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Organic room temperature phosphorescence (RTP) has exhibited
various applications in optoelectronics and photobiology. Re-
ported here is an effective phosphorescence enhancement
strategy through the macrocyclization of phosphorescent pyri-
dine/pyridinium units by methylene linkers. A pyridine macrocycle
was synthesized by the condensation of the 3,5-bis(2,4-dime-
thoxyphenyl)pyridine monomer with paraformaldehyde under the
catalysis of a Lewis acid. The methylation reaction of the pyridine
macrocycle with methyl iodide and subsequent ion exchange with
ammonium hexafluorophosphate and tetrabutyl ammonium halide
gave pyridinium macrocycles. Compared with pyridinium mono-
mers, the macrocycles exhibited enhanced phosphorescence with
up to 59-fold prolonging of lifetime and 3.7-fold increase of
quantum yields. A mechanism study revealed that macrocyclization
restrained the rotation/vibration of luminescent units and there-
fore suppressed nonradiative decay. Moreover, the macro-
cyclization slowed down the nonradiative and radiative decay
processes of the triplet state. Such macrocyclization-induced
phosphorescence enhancement (MIPE) would provide a novel and
general strategy for enhancing organic room temperature phos-
phorescence (RTP) and find wide applications beyond
phosphorescence.

Introduction

Organic room-temperature phosphorescence (RTP) has shown
great promise in the applications of bioimaging,'*
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optoelectronics,*® data encryption,®™* etc. It also has great
advantages of high molecular diversity, good biocompatibility
and low cost compared with inorganics. Therefore, much effort
has been devoted to organic RTP. In general, three key factors
should be considered for realizing organic RTP with long life-
time, high efficiency and robustness: boosting intersystem
crossing (ISC) to produce more triplet state population, stabi-
lizing triplet states and lowering the radiative/nonradiative
decays, and shielding luminescent units against quenchers
such as oxygen and impurities. Hitherto, notable methods have
been reported for pursuing high performance organic RTP. The
common strategies to boost the ISC process are to incorporate
n-electron groups (e.g., halogens and heteroatoms) or charge
transfer states into the luminescent motif,"*** which help to
realize efficient RTP, especially when these phosphors are
restrained by rigid environments such as those resulting from
polymerization,* ¢ crystallization,”** matrix rigidification,***
host-guest complexation and supramolecular assembly.***¢
However, these n-electron groups accelerate radiative decay of
triplet excitons; most of the RTP molecules featuring charge
transfer tend to undergo a distinct structure transformation in
the excited state transition process, thereby resulting in limited
suppression of the non-radiative decay of triplet excitons. Thus,
it is significant to develop a new strategy for efficient RTP
enhancement in the presence of n-electron groups or charge
transfer, which will provide new guidelines to design smart
luminescent materials.

Our recent studies have demonstrated a good phosphores-
cent precursor, phenylpyridinium.**®* We anticipated that the
macrocyclization of the phenylpyridinium units through
methylenes would enhance the phosphorescence. Such phos-
phorescence enhancement is reasonable since the methylenes
can restrict vibration and rotation of phosphorescent units by
locking them into the skeleton of the macrocycle and therefore
suppress nonradiative decay. Moreover, the unconjugated
structure of methylene will not disturb the emission of phos-
phorescent units. Herein, we designed and synthesized pyri-
dine/pyridinium-based macrocycles PC and PC>*, using our
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synthetic method for functional biphen[n]arenes.**** All these
macrocycles exhibited prolonged phosphorescence lifetime and
improved quantum efficiencies in comparison with their
monomers, thus exhibiting macrocyclization-induced phos-
phorescence enhancement (MIPE). Single crystal X-ray diffrac-
tion analysis and photophysical characterization revealed that
this enormous enhancement is because of the restriction of the
macrocyclic skeleton for the phosphorescent units which effi-
ciently suppressed the radiative decay of the singlet state and
triplet state, and nonradiative decay of the triplet state.

Results and discussion

First, we examined the synthesis of a pyridine-based macrocycle
PC (Scheme 1). As the most commonly used reaction conditions
for synthesizing functional biphen[n]arenes,”* a BF;-Et,O
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Scheme 1 The synthetic route of monomer PM-X and macrocycles
PC-2X.
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catalyst and dichloromethane (DCM) solvent were chosen to
achieve the condensation of the monomer PM and para-
formaldehyde, giving the cyclic product PC in 15% yield. PC was
confirmed by 'H, *C NMR, and HRMS (Fig. S1-S67). The fairly
low yield spurred us to screen out good reaction conditions by
evaluating solvents, catalysts and the reaction time. As illus-
trated in Table S1,} chloroform (CHCl;) gave highest yield of
37% for BF3-Et,0 and 1,2-dichloroethane (DCE) gave the
highest yield of 65% for the trifluoromethanesulfonic acid
(TfOH) catalyst after screening DCM, CHCl;, DCE and CH;CN
solvents (entries 1-8). Then FeCl;, AlCl;, BF;-Et,0, and TfOH
catalysts were studied in DCE and TfOH was proved to be the
best (entries 3, 7, 9, and 10). Therefore, the optimized condi-
tions (DCE as the solvent, TfOH as the catalyst, and at 25 °C)
were utilized for large-scale preparation (Schemes S1 and S27).
Cationic macrocycle PC-2I was synthesized by methylation of
PC with excess CH;I and recrystallization from EtOH. After the
anion exchange of NH,PF,, tetrabutylammonium bromide
(TBAB) and tetrabutylammonium chloride (TBAC), another two
pyridinium macrocycles with counterions of Br~ (PC-2Br) and
Cl™ (PC-2Cl) were successfully obtained (Scheme S3 and Fig.
$7-S12%). Moreover, the monomers PM-X (PM-Cl and PM-Br)
were synthesized using similar procedures (Scheme S4 and Fig.
$13-5187). Single crystal X-ray diffraction analysis revealed the
box-like cavity structure of PC with a size of 6.2 A x 7.0 A
(Fig. 1a, b and Table S2). Dimethoxyphenyl paralleled with the
opposite one and was perpendicular to the adjacent one.
Surface electrostatic potential maps showed that this macro-
cycle possessed a relatively electronegative cavity (Fig. 1le).
PC-2Cl has a similar box-like shape and size (6.3 A x 7.0 A)
compared with PC (Fig. 1c, d and Table S3t). The 0.1 A increase
in size probably arises from the difference of torsion angles. As
illustrated in Fig. 3b and S19b,{ the torsion angles between
central pyridine/pyridinium units and dimethoxyphenyl units
are 47°, 49°, 51°, and 54°for PC-2Cl and 65°, 42°, 42°, and 65°
for PC. The entire molecule exhibited an obviously more posi-
tive surface electrostatic potential than neutral PC (Fig. 1f).

Fig.1 Single-crystal structures of (a) and (b) PC and (c) and (d) PC-2Cl (top view and side view) and electrostatic potential maps of (e) PC and (f)
PC-2Cl (top view and side view). Note: red region represents a low potential area with the characterization of an abundance of electrons. Blue
region represents a high potential area with the characterization of a relative absence of electrons. C, marine blue or green; O, red; N, blue; H,

white. Counter anions of Cl™ are omitted for clarity.
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Fig. 2 Photophysical properties of PC, and PC-2X in the solid state. (a) Normalized photoluminescence (solid black line) and phosphorescence
spectra (dashed red line) of PC-2Cl under 350 nm excitation (inset: photograph of PC-2Cl under a 365 nm UV lamp). (b) Phosphorescence
spectra of PM-Cl (deep red) and PC-2Cl (red) under 350 nm excitation. (c) Lifetimes of macrocycles (PC, PC-2Cl, and PC-2Br) and monomers
(PM, PM-Cl, and PM-Br) in the solid state at room temperature. (d) Luminescence photographs of PC-2Cland PC-2Br under 365 nm light at 77 K

and at different time intervals after ceasing irradiation.

The photoluminescence (PL) spectra, phosphorescence
spectra and time-resolved spectra were measured to illustrate
the effect of macrocyclization on photophysical properties at
room temperature. Both monomer PM-Cl and macrocycle
PC-2Cl exhibited a cyan emission peak at 470 nm with nano-
second-scale lifetimes in the solid state (Fig. 2a, b and S20,
S217). The phosphorescence spectra revealed that PM-Cl dis-
played a maximal RTP peak around 500 nm with a lifetime of
0.29 ms, along with a shoulder peak at 565 nm. For the mac-
rocycle PC-2Cl, it showed RTP bands at 518 nm with a lifetime
of 16.7 ms (Fig. 2b-d). Significantly, compared with the mono-
mer, macrocycle PC-2Cl showed a 58-fold improvement in the
phosphorescence lifetime. Moreover, an enhanced phospho-
rescence intensity (3.7 fold) was observed in the phosphores-
cence spectra (Fig. 2b). Actually, PC-2Cl also exhibited higher
RTP efficiency than PM-Cl (Fig. S22 and S23t). The above
results indicated that the macrocyclization strategy is highly
effective in promoting RTP.

Next, PC*" with a bromide counterion and the neutral mac-
rocycle PC were evaluated. PC-2Br (Apa = 481 nm and 7z = 8.0
ns) displayed red-shifted emission and prolonged lifetimes
compared to PM-Br (A = 470 nm and 7y = 5.6 ns) (Fig. S24
and S25%). Compared with PM-Br, both phosphorescence life-
time and quantum efficiency of PC-2Br exhibited a prominent
enhancement. The lifetime prolonged from 0.15 ms of PM-Br to

This journal is © The Royal Society of Chemistry 2023

7.0 ms of PC-2Br, a 47-fold improvement (Fig. 2¢). The phos-
phorescence intensity also showed 8.3-fold improvement (Fig.
S24ct). Similarly, the phosphorescence efficiency improved
from 5.9% of the monomer to 7.2% of the macrocycle (Fig. S26b
and S27bt). Moreover, the neutral macrocycle PC also showed
such MIPE. The monomer PM emitted blue fluorescence (Amax
= 338 nm) with a lifetime of 0.85 ns (Fig. S281). PC showed
ared-shifted emission band at 355 nm with a lifetime of 0.91 ns,
accompanied by a shoulder peak at 458 nm (Fig. S297). The
phosphorescence spectra gave a 2.6-fold improvement in
intensity (Fig. S29¢t). Time-resolved PL decay indicated a pro-
longed lifetime (10.9 ms for PC and 2.10 ms for PM) (Fig. 2c).
This phosphorescence enhancement was also confirmed by
improved quantum efficiencies of PC (3.3%) compared with
those of PM (1.8%) (Fig. S30 and S31%). Furthermore, a green
afterglow could be observed for both PC-2Cl and PC-2Br after
ceasing the UV irradiation at 77 K (Fig. 2d). Phosphorescence
spectra also showed enormous enhancements as the tempera-
ture decreased from 298 K to 77 K (Fig. S32a and bt). Moreover,
their lifetimes prolonged from 16.7 ms of PC-2Cl and 7.00 ms of
PC-2Br to 241 ms and 51.2 ms, respectively, proving that
lowering temperature is beneficial for the phosphorescence
intensity and lifetime, which is a typical characteristic of
phosphorescent compounds (Fig. S32c and dt). These remark-
able enhancements of phosphorescence for all macrocycles (PC,

J. Mater. Chem. A, 2023, 11, 4957-4962 | 4959
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Table 1 Photophysical data of PM, PC, PM-X, and PC-2X
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Ap Ap
Entry Compound (nm) (nm) <tp(ns) tp(ms) Pp(%) Dp (%) k(s ) B2 k' (H YY) k(s
1 PM 338 495 0.85 2.10 6.1 1.8 7.2 x 107 1.1 x10° 2.1 x10° 8.6 468
2 PC 355 495 0.91 10.9 3.5 3.3 3.8x10° 1.0 x10° 3.6 x 10" 3.0 89
3 PM-Cl 470 500 14.1 0.29 10.4 17.3 7.4 x10° 5.1 x10° 1.2 x 10" 597 2.8 x 10°
4 PC-2Cl 470 518 9.45 16.7 14.6 18.6 1.5 x 107 7.1 x 107 2.0 x 107 11 49
5 PM-Br 470 503 5.6 0.16 3.9 5.9 7.0 x 10° 1.6 x 10° 1.0 x 10" 369 5.9 x 10°
6 PC-2Br 481 522 8.0 7.00 4.2 7.2 5.2 x10° 1.1 x10° 9.0 x 10° 10 133

“ The radiative decay rate constant of fluorescence kf = @p/1p. P The singlet state nonradiative decay rate constant of fluorescence k= 1 - P —
®@p)/tg. © The intersystem crossing rate constant kiz. = @p/tg. 4 The radiative decay rate constant of phosphorescence k¥ = @p/1p. ¢ The triplet state

nonradiative decay rate constant kp = (1 — @p)/Tp.

PC-2Cl, and PC-2Br) proved the universality of the MIPE
strategy.

On the basis of the obtained photophysical properties, the
radiative and nonradiative decay rate constants were calculated
following the standard methods (Table 1).°>** According to
Kasha's rule, an excited molecule usually deactivates to the
lowest excited singlet S;. Then S; undergoes three competing
decay processes: decay to the ground state S, via a nonradiative
process with a rate constant Kk = (1 — ®p — Pp)/1E; radiative
decay to the S, by emitting fluorescence with a rate constant
KE _ ®g/tg; conversion to the triplet state (usually is T, and then
fast decay to the lowest triplet state T,) via intersystem crossing
with a rate constant ki = Pp/7r. Ty can decay to S, via a radia-
tive process by emitting phosphorescence with a rate constant
kf = ®p/1p or a nonradiative process with a rate constant kb, = (1
— ®p)/1p.

Free rotation/vibration

€ s, f s,

%ﬁc %c
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Fig. 3 Mechanism of the macrocyclization strategy for phosphores-
cence enhancement. The single crystal structures of the monomers (a)
PM-Cl and (c) PM-Br and the macrocycles (b) PC-2Cl and (d) PC-2Br.
All chloride and bromide ions and hydrogen atoms are omitted for
clarity. (e) and (f) Simplified Jablonski diagram of monomers and
macrocycles. (g) The equation of tp and @p.
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The intersystem crossing rate constant is kjs. = (0.9-3.6) x
107 s ', which guaranteed the production of sufficient triplet
state population. The macrocycles stabilized triplet states and
lowered the decay rates of both radiative and nonradiative
processes. They jointly provided two indispensable conditions
for phosphorescence. The radiative decay rate constant of the
triplet state was reduced to k¥ = 11 s~ * for PC-2Cl, about 54-fold
lower than that of monomer PM-Cl (¥ = 597 s™'). Such
reduction was also found for PC-2Br (kf = 10 s~ ') and PC (k} =
3.0 s71). Moreover, the nonradiative decay rate constants of the
macrocycles (k. = 49 s~ ' for PC-2Cl kb, = 133 s~ for PC-2Br,
and k5, = 89 s for PC) were also much smaller than that of the
monomers (kb = 2.8 x 10° s~ for PM-Cl, kb = 5.9 x 10° s~ for
PM-Br, and k. = 468 s~ ' for PM). According to eqn (1) in
Fig. 3g, smaller (ki + kk,) should result in a longer lifetime.
These results confirmed that the macrocyclization slowed down
the decay of triplet states and favored long phosphorescence
lifetime. Moreover, the radiative decay rate constants (k;) of the
singlet state were also slightly slowed down after macro-
cyclization which was beneficial for the ISC and hence probably
promoted the phosphorescence enhancement. Eqn (2) indi-
cated that quantum efficiency of phosphorescence ®p was
dependent on ®;,. and k./kr. Therefore, the decreased k.,/
K} (from 4.7 of PM-Cl to 4.5 of PC-2Cl, 16 of PM-Br to 13 pf
PC-2Br, and 54 of PM to 30 of PC) means increased (k})/(kf +
kh). The improved ®p makes it impossible to confirm the
change (increase or decrease) of the ®;,. (Table 1).

Single-crystal X-ray diffraction analysis revealed atomic-level
structures for further understanding of such phosphorescence
enhancement (Tables S2-S7 and Fig. S33t). As shown in Fig. 3a
and b, the torsion angles between pyridinium and dimethox-
yphenyls in PM-Cl are 39° and 35°, respectively. Macrocycle
PC-2Cl, made up of two PM-Cl and two methylene linkers, has
larger torsion angles of 47°, 49°, 51° and 54°. For PC-2Br, the
torsion angles are 47° and 58°, larger than those of monomer
PM-Br (39° and 34°) (Fig. 3c and d). The increased torsion
angles were also found in PC (41° and 52°) and PM (42° and 65°)
(Fig. S191). Because of the definite orientation of methylene,
this more twisted structure is the result of structural adjustment
after macrocyclization. Rotation of dimethoxyphenyls was pro-
hibited and the vibration was also suppressed because of the
restriction of the macrocycle skeleton. As a result, the non-
radiative decay processes were greatly restrained and the

This journal is © The Royal Society of Chemistry 2023
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radiative decay process was promoted. According to the
Jablonski diagram and eqn (1) and (2) in Fig. 3e-g, phospho-
rescence lifetime tp = 1/(kf + k) and quantum yield &, =
Dy kb/(kE + khy), the promoted radiative process and decreased
(k¥ + kb)) boosted the prolonging of tp and improvement of @p
and hence phosphorescence enhancement was realized.
Furthermore, to thoroughly eliminate the influence of non-
covalent interactions (m---7v, C-H---7 interaction, hydrogen
bonding, etc.) in crystals, the photoluminescence spectra of
macrocycle PC-2Cl and monomer PM-Cl in aqueous solution
were measured. These noncovalent interactions in the solid
state would be completely destroyed by solvation in water and
hence reflect the conformation in a free state. Moreover, mac-
rocycle PC-2Cl possessed two monomers of PM-Cl and the
photoluminescent spectra of PC-2Cl in a 1 x 10"® mol L™*
solution should be the same as those of PM-Clin a 2 x 10°
mol L' solution if the nonconjugated methylene had no
influence on the luminescent units. However, a 4-fold
enhancement was observed and proved that the macro-
cyclization promoted the emission even in solution and the
restriction is ever present (Fig. S347).

To evaluate the intermolecular aggregation, concentration-
dependent UV-vis absorption spectra and photoluminescence
spectra in an aqueous solution were measured (Fig. S35t). Both
the macrocycle and monomer have identical normalized UV-vis
absorption spectra, indicating that there is no aggregation
which was also confirmed by the identical normalized photo-
luminescence spectra of PC-2Cl with the concentration
changed from 1 x 107 % to 5 x 107> mol L. We further eval-
uated their packing mode in the solid state. Monomers PM-Cl
and PM-Br mutually stacked with a typical -7 interaction of
3.56 A, hinted the H aggregates (Fig. S36 and $371). However,
macrocycles PC-2Cl and PC-2Br stacked to form the tubular
superstructures without m-m interactions (Fig. S38 and S397).
Therefore, there are no apparent aggregate modes.>**’

Experimental

All reagents and solvents were commercially available and used
without further purification, unless otherwise noted. "H NMR
and "*C NMR spectra were recorded using a Bruker Avance 500
MHz spectrometer. High-resolution mass spectra (HRMS) was
recorded on an SCIEX, X-500R QTOF instrument. Photo-
luminescence spectra and lifetime were obtained on an FLS900
and FLS1000. Fluorescence and phosphorescence quantum
efficiencies were measured on a HAMAMATSU C9920-02.
Melting points were obtained on an X-4 digital melting point
apparatus. Single crystal X-ray diffraction data were collected on
a Bruker Smart Apex 2 and Bruker D8 Venture. The electrostatic
potential maps of PC and PC-2Cl were obtained by using the
Gaussian 09 program with B3LYP-D3(B])/6-31G+(d,p) and
B3LYP-D3(BJ)/6-31G++(d,p) levels, respectively.

Conclusions

In conclusion, we present an effective phosphorescence
enhancement strategy of macrocyclization based on pyridine/

This journal is © The Royal Society of Chemistry 2023
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pyridinium macrocycles. A dimeric pyridine macrocycle was
synthesized in 65% yield by the condensation of the 3,5-bis(2,4-
dimethoxyphenyl)pyridine monomer and paraformaldehyde
under the catalysis of TfOH in DCE. Two pyridinium macro-
cycles with different counterions were prepared by the methyl-
ation of the pyridine macrocycle and subsequent ion exchange
in high yields. Significantly, all of them show enhanced phos-
phorescence compared with monomers. The phosphorescence
lifetime increased 59-fold and quantum efficiency showed a 3.7-
fold increase after macrocyclization. The mechanism study
revealed that the macrocyclic skeleton locked the luminescent
units by prohibited rotation and suppressed vibration and
therefore suppressed nonradiative decay. Furthermore, the
radiative process of the triplet state was also slowed down which
favored the improvement of lifetime. This result provided a new
strategy and typical examples for realizing organic room
temperature phosphorescence with high performance and may
promote the development of phosphorescence materials.
Considering the wuniversality of this phosphorescence
enhancement strategy, more macrocycle-based phosphorescent
materials with longer lifetime and higher efficiency will be
prepared in the near future.
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