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An AIE fluorescent switch with multi-stimuli
responsive properties and applications for
quantitatively detecting pH value, sulfite anion
and hydrostatic pressuref
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Stimuli-responsive fluorescent materials which can change their optical signal outputs upon changes in
ambient physical or chemical parameters exhibit great application potential for comprehensive environ-
mental monitoring. In this article, a new aggregation-induced emission fluorescent switch, 1,3/,3'-
trimethyl-5’-(4-(1,2,2-triphenylvinyl) phenyl)spiro[chromene-2,2’ -indoline] - 6-carbonitrile (TPE-Sp-CN), was
synthesized and applied in the quantitative detection of three parameters, namely pH value, sulfite anion
and hydrostatic pressure, with different molecular states. According to the analysis of the optical spectra,
TPE-Sp-CN can distinguish water pH values from 0 to 4, the detection limit of sulfite anion is 1.04 ppm,
and the pressure sensing range is 1 atm to 6 GPa with the sensing sensitivity of a 9.876 nm GPa™? shift
in the PL spectrum. Furthermore, TPE-Sp-CN can quantitatively sense all three parameters with good
linear relationships, which is rarely reported. Also, it is promising to use TPE-Sp-CN as an indicator to
monitor the environment or disasters that are related to the above parameters, such as harmful

rsc.li/frontiers-materials geological activities.

1. Introduction

Stimuli-responsive fluorescent materials can change their chemical
structures or packing modes upon environmental changes and
provide different optical outputs. These materials have been widely
investigated recently because of their extensive applications in the
detection of chemicals'™ and physical parameters,”® such as
gases,”® hazardous ions,” " explosives,">* pH value,">"® radio
irradiation,"”'® temperature,'®* and pressure.>*>® Although
they possess high sensitivity, most stimuli-responsive materials
can only detect one type of stimulus.””*® In order to realize
multi-parameter detection in a complicated environment, multi-
stimuli responsive materials are usually fabricated by integration
of several different stimuli-responsive moieties into one mole-
cule or by tagging them to polymers, which require tedious and
costly construction processes.>®**

“College of Instrumentation and Electrical Engineering, Jilin University,
Changchun, 130061, P. R. China
b College of Chemistry, Jilin University, Changchun, 130012, P. R. China.
E-mail: liuyifei@jlu.edu.cn
¢ State Key Laboratory of Superhard Materials, Jilin University, Changchun 130012,
P. R. China. E-mail: zoubo@jlu.edu.cn
1 Electronic supplementary information (ESI) available. CCDC 1821887. For ESI and
crystallographic data in CIF or other electronic format see DOI: 10.1039/c8qmO00544c
} Tingting Lin and Xing Su contributed equally to this work.

1052 | Mater. Chem. Front.,, 2019, 3, 1052-1061

Fluorescent molecular switches have received great attention
3373% By manipulating its
molecular structures, it is possible for a single molecule to
respond to multiple parameters.®”*® It is obvious that the more
“states” a molecular switch possesses, the more parameters

as multi-stimuli-responsive materials.

it can detect.>*>"® However, it is very challenging to achieve
maximum numbers of readily distinguishable “states” for a
small molecular switch because a very delicate design is required
to avoid domination of one state over the others,*! and it is even
more difficult to apply every state of the molecule to quantita-
tively sense chemical or physical parameters.

It is a feasible method to construct fluorescent molecular
switches by chemically connecting fluorophores with molecular
switches.*?™® Although they have been used in the field of
multi-parameter sensing, fluorescent molecular switches with
limited state numbers and qualitative detection still cannot
fulfill the demands of comprehensive analysis of complex
environments. In this article, we synthesized a new fluorescent
switch based on tetraphenylethylene (TPE)-modified cyano-
spiropyran (TPE-Sp-CN). Switches between multi-states have been
realized with this extremely small molecule in both solution and
solid states without the notorious aggregation-caused quenching
effect (Scheme 1). In solution, four states of TPE-Sp-CN (ring-
closed form), TPE-MCH-CN (protonated ring-open form), TPE-
MC-CN (de-protonated ring-open form) and TPE-SO;H-CN

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2019
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Scheme 1 |Illustration of the switching states of TPE-Sp-CN with different
stimuli.

(sulfite addition ring-open form) were observed, corresponding
to different acidic, basic and ionic environments. In the solid
state, four states of crystalline ring-open and ring-closed forms
and amorphous ring-open and ring-closed forms were obtained
by crystallization and grinding. Also, quantitative detection of
multiple parameters of pH value, sulfite anion and hydrostatic
pressure has been achieved with the different states of the
molecules. Therefore, this work makes full use of every frag-
ment of the molecule to push the limits of molecular structural
modulation in sensing and provides a new material for multi-
parameter sensing and detection. This is promising for com-
prehensive analysis of complicated environments, such as
monitoring underground water systems to estimate the activity
level of geological activities which are related to the three
parameters.*”*°

2. Results and discussion
2.1. Detection of pH value

As a famous molecular switch, spiropyran (SP) has been
researched for decades due to its reversible isomerization
between the SP and MC (merocyanine)/MCH (protonated mero-
cyanine) forms upon UV-Vis or acid-base stimulation. Here,
TPE-Sp-CN also shows an acid response in solution (Fig. 1a).
Upon gradual addition of hydrochloric acid to a TPE-Sp-CN
acetonitrile solution (1 x 10> M), a transition from TPE-Sp-CN
(abs: 238 nm and 320 nm) to TPE-MCH-CN (abs: 436 nm)
occurred, and 50 equivalents of HCI were sufficient to achieve
complete structural transition. Meanwhile, TPE-MCH-CN was
deprotonated and returned to TPE-Sp-CN when sufficient NaOH
was added. Then, we explored whether this acid-base response
can be applied in pH sensing.

In order to determine the appropriate sensing conditions for
PH values (such as the volume fractions of solvent and water),
AIE experiments with TPE-Sp-CN and TPE-MCH-CN were perfor-
med in an acetonitrile/water system. Due to the non-irradiation
transition of TPE, neither TPE-Sp-CN nor TPE-MCH-CN is
emissive in acetonitrile solution (Fig. S1, ESIt). For TPE-Sp-CN,
aggregates began to form at 60% water content accompanied
with red shifts of the absorption spectra (Fig. S2, ESIt), and an
emission appeared at 485 nm (Fig. 1b). Meanwhile, the intensity
of the bluish green emission increased with increasing water
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Fig. 1 (a) Absorption spectra of TPE-Sp-CN in acetonitrile solution (1 x
107> M) before and after addition of different equivalents of HCl followed
by treatment with sufficient NaOH. (b) PL spectra of TPE-Sp-CN (1 x
107> M) in mixtures with different volume fractions of MeCN/H,O, and
(c) corresponding plot of the fluorescence intensity changes with water
content at 485 nm. (d) Absorption spectra of TPE-Sp-CN in methanol/
acetonitrile (9 : 1) mixed solution with different exposure times to 254 nm
hand-held UV light followed by visible light. Insets: Pictures of the corres-
ponding TPE-Sp-CN solutions.

fraction (Fig. 1c). For TPE-MCH-CN (formed by HCI treatment),
we found that the water content and HCI equivalents have a
synergetic influence on the structures of the molecules and their
aggregation states. With the addition of 500 equivalents of HClI,
less than 80% water content did not induce any aggregation of
the molecules (Fig. S3a, ESIT). After the water content exceeded
80%, TPE-MCH-CN began to aggregate; however, no fluorescence
appeared (Fig. S3b, ESIf). The quenching of fluorescence is
suggested to be caused by the formation of strong dipole-dipole
and m-m interactions after aggregation. Strong intermolecular
interactions can be deduced from the bathochromic shift of the
UV-Vis spectra from 436 nm to 483 nm.”*>® When the acid was
decreased to 80 equivalents, aggregates formed when the water
percentage exceeded 80%, with appearance of an emission at
675 nm. The UV-Vis spectra revealed that aggregates of the de-
protonated product of TPE-MC-CN (abs: 596 nm) also formed in
addition to the TPE-MCH-CN aggregates (abs: 483 nm), and the
emission arose from the TPE-MC-CN aggregates (Fig. 3d and
Fig. S3c, ESIT). When the acid was decreased to 20 equivalents,
the de-protonated product of TPE-MC-CN (abs: 551 nm) was gene-
rated in solution when the water percentage only reached 20%,
with a color change from yellow to purple (Fig. S3e and S4, ESIY).
The formation of TPE-MC-CN was also confirmed by the absorp-
tion spectra of the photochromic process of TPE-Sp-CN (Fig. 1d).
When the water content increased from 20% to 70%, the absorp-
tion showed solvatochromism from 551 nm to 536 nm without
aggregation. When the water content was greater than 80%, TPE-
MC-CN began to aggregate, and the emission peak red-shifted
from 640 nm to 675 nm (Fig. S3f, ESIt). Therefore, it can be seen
that hydrophobic TPE-Sp-CN tends to aggregate in water, whereas
the organic salt TPE-MCH-CN has better solubility; also, the
aggregation of TPE-MCH-CN has no emissive output (Fig. 2a).
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Fig. 2 (a) Illustration of switching between the ring-closed and proto-
nated ring-open forms of TPE-Sp-CN at different pH values. (b) The plot of
the absorption at 433 nm of the TPE-Sp-CN solutions (1 mL, 1 x 10™* M)
treated with 0.2 mL water samples with different pH values (0 to 7). (c) The
plot of the emission intensity of TPE-Sp-CN in acid solutions (Vmecn : Vacid
water = 1:9) against pH (0 to 7).

Based on the above experiments, a pH sensing process for
water with different pH values was conducted as follows:
0.2 mL water sample was added to 1 mL TPE-Sp-CN acetonitrile
solution with sufficient equilibration, and the corresponding
absorption spectra were recorded; then, water was added to
increase the water content to 90% and induce aggregation, and
the corresponding PL spectra were recorded. As depicted in
Fig. 2b, after equilibration was achieved, the solutions with
different pH values showed different absorptions in the visible
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light range which can be distinguished by the naked eye. The
pH (value < 4) of the solutions could be firstly judged by the
absorption at 433 nm, and a lower pH corresponded to a higher
absorption (Fig. S5, ESIt). In the second stage, after the water
content reached 90%, fluorescence from aggregates appeared.
In low pH conditions, TPE-MCH-CN aggregates formed with no
emission (Fig. S6, ESIt). In higher pH conditions, the emission
of TPE-Sp-CN aggregates at 485 nm gradually appeared and
increased. The de-protonated ring-open form (TPE-MC-CN) also
appeared, with an emission of 650 nm, due to a water-induced
ring-opening process. The PL intensity of 485 nm is plotted
against pH in Fig. 2c. For a solution with pH 0, the emissive
intensity approached zero; with increasing pH, the intensity gradu-
ally enhanced and reached a platform at pH 4. The relationship
between emission intensity and pH fulfills the linear equation:

Int = 165.9 x pH + 35.8 (1)

The adj. R-square value of the equation is 0.974. Therefore, the
pH of acidic solutions can be detected by TPE-Sp-CN with a
good linear relationship.

2.2. Sulfite anion detection

TPE-Sp-CN also exhibited the ability to monitor the sulfite
concentration of a water system because the double bond of
cyanine is reactive upon selective addition of nucleophilic
reagents.”**> Fourteen common anions, H,PO,~, F~, C,0,>",
Ac~,NO;~,NO,~, CO;>~, Br,SH™, HSO;, SCN ™, SO,*7, S,05>",
and S,05°", were tested, and the corresponding absorption
spectra were recorded (Fig. 3a). In the presence of 100 equivalents
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Fig. 3 (a) Absorption spectra of the mixed solutions of TPE-MCH-CN (1 x 10> M, 5 x 10~* M HCl acidized) with fourteen anions (1 x 10~ M) and (b) the
corresponding absorbances at 436 nm. (c) Absorption spectra and (d) the corresponding absorbances at 436 nm of TPE-MCH-CN (1 x 10™> M) with
different equivalents of HSOz ™ (Vacetonitrile : Vwater = 3: 7). (€) PL spectra and (f) corresponding fluorescence images of the mixed solutions of TPE-Sp-CN
with fourteen anions. (g) Fluorescence images and (h) corresponding PL spectra of TPE-MCH-CN (1 x 10~ M) with different HSO3~ concentrations
(Vacetonitrite - Vwater = 4 6). (i) Illustration of the emission mechanism in the course of HSO3™ detection.
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of these anions, only HSO;™ led to decoloration of the TPE-
MCH-CN solution (1 x 10~> M) with disappearance of the
absorption peak at 436 nm (Fig. 3b). This indicated that HSO;™
broke conjugated structure of TPE-MCH-CN in addition reac-
tion, and the additive product TPE-SO;H-CN formed finally
(Scheme 1 and Fig. S7, ESIf). The MS results (m/z: 715.2588)
verified that the addition reaction occurred (Fig. S8, ESIT), and
the "H NMR spectra indicated that the reaction proceeds by
1,2-addition rather than 1,4-addition (Fig. S9, ESIf). For TPE-
MCH-CN, the proton signal at ¢ 4.12 (H;') of the nitrogen-methyl
group shifted to ¢ 4.14 (H,") after reaction with HSO; ™, while the
proton signal of the double methyl groups H,' (6 1.73) split into
two signals, H,” (6 1.61 and 1.55). Also, the proton signal of the
nitrogen methyl group for neutral TPE-Sp-CN is ¢ 2.68. This
indicates that the C=N double bond was not destroyed in the
addition reaction and that HSO; was added to the Cg position,
as depicted in Fig. S9 (ESIt). After the reaction mechanism was
confirmed, the detection limit was measured and was found to
be 1 x 107° M (1.04 ppm, 104 x 10> g L") (Fig. 3c and d). In
the low concentration range (0 to 50 x 107> M), the HSO;~
concentration and logarithm of absorption at 436 nm fulfill the
equation:

y=—-0.0165 X x — 0.655 (2)

in which “y” represents the logarithm of absorption at 436 nm
and “x” refers to the HSO;™ concentration; also, the adj. R-square
value is 0.989. Thus, a low HSO;™ concentration can be quantita-
tively sensed. Because TPE-SO;H-CN did not aggregate at relatively
low concentrations (1 x 10~> M), no fluorescence signal was
observed after the addition reaction (Fig. S10, ESIf).

Different results were observed at a higher concentration
of TPE-MCH-CN solution (1 x 10~* M). Among the fourteen
anions (1 x 107> M), HSO;~ still decolored the dark yellow
solution quickly (Fig. S11, ESIf). It is surprising that a fluo-
rescent signal of the solution could be detected with a double
emission of 504 nm and 629 nm after the reaction reached the
equilibrium state (Fig. 3e). The orange-red fluorescence could
be observed by the naked eye under 365 nm UV light (Fig. 3f).
The double emission peaks are believed to arise from co-
aggregates of TPE-SO;H-CN and TPE-MCH-CN. TPE-MCH-CN
aggregates were proved to be non-emissive in the aggregation
state because of the existence of strong n-r stacking and dipolar
interactions within the aggregates (Fig. S3b, ESIf). However,
when TPE-MCH-CN was dispersed at the molecular level in
PMMA at a low concentration (weight ratio: 1/100), the red emis-
sion from separated molecules could be observed (Fig. S12, ESIT).
In the same way, if unreacted TPE-MCH-CN co-aggregated with
TPE-SO;H-CN, the strong interaction between TPE-MCH-CN
would be interrupted by TPE-SO;H-CN; therefore, the red emis-
sion of TPE-MCH-CN would be observed. Meanwhile, at this high
concentration, TPE-SO;H-CN, which has stronger intermolecular
interactions, such as hydrogen bonds and ionic bonds, tends to
aggregate more readily than TPE-MCH-CN. The emission peak at
504 nm should be derived from the AIE emission from the TPE-
SO;H-CN aggregates. When different concentrations of HSO;
ranging from 5 x 107" M to 4 x 10> M, were added to the
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detection solution, TPE-MCH-CN was gradually converted to TPE-
SO3;H-CN with decreasing absorption at 436 nm (Fig. S13, ESIT).
Orange fluorescence appeared when the concentration of HSO;™
reached 1 x 107% M, and it changed from orange (629 nm) to
bright green (504 nm) with further increasing concentration of
HSO;™ (Fig. 3g and h). When the concentration of HSO;~ was
higher than 3 x 107> M, all the TPE-MCH-CN was consumed,
and only bright green emission at 504 nm was observed. An
illustration of the mechanism of the change in emission is
depicted in Fig. 3i. Thus, due to the AIE output of TPE-SO;H-CN
at high concentration, HSO;™ can also be detected according to
the emission spectra or even by the naked eye. In contrast, only
very weak emission at 524 nm from a few TPE-Sp-CN aggregates
(formed by water-induced de-protonation and isomerization)
was detected for the other anion-treated solutions (Fig. 3e). This
is because some of the emission from the TPE-Sp-CN aggregates
was absorbed by unreacted TPE-MCH-CN, and only the emis-
sions at longer wavelengths were detected; this resulted in an
emission peak at 524 nm (Fig. S14, ESIY).

It is worthwhile to mention that two control molecules
(SPTPE and TPE-Sp) with different linked structures of TPE and
Sp could not distinguish HSO;~ from other anions very well under
the same conditions (Fig. S15 and S16, ESIt). This indicates that
the appropriate molecular structure and the deliberately modified
cyano group, which has an electron withdrawing effect, play
important roles in the activation of the double bond and the
detection of HSO;™ . Meanwhile, the highly acidic detection con-
ditions are also important; we excluded the addition reaction with
other reactive anions of CN~, S>~ OH ™, etc. Thus, through the
corresponding absorption and PL spectra, HSO; ™~ can be detected
by acidic TPE-MCH-CN solution.

2.3. Hydrostatic pressure sensing

High pressure sensing has attracted great research interest®®>’

because pressure is an important parameter in geo-exploration,
industrial production and daily life. In order to study the
pressure sensing properties of TPE-Sp-CN, we firstly investi-
gated the mechanochromic properties of TPE-Sp-CN. TPE-Sp-CN
crystals (cTPE-Sp-CN) were obtained by crystallization in acetone/
hexane mixed solution. The white powder ¢cTPE-Sp-CN, which has
almost no absorption in the visible light range, turned pale green
after grinding. The band-edge of the absorption spectrum red-
shifted nearly 27 nm from 425 nm to 452 nm (Fig. 4a). Also, the
XRD pattern (Fig. 4b) indicated that cTPE-Sp-CN had changed
into amorphous TPE-Sp-CN (aTPE-Sp-CN), with characteristic
peaks weakening and disappearing.*® Meanwhile, the emission
of the powder also showed an abrupt change. The weak blue
emission (465 nm) of cTPE-Sp-CN changed to bright green
emission (502 nm) after the powder was converted to aTPE-
Sp-CN (Fig. 4c). It is notable that the quantum yield of aTPE-
Sp-CN (34.62%) is surprisingly higher (12.54 times) than that
of cTPE-Sp-CN (2.76%), whereas the lifetimes of ¢TPE-Sp-CN
and aTPE-Sp-CN showed no dramatic change (Fig. S17, ESIT).
Therefore, after cTPE-Sp-CN was ground, the irradiation rate
of the powder increased significantly (Table S1, ESIt). Although
TPE-MCH-CN has the same molecular framework as TPE-Sp-CN,
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Fig. 4 (a) Absorption spectra and (b) XRD patterns of cTPE-Sp-CN, aTPE-
Sp-CN, cTPE-MCH-CN and aTPE-MCH-CN. Inset: Images of 1: cTPE-Sp-
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Sp-CN-r and cTPE-MCH-CN-r represent the crystal states recovered by
acetone gas.

Wavelength (nm)

it exhibited an opposite changing trend of fluorescence inten-
sity. TPE-MCH-CN crystals (cTPE-MCH-CN) were obtained by
treating solid TPE-Sp-CN with an HCl/acetone mixture. After
c¢TPE-MCH-CN was ground, the band-edge gas of the absorp-
tion spectrum bathochromically shifted nearly 60 nm, from
640 nm to 700 nm (Fig. 4a). Despite experiencing the same
phase transition from the crystalline state to the amorphous
state, the red emission at 636 nm of cTPE-MCH-CN was eventually
quenched rather than becoming brighter (Fig. 4d). Amorphous
TPE-MCH-CN (aTPE-MCH-CN) finally formed, and the quantum
yield of ¢TPE-MCH-CN decreased from 4.52% to 0.01%. The
amorphous states of both TPE-Sp-CN and TPE-MCH-CN can
be recovered to crystalline states by solvent fuming with good
reversibility.

Theoretical calculations were performed to disclose the
different emission mechanisms of TPE-Sp-CN and TPE-MCH-
CN by B3LYP/6-31G(d) with Gaussian 09 (Fig. 5).>° The results
indicate that the blue fluorescence of TPE-Sp-CN arises from
localized excited (LE) emission of the HOMO to LUMO+1
transition with a band gap of 3.826 eV, whereas the red fluores-
cence of TPE-MCH-CN arises from an intramolecular charge
transfer (ICT) transition with a smaller band gap of 2.520 eV.
Based on the studies of the emission mechanism, both ¢cTPE-Sp-
CN and c¢TPE-MCH-CN show potential to be used as pressure
sensors, which further encouraged us to explore their hydrostatic
pressure-sensing properties.

In order to investigate the relationship between structure and
optical properties in hydrostatic pressure conditions, a single
crystal of TPE-Sp-CN (CCDC 1821887t), which was cultivated
from slow evaporation of its DCM/hexane solution, was placed
in a DAC container for high pressure measurements with silicon
oil as the pressure transmitting medium. The colour of the
single crystal in ambient light showed no obvious change as
the pressure increased from 0 GPa to 3.93 GPa (Fig. 6a), and the
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Fig. 5 The orbital amplitude plots and corresponding energy levels of
optimized TPE-Sp-CN and optimized TPE-MCH-CN.

band edge of the absorption red-shifted from 400 nm to 420 nm
(Fig. 6¢). The emission of the single crystal exhibited a red shift
from weak blue (485 nm) to cyan (497 nm) (Fig. 6a and d).
In order to investigate the profound relationship between
pressure and emission, the emission wavelength peaks were
plotted against hydrostatic pressure (Fig. 6e). When the hydro-
static pressure was between 0 GPa and 1.94 GPa, the pressure
and emission wavelength were linearly correlated and fit the
linear equation:

Amax =D X P+ a (3)

7

in which “A,,” represents the emission peak position, “P” refers
to the hydrostatic pressure, and “a” and “b” are the intercept and
slope of the linear equation. The slope and intercept are 3.025
and 485.304, respectively, and the adj. R-square value is 0.9694.
However, as the pressure further increased, the linear relation-
ship became inapplicable. The emission hypochromically shifted
from 491 nm (1.94 GPa) to 489 nm (3.15 GPa), then red-shifted
to 497 nm at 3.99 GPa. The corresponding emissive intensity
exhibits more complex fluctuation with pressure; therefore, it is
not suitable to utilize the emission intensity to sense pressure
(Fig. 6¢). The configuration and conformation of TPE-Sp-CN and
its packing mode in a single crystal were investigated in order to
interpret the emission wavelength changes. This single crystal of
TPE-Sp-CN belongs to the monoclinic crystal system (Fig. S18,
ESIT); there are four TPE-Sp-CN molecules and four dichloro-
methane molecules in each crystal cell. The TPE moiety directs to
the inside of the crystal cell, whereas the cyano group directs to
the outside of the crystal cell. No n—n interactions were found
between TPE-Sp-CN molecules because neither Sp nor TPE has a
planar structure that is suitable for the formation of n-m inter-
actions. The emission red shift can be attributed to the planarity
of the molecules under pressure. For the TPE moiety, pressure-
induced planarity has been reported to cause a red shift of the
emission.®® Meanwhile, a decrease of the torsion angle between
the TPE moiety and indole would also result in a bathochromic
shift of the emission. As depicted in Fig. 7a, the pristine torsion

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2019
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Fig. 6 (a) Visible light images (top) and fluorescence images (bottom) of single crystal TPE-Sp-CN under increasing hydrostatic pressure. (b) Visible light
images (top) and fluorescence images (bottom) of cTPE-MCH-CN under increasing hydrostatic pressure. (c) The in situ absorption spectra and (d) emission
spectra of single crystal TPE-Sp-CN under increasing hydrostatic pressure. (e) The correlation plots of emission wavelength and intensity of single crystal
TPE-Sp-CN with hydrostatic pressure, respectively. (f) The in situ absorption spectra and (g) emission spectra of cTPE-MCH-CN under increasing pressure.
(h) The correlation plots of emission wavelength and intensity of cTPE-MCH-CN against hydrostatic pressure, respectively.
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Fig. 7 The orbital amplitude plots and corresponding band gaps of (a) TPE-Sp-CN and (b) TPE-MCH-CN in fixed conformation with gradually
decreasing torsion angle (0) between TPE and the indole, depicted by B3LYP/6-31G (d) with Gaussian 09.
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angle of TPE-Sp-CN in the single crystal was 28.84° at first. As this
angle of the model structure decreased, the band gap tended to
narrow gradually from 3.896 eV to 3.812 eV (torsion angle = 0°),
which corresponds to the red-shifts of the in situ optical spectra
under increasing pressure. Thus, by analysing the emission
wavelength changes of single crystal TPE-Sp-CN, pressure can
be sensed in the range from 0 to 1.94 GPa with a sensitivity of
3.025 nm GPa .

The high pressure sensing properties of TPE-MCH-CN were
also investigated. Because a single crystal of TPE-MCH-CN was
not obtained, cTPE-MCH-CN powder was used in the experi-
ment. The results indicated that the powder exhibits good
pressure sensing properties in the range from 0 GPa to 6 GPa.
The colour of cTPE-MCH-CN changed from orange to red in
ambient light (Fig. 6b), and the absorption band edge of c¢TPE-
MCH-CN red shifted from 600 nm to nearly 700 nm when the
pressure increased from 0 GPa to 6.31 GPa (Fig. 6f). This should
result from the enhanced planarity of the molecules and n—n
interactions formed under high pressure.®’ Likewise, the emis-
sion of cTPE-MCH-CN exhibited a red shift under high pressure.
The corresponding fluorescence red-shifted nearly 65 nm, from
635 nm at 0 GPa to nearly 700 nm at 6.05 GPa (Fig. 6g).
Confirmed by theoretical calculations, the planarity also induced
red-shifts of both the absorption and PL spectra of TPE-MCH-CN.
As the torsion angle between TPE and MCH decreased from
37.01° to 20°, the band gap decreased from 2.520 eV to 2.494 eV
(Fig. 7b). Meanwhile, the emissive intensity decreased 9.5 times
and was finally nearly quenched. As shown in the correlation
plot of emission wavelength and pressure (Fig. 6h), the pressure
has a good linear relationship with the emission wavelength in
the whole pressure range. The adj. R-square value is 0.995, and
the slope and intercept for linear eqn (3) are 9.876 and 637.661,
respectively. The larger slope and obvious emission color change
indicate that TPE-MCH-CN has better sensitivity to pressure
compared with single crystal TPE-Sp-CN, which can also be
confirmed by the CIE coordinates (Fig. S19, ESI{). Moreover,
after the pressure was removed, both the absorption and fluores-
cence gradually spectra blue shifted (Fig. 8a and Fig. S20, ESIt)
and eventually recovered to the original state (Fig. 8b). High
pressure IR spectra were recorded during the pressurization and
depressurization process, and no obvious change was observed;
this indicates the good stability and reversibility of cTPE-MCH-
CN under pressure (Fig. S21, ESIt). Therefore, ¢cTPE-MCH-CN
(sensing range: 0 to 6.05 GPa, sensing sensitivity: 9.876 nm GPa )
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Fig. 8 (a) The in situ PL spectra of cTPE-MCH-CN during the pressure
releasing process. (b) Comparison of the absorption spectra and PL spectra
between the pristine state and pressure-released state.
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exhibits better pressure sensing properties compared with single
crystal TPE-Sp-CN (sensing range: 0 to 1.94 GPa, sensing sensi-
tivity: 3.025 nm GPa ') because of its wider sensing range and
higher sensitivity.

3. Conclusions

A new fluorescent molecular switch, TPE-Sp-CN, with multi-
stimuli responsive properties was explored to quantitatively
detect multi-parameters of pH value, sulfite anion, and hydro-
static pressure. The pH sensing range covers 0 to 4, with different
aggregation-induced emission degrees of TPE-Sp-CN in acidic
conditions. By optical spectra monitoring of the selective addi-
tion reaction between sulfite anion and the protonated ring-open
form TPE-MCH-CN, sulfite anion can be distinguished from
other anions, and the detection limit is 1.04 ppm. Meanwhile,
solid state TPE-MCH-CN exhibited better pressure sensitivity
than TPE-Sp-CN, and the hydrostatic pressure sensing range
was 0 GPa to 6 GPa. All the external stimuli have good linear
relationships with the optical signals of TPE-Sp-CN; therefore,
this molecule exhibits great application potential in the field of
multi-parameter analysis for complex environments, such as
geological activity prediction. Furthermore, this work has pushed
the limit of stable states that a small molecular switch can
possess and has demonstrated how every fragment of the mole-
cule can be used to enrich its sensing ability. In addition to its
applications in sensing, this molecule has application potential
in other fields, such as logic gates, data storage, and super-
resolution imaging; these are also under investigation.

4. Experimental section
4.1. Instruments

'H NMR spectra were recorded on a 500 MHz Bruker Avance
spectrometer, while the *C NMR spectra were recorded on a
126 MHz Bruker Avance spectrometer. Deuterated solvents,
including CDCl; and DMSO-ds, were used with tetramethyl-
silane (TMS) as an internal standard (6 = 0.00 ppm). Fluorescence
spectra of all samples (solid and solution) were measured with a RF-
5301PC spectrofluorometer. UV-Vis spectra were measured on a
Shimadzu UV-2550 spectrophotometer. Kubelka-Munk diffuse
reflectance absorption spectra were obtained from a Maya
2000PRO fiber optical spectrometer with an Ocean DH-2000-BAL
UV/Vis/NIR light source using BaSO, as the background. Powder
XRD patterns were obtained from a PANalytical B.V. Empyrean
X-ray diffractomer with Cu-Ka. radiation (1 = 1.5418 A) at 25 °C
(scan range: 5 to 45°). DSC data were obtained from a NETZSCH
DSC 204 instrument at a scanning rate of 10 K min~". The time
of flight mass spectra were recorded using a Kratos MALDI-TOF
mass system. The fluorescence quantum yields (®¢) and lifetime
were measured on an FLS 920 lifetime and steady state spectro-
meter. Photographs were taken using a Canon camera. High
pressure experiments were performed using diamond anvil
cells at room temperature. The samples were placed in holes
(diameter: 150 pm) with a small ruby chip used for in situ

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2019


https://doi.org/10.1039/c8qm00544c

Published on 10 2019. Downloaded on 01.02.26 12:00:56.

Research Article

pressure calibration according to the R1 ruby fluorescence
method. Silicon oil was used as the pressure transmitting
medium for both single crystal TPE-Sp-CN and cTPE-MCH-CN
in the high pressure experiments. Both the in situ photo-
luminescence spectra and UV/Vis absorption spectra under
high pressure were obtained using a QE65000 Scientific-grade
spectrometer. The images were taken using a camera (Canon
Eos 5D mark II) equipped on a microscope (Ecilipse TI-U,
Nikon) in the high pressure experiments. Absorption spectra
were measured in the exciton absorption band region using a
deuterium—halogen light source. The excitation source for the
PL measurements was the 355 nm line of a UV DPSS laser. The
optical fiber spectrometer was an Ocean Optics QE65000 spectro-
meter. IR microspectroscopy of cTPE-MCH-CN was carried out
with a Nicolet iN10 microscope spectrometer (Thermo Fisher
Scientific, USA) using a liquid-nitrogen-cooled detector.

4.2. Materials

THF, 1,4-dioxane, and toluene were treated with calcium hydride
and sodium, then distilled before use. Trifluoroacetic acid,
n-butyllithium, iodomethane, bis(pinacolato)diboron, PdCL,(dppf),
Pd(Ph;P),, diphenylmethane, 4-bomobenzophenone, tosilate,
4-bromophenylhydrazine hydrochloride, 3-methyl-2-butanone
were purchased from Energy Chemical. Hexamethylenetetramine
was purchased from Aladdin. 4-Cyanophenol was bought from
Ourchem. Ethanol, hexane, dichloromethane, ethyl acetate,
potassium acetate and potassium carbonate were purchased
from Beijing Reagents. Acetonitrile and triethylamine were
purchased from Xilong Reagents. All these chemicals were used
without any further purification.

4.3. General synthesis information

The detailed synthetic route is depicted in Scheme 2. Com-
pounds M1-M3 were synthesized using the prevalent methods
according to literature procedures.>*%%3

Synthesis of 2,3,3-trimethyl-5-(4-(1,2,2-triphenylvinyl) phenyl)-
3H-indole (M4). To a 250 mL round-bottom flask full of nitrogen
gas were added 4.11 g (10 mmol) of M2, 2.94 g (10 mmol) of M3
and 3.33 g (24.6 mmol) of potassium carbonate (K,CO;). 40 mL
deaerated tetrahydrofuran and 8 mL ultrapure water were added
to the flask. Then, the uniformly stirred solution was frozen
with liquid nitrogen, and 130 mg tetrakis (triphenylphosphine)
palladium(0) were added. The flask was evaporated for 1 min
and nitrogen was inlet to remove residual oxygen. After the
solution recovered to room temperature, the reaction liquid was
heated to reflux overnight. Water was added to the flask, and
the solution was extracted with ethyl ether. The organic layer
was dried with anhydrous sodium sulfate and evaporated to
remove the solvent. The crude product was purified by flash
column chromatography (ethyl acetate : hexane = 1:4). Finally, a
white solid powder was obtained with a yield of 67.7% (3.31 g).
'H NMR (500 MHz, CDCl,) 6 7.55 (d, J = 8 Hz, 1H), 7.50 (dd, ] = 8,
1.5 Hz, 1H), 7.46 (d, J = 1 Hz, 1H), 7.37 (d, J = 8 Hz, 2H), 7.10
(m, 17H), 2.30 (s, 3H), 1.33 (s, 6H). *C NMR (126 MHz, CDCl;)
5 188.26, 152.90, 146.15, 143.73, 143.74, 143.69, 142.53, 141.05,
140.48, 138.99, 137.88, 131.76, 131.38, 131.31, 127.73, 127.64,

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2019

View Article Online

Materials Chemistry Frontiers
OH OH
@ (CHy)6Ny o
CF;COOH
CN CN
M1

M2

THF
Br. Bis(pinacolato)diboron (4
D —_————— 0" B
N PAClL(dppf)/KOAc .
N

Pd(Ph;P)/K,CO;4
—_—

Base

TPE-Sp-CN

Scheme 2 Synthetic route of TPE-Sp-CN.

127.60, 126.47, 126.43, 126.38, 126.20, 119.87, 53.68, 23.14,
15.44. LC-HRMS (ESI): m/z: 490.2594 [M + H]', calcd: 490.2490.

Synthesis of 1,2,3,3-tetramethyl-5-(4-(1,2,2-triphenylvinyl)
phenyl)-3H-indol-1-ium iodide (M5). M4 (0.98 g, 2 mmol),
CH;l (0.71 g, 5 mmol) and 15 mL ethyl acetate were added to a
flask and ventilated with nitrogen. Then, the reaction liquid was
heated to reflux for 12 h. After the solution recovered to ambient
temperature, a grey solid precipitated. Pure product was obtained
by further washing the precipitate with ethyl acetate in a yield of
89.5% (1.13 g). "H NMR (500 MHz, CDCl;) ¢ 7.70 (dd, J = 20.5,
8.5 Hz, 2H), 7.61 (s, 1H), 7.31 (d, J = 8 Hz, 2H), 7.17-7.00 (m, 17H),
4.30 (s, 3H), 3.11 (s, 3H), 1.67 (s, 6H)."*C NMR (126 MHz, CDCl;)
5 195.39, 144.25, 143.53, 143.50, 143.45, 143.27, 141.92, 141.77,
140.93, 140.05, 136.81, 132.14, 131.36, 131.33, 131.28, 128.21,
127.88, 127.80, 127.69, 126.70, 126.64, 126.63, 126.60, 121.38,
115.50, 54.61, 37.32, 23.25, 17.05. LC-HRMS (ESI): m/z: 504.2682
[M + HJ', caled: 504.2686.

Synthesis of 1',3’,3'-trimethyl-5'-(4-(1,2,2-triphenylvinyl) phenyl)-
spiro[chromene-2,2’-indoline]-6-carbonitrile (TPE-Sp-CN). M1
(1.2 mmol, 0.18 g), M5 (1 mmol, 0.63 g), and anhydrous EtOH
(10 mL) were added to a flask. The reaction solution was heated
at reflux for 36 h, and the solvent was evaporated to obtain a
red powder as the crude product. The red powder was further
purified by re-crystallization from CH,Cl,/MeOH to obtain
TPE-MCH-CN iodide. Then, flash column chromatography
(DCM: TEA: hexane = 1:2:50) was used to obtain 0.41 g of
TPE-Sp-CN as a white solid powder. Yield: 64.9%. 'H NMR
(500 MHz, DMSO-dg) 6 7.73 (s, 1H), 7.56 (d, J = 8.5 Hz, 1H), 7.41
(m, 4H), 7.18-6.98 (m, 18H), 6.84 (d, J = 8 Hz, 1H), 6.64 (d, J =
9 Hz, 1H), 5.94 (d,J = 10.5 Hz, 1H), 2.69 (s, 3H), 1.24 (s, 3H), 1.13
(s, 3H). ">C NMR (126 MHz, DMSO-d,) 6 157.50, 147.23, 143.40,
143.33, 143.28, 143.07, 141.07, 140.46, 138.61, 136.82, 134.08,
131.23, 131.20, 130.97, 130.81, 130.73, 128.13, 127.97, 127.89,
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127.85, 126.64, 126.61, 126.55, 126.53, 126.03, 125.21, 121.04,
120.03, 119.63, 119.02, 115.88, 115.86, 107.30, 105.62, 102.59,
54.97, 51.93, 28.59, 25.59, 19.67. LC-HRMS (ESI): m/z: 633.2865
[M + H]", caled: 633.2861.
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