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aromatic acceptor and aggregation induced
emission behavior†
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The unique synergy of properties offered by an efficient and processable near-infrared thermally

activated delayed fluorescent (NIR TADF) dye could be transformative across research fields. Here, a

solution-processable NIR TADF material is demonstrated (CAT-TPE). Good solubility is achieved through

the use of a new tetraphenylethylene (TPE)-based triphenylamine electron donor. TADF is confirmed

through variable temperature time-resolved measurements at a peak photoluminescence (PL)

wavelength of 842 nm in a solution-processed film. An OLED with good roll-off characteristics for a

solution-processed NIR TADF device is reported with electroluminescence lmax 4 700 nm. CAT-TPE

also demonstrates classic aggregation induced emission (AIE) behavior, being more emissive when

aggregated than in solution with all PL 4 700 nm. This work opens the door to the considerably

enhanced structural diversity of solution-processable NIR TADF and will inform the design of future high

efficiency AIE NIR TADF materials.

Introduction

The near-infrared (NIR) region of the electromagnetic spectrum
is broadly important across optoelectronic and biological
applications.1 NIR luminophores exhibiting thermally activated
delayed fluorescence (TADF) are a particularly appealing class
of material because they have the potential for a unique synergy
of properties such as zero loss to triplet states, multicomponent
luminescence lifetimes, and responsivity to external stimuli e.g.
temperature, polarity and local oxygen content.2–5

A practical NIR TADF material must combine desirable
electronic, optical and physical properties, particularly a low
band-gap, small singlet–triplet exchange energy (DEST), low
non-radiative loss6–9 and good processability. By far the most
common and well established strategy for the design of TADF
dyes has been the connection of polycyclic aromatic electron

donors (D) and acceptors (A) via twisted linkages.10–12 For
example, toward efficient NIR TADF,13,14 specialized rigid
(low non-radiative loss) electron acceptors have been developed
that present both a low local triplet energy (small DEST) and a
high electron affinity (narrow band-gap).15–23 Such properties
are usually achieved through adopting an extended fused p
system with numerous electron withdrawing moieties e.g.
nitriles, pyrazines and pyridines – structural components that
are unfortunately also known to heavily restrict materials
solubility.24–26 For example, while offering NIR emission, our
previously reported TADF material CAT-1 suffers from poor
solubility in organic solvents which precludes solution
processing.27 The processing of all champion fused aromatic
NIR TADF dyes reported to-date is similarly restricted to
thermal evaporation, to the best of our knowledge.15–23,28 In
fact, the availability of solution-processable NIR TADF materi-
als is solely restricted to the boron curcuminoids introduced by
Adachi et al.29–31 Greater structural diversity in solution-
processable materials is required if large area processing is to
become a reality for NIR TADF.

Aggregation induced emission (AIE) is a phenomenon of
great relevance to NIR TADF. Firstly, AIE offers an opportunity
to take advantage of intermolecular rigidification to restrict
molecular vibrations and add an extra dimension to reduce
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non-radiative decay in NIR materials.20,29,32–38 Secondly, NIR
AIE is promising in biological applications39,40 which could
benefit from the stimuli responsive behavior of TADF dyes.

In this work we devise a tetraphenylethylene (TPE)-fused
triphenylamine (TPA) electron donor. The new donor can
simultaneously endow good solubility and AIE behavior, culmi-
nating in the development of an AIE luminophore (CAT-TPE)
which represents the first solution-processable NIR TADF
material with a fused polycyclic aromatic electron acceptor
(Fig. 1). CAT-TPE demonstrates the lowest energy TADF yet
confirmed by variable temperature time resolved measure-
ments. Additionally, solution-processed OLEDs are reported
with lmax beyond 700 nm.

Results and discussion

The novel TPE donor 4 was first synthesized according to a
conventional route (Scheme 1). The TPE motif was selected
because as well as being sufficiently bulky to suppress p–p
stacking and enhance solubility, TPE-based luminophores
often exhibit intense PL in the solid state.41 We started from
the brominated TPA 1, which was subjected to Friedel–Crafts
acylation to afford 2. This route allows the use of an excess of
benzoyl chloride to drive double acylation without the risk of
triple acylation that would be encountered when starting with
unsubstituted TPA.42 Treatment with the diphenylmethane
anion followed by dehydration with para-toluenesulfonic acid
afforded the brominated donor 3, which was converted to 4 via
Miyaura borylation. As the TPE groups are incorporated into
the TPA moiety rather than pendant, and both bromo (3) and
boronic ester (4) functionalities are accessible, this new donor
has great potential for generality in any donor–acceptor mate-
rial. CAT-TPE was next prepared by sequential Suzuki coupling
and condensation reactions. CAT-TPE is sufficiently soluble in
common chlorinated and aromatic solvents (e.g. dichloro-
methane, chloroform, toluene and chlorobenzene) to be
solution-processed. CAT-TPE demonstrates high decomposi-
tion (Td = 514 1C) and glass transition (Tg = 173 1C) tempera-
tures (Fig. S12, ESI†).

The absorption spectrum for CAT-TPE in dilute toluene
solution is presented in Fig. 2 alongside that of CAT-1 to
illustrate the intrinsic effect of the TPE donor modification in
the absence of aggregation. When the absorption spectra are
normalized to the CT absorption band, the high energy transi-
tions o 400 nm are clearly more intense for CAT-TPE than for
CAT-1. This is rationally assigned to increased local p–p*
transitions on the TPE donor, which possesses a larger number
of phenyl groups than TPA. The CT absorption band for
CAT-TPE (lmax = 605 nm) is bathochromically shifted compared
to that of CAT-1 (lmax = 560 nm). This is ascribed to the
increased donor strength of our TPE donor compared to TPA,
which is observed by cyclic voltammetry (Fig. 3 and Table 1)
(CAT-TPE HOMO = �5.51 eV, CAT-1 HOMO = �5.64 eV). As well
as an electrochemically reversible reduction, we note that a
reversible oxidation process is also observed for CAT-TPE, in
contrast to CAT-1. The improved electrochemical stability of
CAT-TPE is attributed to the bulky TPE groups, which prevent
the dimerization of radical cations typically associated with TPA
electron donors.43

The photoluminescence (PL) spectra and data recorded for
drop-cast pristine and doped films of CAT-TPE are presented in
Fig. 2 and Table 2, respectively. Only trace PL is detected for
CAT-TPE in toluene solution, which is expected as TPE groups
are well established to quench solution PL through intra-
molecular motion.41 However, significant intramolecular
charge-transfer (ICT) PL is observed when CAT-TPE is doped
into a rigid TPBi matrix. Doped into TPBi at 5 wt%, CAT-TPE
displays PL at lmax = 752 nm with a photoluminescence
quantum yield (PLQY, FPL) of 11.3 � 0.5% in the absence of
oxygen. The PL is substantially quenched under air (FPL = 7.4 �
0.3%) (Fig. S2, ESI†). Delayed fluorescence with a lifetime (t) of
16 ms also contributes to 6.6% of the integrated PL intensity
(Fig. 2c). Variable temperature PL measurements indicate that

Fig. 1 Structure of CAT-TPE.

Scheme 1 Synthesis of CAT-TPE.
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the delayed component is thermally activated with an activation
energy of 30 � 5 meV (Fig. S4, ESI†), confirming the TADF
behavior of CAT-TPE. TD-DFT predicts a DEST of 80 meV for
CAT-TPE (Fig. S11 and Table S3, ESI†).

Increasing the concentration of CAT-TPE in TPBi red-shifts
the PL lmax, which we attribute to the combined effects of
solvatochromism and aggregation. Hence, for CAT-TPE the TPE
groups do not seem to completely suppress intermolecular
interactions in the solid state. At 40 wt% in TPBi PL is recorded

with PL lmax = 842 nm. This is accompanied by a decrease in
FPL to 0.64 � 0.03%. Despite such a significant depression in
FPL, we note that when doped into TPBi at 40 wt%, CAT-TPE
emits with a PL lmax 60 nm redder than a neat film of the
solution-processable boron curcuminoid reported by Adachi
et al.30 Furthermore, TADF behavior of the 40 wt% film is also
confirmed; the PL has a lifetime of 4 ms (8.4% integrated
contribution) and an activation energy of 19 � 12 meV
(Fig. S4, ESI†). Therefore, to the best of our knowledge, as well
as clearly being the reddest solution processable TADF mate-
rial, CAT-TPE displays the longest wavelength TADF yet con-
firmed by variable temperature PL measurements for any
luminophore, solution-processed or evaporated. The PL of a
pristine drop-cast film is impressively further red shifted close
to 1 mm (PL lmax = 961 nm), although the low PLQY complicates
unambiguous confirmation of TADF under these sample pre-
paration conditions.

Fig. 2 (a) Absorption spectra of CAT-1 and CAT-TPE in toluene solution;
(b) photoluminescence spectra of CAT-TPE films (lexc = 405 nm);
(c) integrated photoluminescence kinetics of CAT-TPE films under
vacuum (lexc = 400 nm, 10�5 mbar).

Fig. 3 Cyclic voltammogram recorded for CAT-TPE with 0.1 M
n-Bu4NPF6 in THF as the supporting electrolyte (scan rate = 100 mV s�1).

Table 1 Electrochemical data

Eox/V Ered/V
HOMO/eVa LUMO/eVa Eg

b/eVEpa/Epc[E1/2] Epa/Epc[E1/2]

0.47/0.35 [0.41] �1.10/�1.22 �5.51 �3.94 1.57
[�1.16]

a HOMO and LUMO levels calculated from CV potentials using the
HOMO of ferrocene (�5.10 eV) as the standard, HOMO = �5.10 +
(�E1/2

ox) and LUMO = �5.10 + (�E1/2
red). b Electrochemical HOMO–

LUMO gap.

Table 2 Photophysical data

Sample preparation lmax PL/nm PLQYa/%

5 wt% in TPBi 752 11.3 � 0.5
10 wt% in TPBi 784 2.7 � 0.1
40 wt% in TPBi 842 0.64 � 0.03
Pristine drop-cast 961 o0.64

a Absolute PLQY measured using an integrating sphere.
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We also prepared films of CAT-1, for which the TPE groups
are absent, doped into TPBi by thermal evaporation (Table S1,
ESI†). While a direct quantitative comparison of drop-cast and
evaporated samples is tentative due to factors such as

differences in film thickness and homogeneity, the PLQYs of
CAT-TPE films are not significantly depressed compared to
those of CAT-1 at similar PL lmax. In fact, a drop-cast doped
film of CAT-TPE (5% in TPBi) with PL lmax = 752 nm exhibits
FPL = 11.3 � 0.5%, which is higher than for a CAT-1 film with a
similar PL lmax (10% in TPBi, PL lmax = 756 nm, FPL = 4.8 �
0.1%). Such a relationship may be related to the narrower
intrinsic bandgap of CAT-TPE, which allows ca. 750 nm PL at
a lower doping concentration that suppresses aggregation-
induced quenching (AIQ). Nevertheless, it may appear that
the TPE groups of CAT-TPE do not have an adverse effect on
the quantum efficiency in doped films.

The AIE behavior of CAT-TPE was studied in 10�4 M THF/
water mixtures and the data are shown in Fig. 4. In THF, weak
low energy broad PL is observed centered at 727 nm, assigned
to CT fluorescence. Upon increasing the water fraction, the CT
band red-shifts due to increased solvent polarity and aggrega-
tion (Fig. 4a and b). The intensity of the CT band initially drops,
before increasing in intensity to a value greater than that of the
THF solution, with maximum CT intensity recorded at 70 vol%
water. We ascribe this trend to solvent polarity quenching at
lower water fractions, which gives way to AIE behavior as the
solubility of CAT-TPE decreases at higher water fractions
(Fig. 4a). This behavior has been commonly reported for ICT
AIE emitters.44–47 To the best of our knowledge CAT-TPE is the
first example of an all NIR TADF emitter (all CT PL 4 700
nm),48 which is more emissive when aggregated than in
solution. This could be promising for biological applications,
where the NIR and AIE are both important areas of
research.39,40

CAT-TPE was next evaluated in solution-processed NIR
OLEDs. The data for the reddest device (15 wt% CAT-TPE in
TPBi) are shown in Fig. 5 and additional data are included in
Fig. S6–S9 and Table S2 (ESI†). The 15 wt% device exhibits no
host emission and has EL lmax = 720 nm, exhibiting a max-
imum EQE of 0.8%. Considering that CAT-TPE exhibits TADF
and has a PLQY at 10 wt% in TPBi of 2.7 � 0.1% (Table 2), the
max EQE of the 15 wt% device is likely PLQY-limited, presum-
ing good charge balance (B1) and isotropic out-coupling
(B0.3). The roll-off performance of the device is also

Fig. 4 (a) Intensity normalized PL spectra recorded for CAT-TPE mixtures
at different vol% water (lexc = 400 nm); (b) plot of charge-transfer type
photoluminescence intensity vs. vol% water in THF for 100 mM CAT-TPE
mixtures.

Fig. 5 Electroluminescence characteristics for the 15 wt% CAT-TPE device: (a) EL spectrum; (b) plot of EQE vs. current density with device structure
schematic as inset; (c) plots of current density and radiance vs. voltage.
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reasonable, dropping to 0.4% EQE at a current density of
50 mA cm�2. For comparison, while a curcuminoid device
emitting at an identical EL lmax exhibits a maximum EQE of
9.7%, the roll-off is much more severe, with the EQE decreasing
by a factor 4 6 to B1.5% at 50 mA cm�2.30 We note that the EL
of the devices is significantly blue-shifted compared to what
would be expected based on PL data. We expect that this can be
explained by the variation in preparation technique necessary
for PL films versus EL OLEDs (e.g. solution concentration and
temperature, substrate surface and temperature, annealing
time). The AIE data reveal the extreme sensitivity of CAT-TPE
to aggregation-dependent shifting the CT band and it is there-
fore likely that the solid-state emission is similarly extremely
sensitive to the preparation parameters.

Conclusions

Luminophores with fused extended polycyclic electron accep-
tors constitute the most promising and proven design strategy
for efficient NIR TADF. In this work, for the first time, we have
extended solution-processability to this class of materials
through CAT-TPE. TADF was confirmed through variable tem-
perature time resolved measurements at an unprecedented
wavelength of 842 nm in a doped film, and an OLED with good
roll-off characteristics for solution-processed NIR TADF device
was fabricated with EL lmax 4 700 nm.

The solution-processability of CAT-TPE was achieved
through incorporating tetraphenylethylene (TPE) into the tri-
phenylamine (TPA) donor skeleton. As TPA is the archetypal
strong electron donor, ubiquitous in NIR luminophores, our
new strategy opens the door to the considerably enhanced
structural diversity of solution-processable NIR TADF.

Although CAT-TPE retains the common concentration
quenching behavior of typical NIR TADF materials, the TPE
groups do endow CAT-TPE with classic AIE behavior, being
more emissive when aggregated than in solution. To the best of
our knowledge this is the first report of this property in a NIR
TADF material with all CT PL 4 700 nm. As well as the promise
for biological applications,41 by pushing AIE TADF truly into
the NIR, CAT-TPE validates the potential of AIE for reducing
non-radiative decay in low bandgap TADF materials.
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