fig. 3(d), new absorption bands with the maxima at ca.
460 nm were detected for the TrPEPO THF solutions with the
concentration of 1 x 10> mol L™, upon UV irradiation. After
irradiation for 45 seconds, the lower-energy absorption bands
for the ring-closure structures of TrPEPO were no longer
enhanced. With subsequent white-light irradiation, the color of
TrPEPO solution was faded. The mismatch of the exposure
wavelengths between the photochromic and photochromic
bleaching processes indicates the lower lying energy states for
the ring-open state than the ring-closures state which was often

IrP1p
&

IrPEPO

UV 45s

Vis 25min
5 0 15 20
Repeat times

®

chromic ON/OFF state by spotting the solutions on a TLC plate; (c) emission spectra of TrPEP and TrPEPO in solid states, the inset shows the
photographs of the TrPEP and TrPEPO in solid states upon 365 nm UV irradiation; (d) time-dependent UV-vis absorption spectra of TrPEPO in
degassed THF solution (1.0 x 10~% M) upon UV-irradiation (365 nm); (e) time-dependent UV-vis absorption spectra of irradiated TrPEPO in
degassed THF solution (1.0 x 10~° M) upon white light irradiation; (f) recycling of the photochromic process of TrPEPO solution obtained
through H,O,-gated reaction as a function of exposure to UV-light (365 nm) and white-light for 45 seconds and 25 minutes, respectively.

This journal is © The Royal Society of Chemistry 2018 RSC Adv., 2018, 8, 18613-18618 | 18615
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observed in photochromic systems. The photochromic bleach-
ing process for TrPEPO takes ca. 1400 s (Fig. 3(e)). To investigate
the reversibility for the photochromic process, 20 photochromic
and bleaching cycles were carried out for TrPEPO solution ob-
tained through H,0,-gated reaction. After 20 photochromic and
bleaching cycles, negligible fatigue could be detected in the
solution (Fig. 3(f)). Good recyclability of TrPEPO indicates its
potential applications as rewritable and reversible responsive
materials. Different from the other photochromic triphenyl-
ethylene derivatives, TrPEPO display obvious photochromic
properties in solution states but not in solid states. It is might
be caused by the bulky triphenylphosphine oxide moieties
which resisted the ring-closure reactions in aggregation states.
To further prove this assumption, single crystal analyses were
carried out in the following part.

Single crystal analyses for TrPEP and TrPEPO

Single crystals for TrPEP and TrPEPO were obtained by recrys-
tallization from hexane-dichloromethane mixed solvent
system. The CCDC numbers for these two single crystal struc-
tures are 1832435 and 1832437 respectively. Single crystals of
TrPEP and TrPEPO are based on P2,/c and Pc space groups and
the data for bond distances and angles for these two crystals are
listed in Table S3 to S6 in the ESI.T The single crystal structures
for TrPEP and TrPEPO were listed in Fig. 4(a) and (b). For both
of the two compounds, three aryl moieties for the triphenyl-
ethylene adopted twisted conformations, which can diminish
the steric hindrance effects and reduce the energies for their
aggregation states. For TrPEPO crystals structure, the dihedral
angles between the two phenyl rings which involve in the ring-
closure reactions are 63.2° and 61.3° for the two types of
conformations. To fulfill the photochromic ring-closure reac-
tions, triphenylphosphine oxide moieties have to rotate at least
61.3° relative to the other phenyl ring involving in the ring-
closure reaction. However, the rotation for the triphenylphos-
phine oxide moieties are quite difficult in aggregation state due
to large steric hindrance effect as shown in Fig. 4(c). Therefore,
adding the triphenylphosphine groups on the triphenylethylene

Bulky-Area
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©)
Fig. 4 (a) Single crystal structure for compound TrPEP; (b) single
crystal structure for compound TrPEPO; (c) molecular packing for
TrPEPO molecules viewed down in b axis.
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Table1l Calculated HOMO, LUMO distributions; energy levels; energy
gap and vertical excitation wavelengths for compounds TrPEP and
TrPEPO

Sample TrPEP TrPEPO
\
\\ X4
N p Y
LUMO
HOMO
Epumo (eV) —~1.53 ~1.71
Enomo (eV) —5.49 —5.94
AE, (eV) 3.96 4.23
Vertical excitation 351 324

wavelength (nm)

derivatives could promoted the gated photochromic properties,
however, the rigidity of the functional group would affect the
photochromism of TrPEPO in aggregation states.

DFT calculations

In order to gain further insights into the photophysical prop-
erties for TrPEP and TrPEPO, density functional theory (DFT)
and time-dependent density functional theory (TDDFT) calcu-
lations at the B3LYP/6-31G* level were performed for TrPEP and
TrPEPO. The calculations were performed according to their
single-crystal structures. The HOMO and LUMO electronic
distributions, the HOMO and LUMO energy levels, bandgaps
and vertical excitation wavelengths for these two compounds
are listed in Table 1. For TrPEP, the HOMO mainly delocalized
at the triphenylphosphine moieties while the LUMO mainly
delocalized at the dichloro-substituted triphenylethylene
moieties. Therefore, the emission for TrPEP was mainly attrib-
uted the charge transfer state from the triphenylphosphine
moieties to the dichloro-substituted triphenylethylene moieties.
The electron-withdrawing ability was obviously enhanced by
switching the triphenylphosphine group to triphenylphosphine
oxide group. Thus, both the HOMO and LUMO for TrPEPO were
delocalized at the dichloro-substituted triphenylethylene
moieties. Therefore, the emission for TTPEPO was mainly orig-
inated from m-m* transitions. In accordance with the blue-
shifted emission after oxidation, the energy gap between
HOMO and LUMO was enhanced and the vertical excitation
wavelength for TrPEPO was also blue-shifted by switching the
TrPEP to TrPEPO.

Conclusions

In summary, triphenylphosphine and triphenylphosphine
oxide triphenylethylene derivatives TrPEP and TrPEPO have
been logically designed and successfully synthesized. Both of
the two compounds display AlE-active emission with distinct
emission colors. No photochromic properties could be observed

This journal is © The Royal Society of Chemistry 2018
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for TrPEP, whilst TrPEPO shows obvious photochromism.
TrPEP could be easily and quickly oxidized to TrPEPO by adding
equimolar H,0,. Therefore, oxidation reagents could act as
gates to turn-on the photochromic properties. In relation to the
AlEgen, different intense emission bands for TrPEP and
TrPEPO could play as indicators to monitor the ON/OFF states
of the photochromism. Photochromic and photophysical
properties of these compounds were further investigated by
single crystal analyses and TD-DFT calculations. These phos-
phine and phosphine oxide triphenylethylene derivatives with
AlEgens feature a new strategy for designing gated photo-
chromic materials.
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