
Hetero-bichromophore Dyad as a Highly Efficient Triplet Acceptor
for Polarity Tuned Triplet−Triplet Annihilation Upconversion
Ya Liu,†,‡ Kepeng Chen,§ Songqiu Yang,† Daoyuan Zheng,†,‡ Guanghua Ren,†,‡ Yang Yang,†

Jianzhang Zhao,§ Donghui Wei,∥ and Keli Han*,†,⊥

†State Key Laboratory of Molecular Reaction Dynamics, Dalian Institute of Chemical Physics, Chinese Academy of Sciences, 457
Zhongshan Road, Dalian 116023, People’s Republic of China
‡University of Chinese Academy of Sciences, Beijing 100049, People’s Republic of China
§State Key Laboratory of Fine Chemicals, School of Chemical Engineering, Dalian University of Technology, E-208 West Campus, 2
Ling Gong Road, Dalian 116024, People’s Republic of China
∥College of Chemistry and Molecular Engineering, Zhengzhou University, 100 Science Avenue, Zhengzhou 450000, People’s
Republic of China
⊥Institute of Molecular Sciences and Engineering, Shandong University, Qingdao 266000, People’s Republic of China

*S Supporting Information

ABSTRACT: Triplet−triplet annihilation upconversion (TTA UC) was intensively
investigated for developing efficient photosensitizers and emitters. But an emission
wavelength tunable TTA UC system with only one emitter was rarely reported. A novel
hetero-bichromophore dyad, HB−An, showing solvatochromic emission and high
fluorescence quantum yields in weakly polar solvents (such as n-hexane, dichloro-
methane (DCM), and so on) was used as triplet energy acceptor/emitter for polarity
tuned TTA UC. A high TTA UC quantum yield up to 25% was achieved and the UC
emission wavelengths can be fine-tuned from cyan to yellow by changing the media
polarity. This information will be useful for constructing efficient emitting-light-tunable
TTA UC system.

Photon upconversion by triplet−triplet annihilation with
advantages of low excitation power and high quantum

yields, has applications in organic light emitting diode,1,2

photo(electro)chemistry,3−5 solar cell devices,6−12 and bio-
logical imaging.13,14 The triplet−triplet annihilation upconver-
sion (TTA UC) system is a bimolecular system, consisting of a
sensitizer/triplet donor that can be optically or electrochemi-
cally pumped to its triplet state15−17 and then triplet−triplet
energy transfer (TTET) to a triplet acceptor/emitter under-
going TTA process that converts two lower-energy triplet
excitons to one higher-energy singlet photon. The absorption
and emission lights of the TTA UC system can be tuned by
selecting the energy donor and acceptor independently,18 but
an emission wavelength tunable TTA UC system with only
one emitter was rarely reported. To achieve this goal, the S1
state energy level of the emitter should be changeable by some
external stimulus, such as surrounding polarity; meanwhile, the
T1 state energy level remains unchanged.19 In this principle,
fluorescence chromophores with solvatochromic emissions are
candidates for applications of solvent polarity tuned TTA UC.
In recent years, a few bichromophore dyads based on
polycyclic aromatic hydrocarbons (PAHs), such as anthracene,
perylene, and their derivatives, were used as efficient triplet
acceptors for improvement of TTA UC efficiency.20−22 They

were constructed according to a principle that enlarging the
driving force (2·ET1−ES1) of the TTA process will improve the
TTA UC efficiency. Although this design principle needs to be
further verified, it was demonstrated that bichromophore dyads
with appropriate energy levels are efficient triplet energy
acceptors/annihilators. The hetero- or homo-bichromophore
dyads, covalently linked by a single band, have long been
reported about their fluorescence dependency on solvent
polarity.21,23−27 More importantly, the T1 state of multi-
chromophore compounds always localized on one chromo-
phore,28 which makes the T1 state energy level independent of
solvent polarity. However, just a few of them exhibit
solvatochromic emission.23,25 The relationship between
molecular structure and the excited state properties is
indistinct. Moreover, electron transfer between the two
chromophores frequently decreases the fluorescence intensity
even in weakly polar solvents,25 which is harmful to overall
upconversion efficiency. Therefore, it is meaningful to explore
new bichromophore emitters with appropriate energy levels
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and solvatochromic emissions for constructing efficient
emission wavelength tunable TTA UC system.
Herein, a novel hetero-bichromophore dyad, HB−An, linked

by a single bond, showing solvatochromic emission and high
fluorescence quantum yields in weakly polar solvents, was
constructed (Figure 1a). The S1 state energy levels of the HB−

An dyad are much lower than that of anthracene (3.31 eV),
meanwhile the T1 state energy level remains unchanged
compared to that of anthracene. When the HB−An dyad was
used as triplet acceptor/emitter for TTA UC, high TTA
upconversion quantum yield, up to 25%, was achieved and the
UC emission wavelengths can be fine-tuned by the media
polarity.
The HB moiety is a BF2-rigidified fluorophore, showing

large Stokes shift (∼77 nm) and full width at half-maximum
(fwhm, ca. 118 nm) (Figure S8). The absorption bands of the
HB−An dyad are a superposition of equivalent anthracene and
HB compound and show no solvent polarity dependency
(Figure S9). However, slight splitting of the primary
absorption band at 425 nm indicates minimal electron
coupling between the HB moiety and the anthracene unit at
the ground state (Figure 1b).25 This was supported by density
functional theory (DFT) geometry optimization of the HB−
An dyad, which showed that the dihedral angle between the
HB and anthracene moieties is 66° at the ground state. On the
contrary, the fluorescence emission is dramatically influenced
by solvent polarity. With increasing solvent polarity, a
pronounced bathochromic shift was observed (Figure 1c).
Large Stokes shift and fwhm were also observed for the HB−
An dyad.
Nanosecond transient absorption spectra (ns TAS) of the

HB−An dyad in solvents with different polarities were
performed to investigate the solvent effect of its triplet state.
The ns TAS features of the dyad in toluene, dichloromethane
(DCM), and acetonitrile (ACN) are similar and exhibit an

excited state absorption (ESA) signal peaked at 430 nm
corresponding to T1 state absorption (Figure S10). This is a
feature of anthracene chromophore TAS29 and is totally
different from the HB compound nanosecond transient
absorption signal (Figure S11), indicating that the T1 state is
populated and localized on the anthracene moiety ultimately.
With a localized electron distribution, the T1 state energy level
of the HB−An dyad is not sensitive to solvent polarity. The
long triplet state lifetime is also essential for TTA UC triplet
acceptor. The triplet state lifetime of the HB−An dyad is 358
μs in toluene and 219 μs in DCM (Figure S10d and S10e),
which is sufficiently long for diffusion controlled intermolec-
ular collision in TTET and TTA upconversion process.
The HB−An dyad was used as triplet acceptor/emitter for

constructing a solvent polarity tuned TTA UC system;
metalloporphyrin PtOEP (platinum octaethylporphyrin), the
traditionally used triplet state energy donor for anthracene
derivatives with a Q-band absorption peaked at 535 nm and a
triplet energy level of 1.91 eV was used as photosensitizer.30−32

The TTA UC system was excited by a 532 nm continuum light
with a power of 74 mW/cm2, and the emission spectra in four
solvents are given in Figure 2a. When the acceptor, the HB−

An dyad, was added, the red phosphorescence of PtOEP
disappeared, but instead intense upconverted fluorescence
emission of the HB−An dyad was observed. The most intense
emission was observed in n-hexane with a high upconverison
quantum yield of 25% at this condition. The upconverted
emissions are red-shifted with increasing solvent polarity and
the emission intensities decreased simultaneously, which is
correlative with the fluorescence quantum yields of the HB−
An dyad in these solvents (Table S2). It should be mentioned
that part of the UC emission band of the TTA UC system in

Figure 1. (a) Molecular structures of the HB−An dyad and the
reference compound HB. (b) UV−vis absorption spectra in
dichloromethane, c = 1.0 × 10−5 M, 20 °C. (c) Normalized
fluorescence spectra of HB−An in different solvents. λex = 375 nm.
The absorbance of all samples at 375 nm is 0.03, 20 °C.

Figure 2. (a) Upconversion emission of the HB−An dyad in
deaerated solvents. PtOEP was used as the sensitizer. Inset:
photographs of PtOEP alone, HB−An alone, and the upconversion
of the HB−An dyad in deaerated toluene. λex = 532 nm (74 mW/
cm2). (b) Time-resolved emission spectra (TRES) of the TTA
upconversion system in deaerated toluene (532 nm, 6.0 mJ/pulse).
c(PtOEP) = 5.0 × 10−6 M, c(HB−An) = 6.0 × 10−5 M, 20 °C.

The Journal of Physical Chemistry Letters Letter

DOI: 10.1021/acs.jpclett.9b01454
J. Phys. Chem. Lett. 2019, 10, 4368−4373

4369

http://pubs.acs.org/doi/suppl/10.1021/acs.jpclett.9b01454/suppl_file/jz9b01454_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acs.jpclett.9b01454/suppl_file/jz9b01454_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acs.jpclett.9b01454/suppl_file/jz9b01454_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acs.jpclett.9b01454/suppl_file/jz9b01454_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acs.jpclett.9b01454/suppl_file/jz9b01454_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/acs.jpclett.9b01454/suppl_file/jz9b01454_si_001.pdf
http://dx.doi.org/10.1021/acs.jpclett.9b01454


tetrahydrofuran (THF) and DCM are down-converted when
excited by 532 nm light. This is the restriction of the excitation
light source available for the lab, but not a limitation of the
TTA UC system. More importantly, the UC emission bands in
THF and DCM were adopted to illustrate the tendency of
emission wavelength change with increasing solvent polarity.
The UC emission intensity, that is, the Φuc, dependends on the
HB−An concentration. When the concentration of the the
HB−An dyad increased to 6 × 10−5 M, the Φuc reached the
highest in respective solvents. The Φuc will no longer improve
and will even decrease when the HB-An concentration
continuously increases (Figure S12). The phenomenon of
“increase−decrease” (first increase and then decrease) of Φuc
along with increasing acceptor concentration has been
reported before.33,34 The dependence of UC emission intensity
on excitation power was also investigated and an excitation
power of 74 mW/cm2 above the threshold power Ith was
adopted for an efficient TTA process (Figure S13).35

The quenching of phosphorescence of PtOEP and the rise of
a long lifetime emission of the HB−An dyad upon 532 nm
excitation was also observed in the time-resolved emission
spectra (TRES) of the TTA UC system in deaerated toluene
(Figure 2b), which demonstrated that TTET between PtOEP
and the HB−An dyad happened and the upconverted emission
of the TTA UC system is delayed fluorescence, which has a
lifetime of 77.3 μs in toluene (Figure S14). In order to
investigate the TTET process efficiency between PtOEP and
the HB−An dyad, Stern−Volmer quenching curves of PtOEP
triplet state lifetimes vs concentrations of the HB−An dyad
were plotted in n-hexane and toluene whose viscosities are very
different (Figure S15). The quenching results demonstrated
that the TTET quantum yields were both over 90% under the
experimental conditions, with a bimolecular quenching
constant of 1.1 × 1010 s−1 in n-hexane and 5.3 × 109 s−1 in
toluene (Table S2).
The mechanism of solvatochromic emission of the HB−An

dyad is important for developing a new family of TTA UC
emitters. The property of the excited state responsible for the
emission is not the same for all solvents. In weakly polar
solvents (such as n-hexane, toluene, THF and DCM), a
moderate to strong fluorescence with ΦF ≥ 0.6 and single-
exponential fluorescence decay (6.3 ns in n-hexane and 8.2 ns
in DCM) was observed (Figure S16a and Table S1), which
indicated that the lowest excited state is a solvent relaxed S1
(R_S1) state, whose dipolar moment is larger than the ground
state.19 In highly polar solvents, such as acetonitrile and
DMSO, the fluorescence was almost completely quenched
(Figure S9). Two emission bands peaked at 475 and 562 nm
were observed. Both of the emission bands exhibit a double-
exponential fluorescence decay: a short-lived component (2.2
ns) is dominant at 566 nm, and a long-lived component (6.9
ns) is dominant at 475 nm (Figure S16b and Table S1). These
results indicated that full charge separation may be formed in
highly polar solvents, where the emission band peaked at 562
nm represents the charge transfer (CT) state and the emission
band peaked at 475 nm represents a local excited (LE) state
possessing different geometry from the CT state. Generally, the
LE state is an electron localized state upon excitation and is
not sensitive to the solvent effect, but the CT state is opposite.
There will be a charge shift in the CT state resulting in a large
dipolar moment that interacts with polar solvent molecules to
reduce the energy of the excited state.19

What is the reason for the large dipolar moment of the
relaxed S1 state and CT state upon excitation of the HB−An
dyad? We suspected that there is a twisting between the HB
and anthracene units since the steric hindrance is small, which
is analogous to twisted internal charge transfer (TICT).36

Luminescence spectra of the HB−An dyad in DCM and ACN
at 77 K were performed (Figure S17). Both of the spectra at 77
K showed a strong emission peaked at 475 nm, which is
coincident with the LE state emission of the HB−An dyad in
ACN at room temperature. This result demonstrated that there
is a molecular geometry change or twisting at the relaxed S1
state and the CT state compared to the ground state structure,
and the 475 nm emission band in ACN is attributed to LE
state without molecular geometry change upon excitation. The
DFT/time-dependent (TD)-DFT calculation results showed
more. The optimized ground state and excited state geometries
showed that the dihedral angle between the HB and the
anthracene units twisted from ∼66° at the ground state to
∼59° at the S1 state, which could lead to an increase in
electron coupling at the excited state (Table S3). When
considering the molecular orbitals and configurations involved
in the excited states, the S1 state is dominated by a HOMO →
LUMO transition with electron transfer from the anthracene
unit to the HB moiety, the S2 state is dominated by a HOMO
→ LUMO+1 transition in which electron is localized at the
anthracene unit (Figure S20). In n-hexane and DCM, the
relaxed S1 state can be described as hybridization of the
optimized S1 state and S2 state; that is, the relaxed S1 state
contains charge separation (CS) and LE components
simultaneously.37 Some researchers named it the “hybridized
local and charge transfer” (HLCT) state.38 In ACN, the CT
state is the S1 state, and the LE state possessing a ground state
geometry can be described by S0 → S1 vertical excitation with
an energy level of 2.58 eV, which is in accord with the steady
state fluorescence spectra. All of these results demonstrated
that the increased electron coupling and geometry relaxation of
HB−An lead to a considerable increase in excited state
polarization and bathochromic emission from the LE state,
which is responsible for the solvatochromism of the
fluorescence emission of the HB−An dyad.

UC ISC TTET TTA FΦ = Φ × Φ × Φ × Φ (1)

The overall TTA UC efficiency can be evaluated by eq 1.
The nonradiative decay of the relaxed S1 state of the HB−An
dyad in weakly polar solvents competes with fluorescence and
then restricts the overall Φuc. But, ns TAS of HB−An showed
that T1 state was formed upon photoexcitation. Formation of
the T1 state via intersystem crossing (ISC) from the S1 state
can feed back to the TTA process, which will break the
restriction of ΦF. The optical density (OD) values of the ESA
signal in ns TAS directly related to the triplet quantum yield of
the HB−An dyad are largest in DCM (Figure S10), which is in
agreement with the results obtained from singlet oxygen
quantum yield (ΦΔ) measurement (Table S1). That is, in
weakly polar solvents, the fluorescence quantum yields
decrease; meanwhile, the triplet state quantum yields increase
with increasing solvent polarity. These results indicated that
the nonradiative deactivation path of the relaxed S1 state is ISC
to the T1 state.
This was demonstrated by fs TAS in toluene (Figure 3).

With a formation time of 1.5 ns, the EAS signal peaked at ca.
455 nm shifted to ca. 430 nm, corresponding to absorption of
the triplet excited state. Therefore, the ISC process was
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visualized by this peak shift, and the EAS signals peaked at 455
and 700 nm are assigned to the relaxed S1 state absorption of
the HB−An dyad with a formation rate of 2.0 × 1011 s−1. The
negative band peaked at 510 nm corresponds to the stimulated
emission (SE) signal of the HB−An dyad. Similar results were
observed in DCM (Figure S18). The formation rate of the
relaxed S1 state is 3.5 × 1011 s−1. The following ESA signal blue
shift to ca. 430 nm representing triplet state formation was also
observed, with an ISC rate of 5.9 × 108 s−1 in DCM. The
mechanism of the ISC process of the HB−An dyad in weakly
polar solvents is indistinct. ISC from the CT state to the T1
state was also observed for the HB−An dyad in ACN, whose
mechanism is attributed to spin−orbital charge transfer
induced ISC (SOCT-ISC) which was extensively accepted
for donor−acceptor complexes.26 But most of them non-
radiatively decay to the ground state by charge recombination.
Overall, a simplified Jablonski diagram is proposed to
summarize the obtained results (Figure 4).

In conclusion, we have constructed a hetero-bichromophore
dyad, HB−An, showing solvatochromic emission. The HB−An
dyad was used as an emitter/triplet acceptor for application of
solvent polarity tuned TTA UC with PtOEP as phtosensitizer.
With excitation by 532 nm light with a power density of 74
mW/cm2, high TTA upconversion quantum yields up to 25%
were achieved. Moreover, the upconversion emission wave-
length of the TTA UC system can be fine-tuned from cyan to
yellow by changing the polarity of the solvents. Steady state,
time-resolved spectra and DFT/TD-DFT calculations showed
that geometry relaxation and increased electron coupling of the
HB−An dyad at the excited state are responsible for the
solvatochromic emission of the HB−An dyad. This informa-
tion will be useful for developing a new family of TTA UC

emitters to construct efficient emitting-light-tunable TTA UC
system. Furthermore, the HB−An dyad displays strong green
light emission in the aggregated state (Figure S19), which can
serve as an attractive emitting light material. The polarity
changing strategy may perhaps also be applied to the polymer
matrix for potential applications in the photoelectric field.

■ EXPERIMENTAL METHODS
General Information. All the chemicals and solvents used in
synthesis are analytically pure and were used as received.
Steady state UV−vis absorption spectra were registered on a
PerkinElmer Lambda35 spectrophotometer. Steady state
photoluminescence spectra were measured on a Horiba Jobin
Yvon FluoroMax-4 spectrofluorometer. The time-resolved
fluorescence decays were recorded on a HORIBA Jobin
Yvon TCSPC lifetime system, and the data analysis was
conducted via commercial software provided by Horiba
Instruments.
Ultrafast Transient Absorption Spectroscopy. Nanosecond

transient absorption spectra were recorded on a homemade
pump−probe setup with an apparatus response time of 20 ns.
All the samples were thoroughly degassed via nitrogen
bubbling for 15 min. Femtosecond transient absorption
measurements were recorded on a homemade pump−probe
laser system based on a regenerative amplified Ti:sapphire laser
oscillator system from Coherent (800 nm, 35 fs, and 1 kHz
repetition rate). Excitation pulses at 370 nm is obtained by
pumping a TOPAS optical parametric amplifier (OPA) by a
portion of the fundamental 800 nm. The polarization of the
pump pulse was set to the magic angle (54.7°) relative to the
probe pulse. A broad-band white light continuum generated by
a CaF2 window (380−730 nm) was used as the probe beam.
The delay between the pump and probe pulses was controlled
by a motorized delay stage. Transient spectra were acquired in
a time interval spanning up to 8 ns. Measurements were carried
out in a quartz cell (1 mm thick) at room temperature.
Hazards. No unexpected or unusually high safety hazards

were encountered in the course of this work.
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