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persistent spectral, thermodynamic, and operational instability.
Although significant progress has been made using red-emitting
quasi-2D perovskites, quantum dots, and mixed-halide perovskites,
their performance under operational conditions often remains
limited. Here, we address these challenges by embedding mixed-
halide perovskite nanocrystals (PeNCs) into a polymer matrix to
create a donor—acceptor architecture. This hybrid system stabilizes
the nanocrystals and enables efficient energy transfer via Forster
resonance energy transfer (FRET). We observe enhanced acceptor
photoluminescence and reduced donor lifetimes, confirming the
effective FRET-mediated energy transfer arising from optimal
spectral overlap. With a FRET rate of 0.18 ps~ and a FRET
efficiency of 88.9%, our approach provides spectrally stable,
enhanced pure-red emission. Moreover, it demonstrates a pathway
for designing customized energy cascades, paving the way for
next-generation optoelectronic devices with improved stability
and performance.

Metal halide perovskites have emerged as one of the most
promising semiconducting materials in the field of opto-
electronics, especially for light-emitting diodes (LEDs), owing
to their outstanding properties, such as high photo-
luminescence quantum yield (PLQY), exceptional color purity
with narrow full-width-at-half-maximum (FWHM), wide color
gamut, low manufacturing costs, and the ability to tune their
emission  spectrum.’  Efficient  pure-red  emission
(620-650 nm)* is critical for high-definition display appli-
cations and is a fundamental requirement for compliance with
the Rec. 2020 standard, which defines the color gamut for
advanced display technologies.’

Several strategies have been explored to achieve efficient red
emission using metal halide perovskites. One extensively
studied approach involves exploiting the quantum confine-
ment effect®® by minimizing the size of perovskite nanocrys-
tals close to their Bohr radius.® However, this involves severely
downsizing the PeNCs” leading to significant thermodynamic
instability,® and compromises both optical and electrical per-
formance.’® Alternatively, pure iodide-based quasi-2D perovs-
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kites with self-assembled multiple quantum wells (different
n-phases) have demonstrated potential for pure red
emission.'®** However, the spontaneous formation of various
n-phases in quasi-2D perovskite films can result in undesirable
phase distribution,™ affecting spectral purity.'* Mixed-halide
(bromide-iodide) PeNCs provide a relatively straightforward
route for spectral tuning toward red emission,'®> but issues
such as halide segregation and long-term instability
persist."®'” Given these challenges, it is important to develop
alternative pathways to obtain efficient red emission required
for the development of high-performance displays.

Incorporating PeNCs into polymer matrices presents a
promising strategy to enhance perovskite emission properties.
Specifically, FRET can be leveraged within polymer-PeNC com-
posites to boost photoluminescence (PL) efficiency and achieve
enhanced red emission. While polymer—perovskite composites
have been extensively studied,'®° the potential of FRET-
driven red luminescence enhancement in such systems
remains unexplored. Addressing this gap could provide new
insights into enhancing emission, simplifying fabrication pro-
cesses, and advancing the development of high-performance
red-emitting perovskite LEDs (PeLEDs).

Exploiting energy or charge transfer mechanisms in electro-
nically active polymer blends has been a prevalent strategy to
enhance the performance of organic light-emitting diodes
(OLEDs).**"* various polymer-polymer, polymer-small mole-
cule, and polymer-inorganic complex blends have been
employed to achieve efficient energy transfer through the
FRET mechanism.”* In this process, a photoexcited high-
energy gap host material (donor) interacts with a neighbouring
ground-state low-energy gap guest material (acceptor) by trans-
ferring excitation energy.*>>® Effective FRET in blended
systems requires significant spectral overlap between the host
emission and guest absorption spectra,®®?' along with
uniform dispersion of both materials.*® This energy transfer
process prevents self-absorption losses and reduces concen-
tration quenching of generated excitons, thereby improving
overall emission efficiency.’*™*?

In this work, we demonstrate a polymer-PeNC blend system
that enables highly efficient FRET, resulting in enhanced pure-
red emission. By employing methylammonium-based lead
mixed-halide PeNCs (MAPbI,Br) as the emissive guest material
within a polymer matrix, we achieve significant photo-
luminescence enhancement using a relatively simple and scal-
able approach. The PeNCs are incorporated into the hole-trans-
porting materials, poly (9,9-dioctylfluorene-co-N-(4-butylphe-
nyl)diphenylamine) (TFB) and 4,4-bis (N-carbazolyl)-1,1'-
biphenyl (CBP), which together serve as the host in the perovs-
kite-polymer blend system. The ternary blend of PeNCs, TFB,
and CBP facilitate both cascade energy and charge transfer. All
three components exhibit good miscibility, and the significant
spectral overlap between the emission spectrum of the donor
(TFB) and the absorption spectrum of the acceptor (PeNCs)
enables efficient nonradiative energy transfer from TFB to
PeNCs when excited at the absorption peak wavelength of TFB.
To the best of our knowledge, this is the first demonstration of
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using a polymer-PeNCs composite for obtaining enhanced red
emission via FRET. Our findings through this study highlight
the potential of FRET-driven emission enhancement in perovs-
kite-polymer composites, offering a viable pathway toward the
development of high-performance red-emitting PeLEDs.

The molecular structures of TFB** and CBP** are shown in
Fig. 1(a and b), and the flat-band energy levels of MAPbI,Br
PeNCs, CBP,** and TFB*® are depicted in Fig. 1c. The UV-Vis
spectrum of PeNCs and PL spectrum of TFB in the solid films
are shown in Fig. 1d. There is a significant overlap between
the emission spectrum of the TFB and the absorption spec-
trum of the PeNCs in the region from 421 nm to 478 nm. This
is an essential prerequisite for realizing a donor-acceptor
energy-transfer system. According to this spectral alignment,
the TFB appears suitable as a donor, while the PeNCs can
accept energy from the donor system.

The UV-Vis spectrum of the ternary blend of CBP, TFB, and
PeNCs was obtained, illustrating that it bears a strong resem-
blance to the combined spectral features of its individual com-
ponents, albeit with slight deviations from an ideal linear
superposition (Fig. 1e). The retention of distinct spectral fea-
tures implies that the mixing process does not significantly
perturb their individual identities. The monodispersity of the
PeNCs is indicated by transmission electron microscope (TEM)
image in Fig. 2b. A homogeneous polymer-PeNCs blend
without any phase separation is crucial for enhanced energy-
transfer and long-term stability of the film, atomic force micro-
scope (AFM) image of the CBP-TFB-PeNCs blend film sup-
ports the formation of homogeneous surface morphology with
no visible phase separation (Fig. 2c).

To investigate possible energy-transfer processes between
TFB and PeNCs, we prepared a 1:1 volume ratio mixture of
CBP and TFB solutions and added a PeNC dispersion to this
solution in fixed volume ratios. Thus, we obtained the follow-
ing ratios (CBP + TFB):PeNCs-1:3, 1:5, and 1:8. Solid-state
films were prepared by spin-coating these mixtures onto glass
substrates, and the PL emission spectra of the films were
acquired (Fig. 2a). The films of all blends were optically excited
at 400 nm to create a population of excited TFB molecules. In
this wavelength region, direct absorption by CBP or PeNCs is
negligible. The resulting PL emission spectrum is stable and is
a blend of direct luminescence from the excited TFB and
luminescence from the PeNCs. In addition, the PL emission of
the donor decreased, whereas that of the acceptor increased
for all the blends. This corresponds to energy transfer in these
blends as donor-emitted photons are reabsorbed by the accep-
tor through the Forster mechanism.*®

To further confirm the energy-transfer processes, we
employed a femtosecond transient absorption spectroscopy
(fs-TAS) setup to investigate the lifetimes of the donor in the
pristine and blended films, and to investigate the time scales
at which these energy-transfer processes occur from donor to
acceptor in the solid-state heterostructures. TA spectroscopy is
a powerful technique for investigating excited-state dynamics.
The samples were excited using a pump beam with a wave-
length of 400 nm, and a white light continuum (450-780 nm)

This journal is © The Royal Society of Chemistry 2025
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Fig. 1 (a) Molecular structure of TFB,>*(b) Molecular structure of CBP,** (c) Flat-band energy levels of MAPbI,Br PeNCs, CBP,*® and TFB,*® (d)
Spectral overlap between absorption spectrum of PeNCs (red line) and PL spectrum of TFB (blue line), and (e) UV-Vis spectra of the PeNCs, CBP,

TFB, and their blend (CBP-TFB—PeNCs).
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Fig. 2 (a) Energy transfer between TFB and PeNCs in thin films. PL spectra of thin films of TFB, PeNCs and blends of CBP-TFB—PeNCs in different
ratios, (b) TEM image of PeNCs, and (c) AFM image of the CBP-TFB—-PeNCs blend.

was used to probe the excited-state dynamics of the system.
The fs-TA spectra for all the samples with increasing delay
times for TFB, PeNCs, and (CBP + TFB): PeNCs (1: 3, 1:5, and
1:8) are shown in Fig. 3(a-e). Various spectral features were
observed for different wavelength regimes. For the donor TFB,
we observed two spectral signatures: (i) a negative signal,
corresponding to the ground state bleach (GSB) and the stimu-

This journal is © The Royal Society of Chemistry 2025

lated emission in the initial wavelength regime, followed by (ii)
a longer-lived positive signal, photoinduced absorption (PIA)
in the 510-780 nm regime. Pristine PeNCs exhibited a positive
signal in the range 450-520 nm, followed by a negative signal
ranging from 520-640 nm, which can be assigned to the
ground state bleach, which is attributed to the state filling
effect. A red shift in the GSB is observed with time, which can
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Fig. 3 Femtosecond TA spectral evolution for (a) TFB, (b) PeNCs, (c) (CBP + TFB):PeNCs (1:3), (d) (CBP + TFB):PeNCs (1:5); (e) (CBP +
TFB) : PeNCs (1: 8), and (f) Wavelength spectra of all the blends (1:3, 1:5, 1:8) and pristine PeNCs following a similar spectra with a common peak

around 580 ps.

be assigned to bandgap renormalization.’” Another positive
signal (PIA-2) centered at approximately 650 nm appeared in
the initial timescales following photoexcitation. Within 1 ps,
this PIA-2 rapidly shifted into the GSB owing to carrier
cooling.*® However, for the blend films, it is evident from the
spectra that the blends exhibit spectral features of both the
donor and the acceptor. The positive signals (PIA-1) and
bleach (GSB-1) observed in the blends correspond to that of

7756 | Nanoscale, 2025,17, 7753-7759

PeNCs, whereas the second positive signal observed after
620 nm indicates the signature of TFB.

Among the blends, the 1:5 and 1:8 ratios, with a higher
acceptor concentration, exhibited more intense bleach and
PIA-1 corresponding to the PeNCs. Initially, after photo-
excitation, we observed contributions from both TFB and
PeNCs in the PIA-2 region. As the probe delay increases, the
PIA-2 observed in all three blends, as well as in the TFB, was

This journal is © The Royal Society of Chemistry 2025
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reduced. However, the TAS spectra of the blends (Fig. 3(c-e))
indicate that PIA-2 arising from the TFB in the blends decays
much faster than the TFB alone sample. The faster PIA decay
observed in the blends implies that energy was transferred
from the TFB to the acceptor. Furthermore, as shown in
Fig. 3(f), after a few picoseconds, the spectral signatures of the
PeNCs became more prominent in the blend films without any
TFB signature.

Collectively, these observations imply that energy transfer
from the donor to the acceptor occurs in the initial 10 ps. The
kinetics of the donor and the blends (1:3, 1:5, and 1:8) at
PIA-2 are shown in Fig. S1.1 The data reveal that the carriers in
the pristine donor film are long-lived, whereas the carriers in
the blends are much shorter. The lifetime parameter obtained
for pristine TFB was approximately 45 ps whereas for the
blends, the lifetime of the donor was reduced to 10 ps,
suggesting that the energy transfer process concluded within
the first 10 ps.

Additionally, the vanishing PIA of TFB, faster decay of PIA,
and the rise of PeNC bleach in the blends is clear evidence of
energy transfer from TFB to PeNCs. Table 1 shows the lifetime
values of the pristine TFB (donor) and the lifetime of the
donor in the presence of an acceptor (PeNCs) for different
blend ratios. To assess the efficiency of the energy-transfer
process, we determined the FRET rate, and FRET efficiency,

Table 1 Kinetic decay parameters obtained from TAS data at PIA-2,
excited at 400 nm

kFRET EFRET
Sample 71 (ps) 7, (ps) (ps™) (%)
TFB 2 +0.25 45 +1.04 — —
(CBP + TFB) : PeNCs (1 : 3) 0.8 £0.34 9+1.79 0.09 80.00
(CBP + TFB): PeNCs (1:5)  0.56+0.04 5+029 018  88.89
(CBP + TFB) : PeNCs (1 : 8) 0.65 + 0.04 8.7 £0.94 0.09 80.67
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from the donor lifetimes in the pristine and blended films
according to:*°

1 TDA
kerer = — — — and Epggr = 1 — —

pA D D

where 7p, is the exciton lifetime of the donor in the presence
of the acceptor and 7 is the lifetime of the donor alone. For
our donor-acceptor system, we obtain maximum FRET rate of
0.18 ps™' corresponding to the (CBP + TFB):PeNCs = 1:5
blend film and corresponding FRET efficiency of 88.89%. We
see that both kggrgr and Exger show an increment in the values
from the 1: 3 blend ratio to the 1:5 blend ratio, in accordance
with the PL energy-transfer data (Fig. 2a). However, unlike the
PL data, we observed a reduction in the FRET rate and FRET
efficiency in the 1:8 blend film compared with the 1:5 blend
film. A possible reason for the acceptor PL enhancement in
the 1: 8 blend film could be the reabsorption and the re-emis-
sion effects of the acceptor, and not the effective energy trans-
fer from the donor. The observed increase in donor lifetime
could then be ascribed to the decrease of the direct energy
transfer from donor molecules because of the acceptor behav-
ing more as an independent emitter in its aggregated or unag-
gregated states.

After studying the photophysical properties of the ternary
blend of CBP, TFB, and PeNCs as an efficient donor-acceptor
system, it can be concluded that the blend can be used as an
emissive material for light-emitting diodes. Most high-per-
formance inverted-architecture PeLEDs have been reported
with the device structure of ITO/ZnO/Perovskite/TFB/MoO;/
Au.” The hole-conducting TFB has a high hole mobility and a
balanced carrier injection speed with ZnO. However, the
highest occupied molecular orbital (HOMO) level of TFB (—5.3
eV)*® is not deep enough to prevent exciton quenching at the
TFB-PeNCS interface (valence band maxima, —5.4 eV).*!
Molecular doping is an efficient strategy for lowering the onset
voltage of electroluminescence (EL) and improving external

(b) 107" = T r r T T
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- Under background illumination
=
8102¢
Q
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c
©
21073 3
o
(7]
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Fig. 4 (a) Lifetime measurements of PeNCs, PeNCs in TFB, PeNCs in CBP, PeNCs in CBP and TFB, and (b) Photothermal deflection spectroscopy of
the CBP-TFB—-PeNCs blend film under dark and background illumination conditions showing photo stability of the blend.
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Table 2 PL decay lifetimes obtained from TCSPC, excited at 375 nm

Sample 7, (ns) 7, (ns)

PeNCs 4.48 £ 0.02 24.22 +0.12
TFB-PeNCs 2.37 +0.01 12.29 + 0.05
CBP-PeNCs 4.61 + 0.02 22.75+0.11
CBP-TFB-PeNCs 4.22 £ 0.02 20.45 + 0.09

quantum efficiency (EQE) because of the better injection of
carriers.*> Doping a hole conducting molecule (CBP) with TFB
can eliminate interface exciton quenching due to its lower
HOMO level (6.1 eV)*® and can help achieve cascade charge
transfer during device EL experiments. Therefore, we mixed
both CBP and TFB with the PeNCs to obtain a highly emissive
blend that can be used as an active layer for PeLEDs. Based on
these observations, we propose an architecture (Fig. S3at) for
the fabrication of PeLEDs with a blend of CBP, TFB, and
PeNCs as an emissive layer. The corresponding flat-band
energy level diagram is shown in Fig. S3b.{ This blend holds
the promise of providing the dual benefits of cascade energy
and charge transfer to simultaneously achieve improved
recombination, reduced exciton quenching, and high EQEs.

We employed a time-correlated single-photon counting
(TCSPC) setup to investigate the PL decay and corresponding life-
times of the PeNCs in the pristine, CBP-PeNC, TFB-PeNC, and
CBP-TFB-PeNC films (Fig. 4a) to probe the quenching effect of
the TFB-PeNC interface. The fitting curves are shown in Fig. S2.7
The obtained lifetime data are listed in Table 2. Exciton lifetime
measurements provide evidence that the doping of TFB and CBP
effectively reduces the TFB-PeNC interfacial exciton quenching.
Photothermal deflection spectroscopy (PDS) was employed to
assess the photostability of the CBP-TFB-PeNCs blend film. The
absorption spectra (Fig. 4b) remained unchanged under both
dark and background illumination conditions, indicating the
optical stability of the blend.

Conclusions

In conclusion, we present the first demonstration of Forster
Resonance Energy Transfer between a polymer matrix and perovs-
kite nanocrystals in a donor-acceptor system to achieve enhanced
purered emission. TFB, a hole-transporting polymer, was
employed as the donor, whereas methylammonium-based lead
mixed-halide red-emitting PeNCs served as the acceptor. Thin
films with varying donor-to-acceptor ratios were fabricated,
showing a decrease in the donor PL intensity and a corresponding
increase in the acceptor PL intensity as the acceptor concentration
increased. Femtosecond transient absorption spectroscopy further
revealed a reduction in the donor lifetime with acceptor addition,
confirming the FRET mechanism. The FRET rate and efficiency
were calculated to be 0.18 ps~" and 88.89%, demonstrating the
high energy-transfer efficiency of this system. Additionally, the
inclusion of CBP in the blend mitigates exciton quenching at the
TFB-PeNC interface and facilitated the cascade charge transfer.
This can lead to enhanced recombination efficiencies and reduced
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turn-on voltages for fabrication of efficient pure-red PeLEDs and
inspire work on other colours of PeLEDs.
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