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1. Introduction

Achieving high color purity in multi-resonance
thermally activated delayed fluorescence emitters
through a substitution-driven design strategyf

Wanlin Cai, 22 Cheng Zhong® and De-Yin Wu () *®

To improve the visual quality and develop high-resolution displays, organic light-emitting diodes
(OLEDs) with high color purity have garnered increasing attention. The color purity of OLEDs, which is
determined by the full width at half-maximum of emission spectra, is associated with the vibronic
coupling of emitters between the ground and emitting states. In this work, detailed theoretical analyses
of the reorganization energy, which can characterize the strength of vibronic coupling, were conducted
to clarify the color purity variations of B, O-doped polycyclic aromatic compounds with multi-
resonance thermally activated delayed fluorescence (MR-TADF). The calculated results reveal that
alterations in the bond length make the main contribution to the reorganization energies of these highly
conjugated aromatic molecules. It is found that the origin of the large reorganization energy can be
elucidated from the perspective of molecular orbitals (MOs). Moreover, the reorganization energy
variations among these molecules can be rationalized by MO distribution. Based on these findings, we
propose two substitution-driven design strategies to improve color purity. The first strategy involves
introducing a neutral phenyl group to delocalize the orbital distribution, thereby weakening the bonding
or antibonding character in frontier molecular orbitals of the bonds with a large reorganization energy.
The second strategy entails the substitution at the position related to large reorganization energy with
electron-donating or electron-withdrawing groups, thus decreasing the bond order difference between
the MOs involved in the transition.

Although many fluorescence molecules can show narrow
emission, only 25% of excitons of these materials can be

Organic light-emitting diodes (OLEDs) have attracted extensive
attention from both academia and industry owing to their
excellent photoelectric properties and great potential in next-
generation lighting devices.' ™ Despite numerous advantages of
OLEDs, the broad emission property in most organic materials
is unfavorable to high-definition displays with high color
purity.>” This problem has become increasingly important
and deserves further exploration. The major hurdle in achiev-
ing narrow emission is the vibronic coupling between the
ground (So) and emitting states, which is associated with
the intensity of vibronic transitions (vibrational peaks) in the
emission spectrum.®™*
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utilized, which limits their further development.>'* Metal
complexes with theoretical 100% exciton utilization were also
considered as potential molecules for achieving a small full
width at half-maximum (FWHM)."*'* However, the use of
noble metal complexes increases the cost and leads to environ-
mental contamination. As a result, it is necessary to develop
OLEDs based on pure organic molecules with high exciton
utilization. From this perspective, third-generation OLEDs
based on thermally activated delayed fluorescence (TADF)
materials with a small energy gap between the lowest singlet
excited state (S;) and the lowest triplet excited state (T;) are
suitable candidates.>"*™"” The small energy gap can facilitate
the up-conversion of triplet excitons to the S; state, enabling
efficient triplet exciton utilization. Unfortunately, conventional
donor-acceptor type TADF emitters usually show broad emis-
sion with a typical FWHM of around 70-120 nm.>” This is
because the small energy gap in conventional TADF emitters is
achieved by minimizing the overlap between the highest occu-
pied molecular orbital (HOMO) and the lowest unoccupied
molecular orbital (LUMO). Specifically, the HOMO is located
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2a 2b
Fig. 1 Chemical structures of 2a, 2b, 2¢, and 2d.

on the donor, while the LUMO is located on the acceptor. This
long-distance spatial separation enhances intramolecular
charge transfer and thus increases vibronic coupling.'®'®

In 2015, Hatakeyama and colleagues proposed a solution
strategy to address the broad emission problem mentioned
above, named the multi-resonance TADF (MR-TADF), which
presents a complementary distribution pattern of frontier
molecular orbitals (FMOs) on adjacent atoms.?® This separated
FMO distribution can make MR-TADF emitters present not only
a small S;-T; energy gap, but also an evident nonbonding
molecular orbital (MO) character.”® This nonbonding character
is associated with weak vibronic coupling between S; and S,
states.'®?'™2> The synthesized B, O-doped polycyclic aromatic
compounds can show a narrow FWHM of around 30 nm.?° The
molecular structures are shown in Fig. 1. It is interesting to
note that introducing two phenyl rings at different positions of
2a (with a FWHM of 34 nm experimentally) results in different
variations in color purity. The FWHM of 2b is reduced to 28 nm,
while the FWHM of 2d is enlarged to 49 nm, and there is no
apparent variation in 2¢ (with a FWHM of 33 nm). Since then,
there has been a surge in the development of high-performance
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MR-TADF emitters.>>**! As the landmark molecules which lay
down the basic skeleton of MR-TADF emitters, the nature of
FWHM variations (vibronic coupling differences) in the four
molecules remains to be clarified. Exclusive reliance on
molecular rigidity and n-conjugation strength is insufficient
to comprehend vibronic coupling.”® To better measure the
strength of vibronic coupling, reorganization energy is com-
monly used.**” Moreover, research shows that the bond-
order-bond-length (BOBL) relationship can provide valuable
insights into reorganization energy.***%%°

In this work, we aim to explore the underlying nature of
color purity variations among the four molecules and establish
an intuitive and reliable design rule for high color purity MR-
TADF emitters. First, we performed the normal mode analysis
and decomposed reorganization energy into internal coordi-
nates. Next, we carefully elucidated the intuitive BOBL relation-
ship under the MO framework to comprehend the origin of
vibronic coupling and the role of the phenyl group in modulat-
ing vibronic coupling strength. It should be noted that MO
theory is a powerful tool for chemists to use their chemical
intuition to analyze problems. Finally, we explored the impact

M |YB
pr Ny by Mk )
HOMO LUMO

Fig. 2 (a) Resonance structures of monosubstituted benzene with the electron donating and electron deficient groups, respectively. Here, @ and &
denote the decrease and increase in charge distribution, respectively. (b) HOMO and LUMO distribution of molecule 2a affected by heteroatoms. Here,
the atom surrounded with a pink circle denotes an increase in distribution, while the atom surrounded without a pink circle denotes a decrease in

distribution.
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of substitution group electronic effects on vibronic coupling.
This study can provide meaningful insights for chemists to
design MR-TADF emitters.

2. Theoretical background and
computational details

In the resonance representation, the electron donating group
(D) increases the charge distribution at the ortho and para
positions (Fig. 2a(i)). This corresponds to an increased HOMO
distribution and a decreased LUMO distribution at the  and o
positions. In contrast, the electron withdrawing group (A)
decreases the charge population at the ortho and para positions
(Fig. 2a(ii)), which indicates a decreased HOMO distribution
and an increased LUMO distribution at the § and & positions.
To illustrate the multi-resonance effect, the MR-TADF emitter
2a serves as an example (Fig. 2b). This effect is achieved by the
combination of an electron donating O atom and an electron
withdrawing B atom. The multi-resonance effect decreases the
HOMO distribution at the o and vy positions of the O atom and
at the B and 6 positions of the B atom, and increases the HOMO
distribution at the B and o positions of the O atom and at the
o and vy positions of the B atom. In the meantime, the multi-
resonance effect results in an opposite change behavior in the
LUMO distribution at these positions. As a result, the studied
MR-TADF emitters can present separated frontier orbitals.

For the studied four molecules shown in Fig. 1, the geo-
metric optimizations and vibrational frequency calculations of
S and S, states were carried out using density functional theory
(DFT) and time-dependent DFT (TDDFT), respectively, with the
dispersion corrected PBEO-D3BJ functional and def2-SVP basis
set.**™** Note that TDDFT calculations are capable of providing
a good description of S; excitation energy.'” All these calcula-
tions were performed using the Gaussian 16 program with the
polarizable continuum model (PCM) in the solvent of
CH,Cl,.***¢

Under the harmonic oscillator approximation, the reorgani-
zation energy decomposed into contributions from vibrational
normal modes can be represented by

=Y k=5 02a0) 1)
k k

where wy is the vibrational frequency and AQy is the displace-
ment along the kth normal mode coordinate between the
equilibrium positions of S; and S, states. Moreover, AQ; can
be expressed as linear combinations of internal coordinates
(bond lengths, bond angles, and dihedral angles) to identify the
contribution of molecular segments to reorganization energy,
i.e., AQr = > wjAR;, where AR, is the displacement along the
J

Jth internal coordinate between the equilibrium positions of S;
and S, states, and oy is the combination coefficient.*” The
vibronic coupling analyses mentioned above and emission
spectra were calculated using the MOMAP program.*®

View Article Online

Research Article

Table 1 Calculated vertical absorption energy (AEZSS, eV), adiabatic

excitation energy (AE,s eV), vertical emission energy (AEST eV),
HOMO-LUMO energy gap (AE__4, €V), oxidation—reduction energy gap
(AQ(Eox — Erea). €V), VIP=VEA energy gap (AEyip_vea, €V), oscillator strength
(f) and full width at half-maximum (FWHM, nm)

AEXRS, AE.q AESS AEu Aq(Eox — Eved) AEviovea f ~ FWHM
2a 3.52 3.39 3.28 4.04 3.76 3.83 0.20 33
2b 3.35 3.23 3.16 3.87 3.59 3.65 0.28 27
2¢ 3.37 3.23 3.11 3.83 3.57 3.61 0.46 36
2d 3.26 3.10 2.94 3.64 3.41 3.39 0.13 48

3. Results and discussion
3.1 Electronic transition properties

The electronic transition properties were used as the entry
point to elucidate the complicated photophysical process.
Compared with 2a, these molecules introduced with two phenyl
rings (2b, 2¢, and 2d) have smaller excitation energies (Table 1).
The S, excitation energy decreases in the order of 2a > 2b ~
2¢ > 2d. For the four molecules, S; excitation is dominated by
HOMO — LUMO transition. As shown in Fig. 3a, there is an
apparent HOMO distribution on the C2, C4, C16, and C19
atoms of 2a, and this distribution on the C2 and C4 atoms is
more noticeable than that on the C16 and C19 atoms. There-
fore, the increase in the HOMO level resulting from the con-
jugation effect of the phenyl ring is more pronounced in 2d as
compared with 2b (Fig. 3b). On the other hand, there is no
HOMO distribution but a noticeable LUMO distribution on the
C15 and C20 atoms of 2c¢. Therefore, the conjugation effect does
not increase the HOMO level but decreases the LUMO level. On
the whole, with the enlarged conjugation degree, 2b, 2¢, and 2d
present a smaller HOMO-LUMO gap and emission energy
compared with 2a.

Additionally, we also investigated the oxidation and
reduction potentials and compared the oxidation-reduction
energy gap (Aq(Eox — Ereq)) to the HOMO-LUMO energy gap
(AEi ). As shown in Table 1, Ag(E,x — Ereq) has a strong linear
correlation with AE;_y. Assuming no structural relaxation and
thermal correction to Gibbs free energy of the oxidation and
reduction processes, the vertical ionization potential (VIP) is
equal to gE,, and vertical electron affinity (VEA) is equal to
gFreq, Where g is the electron charge.*>*® According to Koop-
mans’ theorem, VIP and VEA are approximately equal to the
negative HOMO and LUMO energies, respectively.’>*> As a
result, the structural relaxation and electron correlation make
the main contribution to the difference between Ag(Eox — Ered)

and AEyymo-romo-

3.2 Absorption and emission spectra

We then considered absorption and emission spectra from the
view of theoretical calculations and give a detailed explanation
of the relationship between color purity and vibronic coupling.
According to the time-dependent perturbation theory, the
Fermi golden rule can be conducted to estimate the spectrum.
After the Born-Oppenheimer approximation and Condon
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Fig. 3 (a) HOMO and LUMO distribution (isovalue = 0.03 au) of 2a. (b) HOMO and LUMO levels for the four compounds, 2a, 2b, 2c, and 2d.

approximation, the absorption and emission spectra can be

described as®*°*

47520) 2 2
tabs(@, T) = W|Nﬁ| ZZ Py[(Or | @)l 5(‘0 - wfV’-,iV)

(2)

40’
dem (@, T) = %Wﬁ‘zz Z Pyl(@ | O4) 0 (o5 — @)
3)

where ug is the transition dipole moment; P;, is the Boltzmann
distribution for the initial vibronic state iv; wgy ;, is the energy
difference between the initial iv and final fv’ vibronic states.

|(@4 | ©4)* is the Franck-Condon factor (Ixc), and determines

the relative intensity of vibronic peaks. Irc can be evaluated as
Sv;c

11 fk'efsk when v = 0, where S;. is the Huang-Rhys factor for the

k Vk.

kth vibrational normal mode.*® Moreover, S; = Ax/hoy, where A
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is the reorganization energy used to characterize vibronic
coupling strength. When the vibronic coupling is weak, the
emission spectrum is dominated by the 0-0 vibronic transition,
resulting in high color purity (small FWHM). In contrast, when
the vibronic coupling is strong, the emission spectrum displays
noticeable vibronic peaks, which broadens the spectrum and
subsequently reduces color purity.”®

Fig. 4a and b show the simulated absorption and emission
spectra for the four molecules. It shows that 2b, 2¢, and 2d
display red-shifted absorption and emission compared with 2a.
The calculated maximum absorption peaks of 2a-2d are 374,
392, 392, and 402 nm, respectively. In the meantime, the
calculated maximum emission peaks of 2a-2d are 381, 400,
404, and 420 nm, respectively, which is close to the experi-
mental values of 398, 410, 410, and 436 nm.?° The emission
spectra exhibit a near mirror image relationship with the
absorption spectra. Since the bulk of the reorganization energy
following electronic excitation arises from a stretching mode
with an energy of about 1400 cm ', we use this value as an
effective frequency to clarify the relationship between the

(b)
1.0
E 0.8
>
£0.6
5
£04
=
0.2
0.0/ .
300 350 400 450 500 550 600
Wavelength (nm)
(d)360
R2=0.98
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2 [ )
T [ J 2d
= 240
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Fig. 4 (a) Calculated (a) absorption and (b) fluorescence emission spectra of 2a, 2b, 2c, and 2d. (c) The Franck—Condon factors of a 1400 cm* effective
mode with varying reorganization energies among the four emitters. (d) The correlation between reorganization energy and FWHM.
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Franck-Condon factor and the reorganization energy of the
studied four emitters (Fig. 4c).>® The Franck-Condon factors for
the 0-v' (from v = 0 of S; to v > 1 of S,) transitions are
positively proportional to the magnitude of reorganization
energy. The relative intensity (I,.1/Ioo) of the 0-1 and 0-0
vibronic transitions increases in the order of 2b < 2a =
2¢ < 2d. Note that the strength of 0-v’ vibronic peaks deter-
mines the FWHM of the spectrum.

Consistent with the above discussion, as shown in Fig. 4b
and 4d, 2b with weak vibronic coupling (a small reorganization
energy of 76.6 meV) exhibit high color purity (broad emission
spectrum), while 2d with strong vibronic coupling (a large
reorganization energy of 161.7 meV) exhibits low color purity
(narrow emission spectrum).?° Here, we used a Lorentzian
broadening of 900 cm ™" by considering environment effects
to match experimental results (Fig. S7, ESIt).””*® The coeffi-
cient of determination (R*) between reorganization energy and
FWHM reaches 0.98 (Fig. 4d). As a consequence, to design
high color purity MR-TADF emitters, we should pay attention to
clarifying the nature of vibronic coupling and thus
weakening it.

3.3 Analysis of the vibronic coupling between S, and S, states

Fig. 5 shows that the reorganization energies of the studied
molecules mainly come from the stretching modes (alterations
in bond length) within the range of 1400-1700 cm . These
normal modes with large reorganization energy make notice-
able contributions to the vibronic peaks (low energy region) of
emission spectra. The displacement vectors of these modes are
given in Fig. S2-S5 (ESIt). In the internal coordinate represen-
tation, the reorganization energy originates from the

300
2a
A=113.6 meV
200
Iz
L
~ 100
0 Illllllll]lll
0 400 800 1200 1600 2000
Normal Mode (cm™")
300
2¢
A=121.6 meV
200
&
L
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0 ] .| |l|| 11 -Illl LII

(=]

400 800 1200 1600 2000
Normal Mode (cm™!)
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alterations of bond lengths, bond angles, and dihedral angles.
Fig. 6 shows the reorganization energy from bond length
alterations (4gy), which corresponds to the aforementioned
stretching modes. In particular, the C1-C2 and C4-C5 bonds
in 2a make the major contribution to Agy, with a sum of
230.9 cm™ " (28.6 meV). The reorganization energy variations
caused by the introduction of phenyl rings for 2b and 2d are
—37.0 and 48.1 meV, respectively. It should be noted that
these variations are primarily from Agy, contributing 95% for
2b (—35.3 meV) and 77% for 2d (37.1 meV). Moreover, the
C1-C2 and C4-C5 bonds make a large contribution to the
reorganization energy variations, —21.3 meV for 2b and
12.3 meV for 2d.

To deeply understand the vibronic coupling, we employed
the BOBL relationship under the MO framework to rationalize
the magnitude of /p;. Based on the harmonic approxima-
tion, the reorganization energy in the BOBL relationship can

be evaluated using the equation:*”*®
\ 1
ABOBL = 5 Z k,uyAR,uuz (4]
uvebonds

where k,,, is the force constant of the bond with the uth and vth
atoms, R, is the variation of the bond length. Under the BOBL
relationship, the bond length can be calculated using R,, =

N . .
—0.2P,, + 1.534, where the bond order P,, = Zln,-CLC’V is
iz

associated with the number of electrons in the chemical bond.
Here, n; is the occupation number of the ith molecular orbital,
Cf, and C!, are the p. coefficients for the ith MO. For the
HOMO — LUMO S, excitation, the bond order difference between

S, and S, states is AP, = P5}, — P, = CLCL — CHC}!. Therefore,

300
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Fig. 5 The contribution of the normal modes to the reorganization energy, for 2a, 2b, 2c and 2d.
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Fig. 6 The contribution of chemical bonds to Zg_ for 2a, 2b, 2c and 2d.

Zpogsr, can be estimated from 0.02 )
pvebonds

In this work, we refer to C,/C}' and C;C; as the HOMO and
LUMO bond orders, respectively, reflecting their contribution

to P,,. The general form for multi-MO transition excitation is

ke (CECE — C}jc}})z.

}vBOBL =
2 2
0.2 cid 3O k#,,{(CLC;;) +(c;;c;v) —2c;;cgc;;c;x}
iacn uvebonds

(5)
where ¢, ;, is the configuration interaction coefficient between
the ith and ath molecular orbitals in TDDFT. Agog;, iS asso-
ciated with two parameters, n and ¢, which are respectively
defined as®’

=Yt Y [(c;;c:;)ﬂ(czczﬂ (6)

iacn uvebonds
_ 2 i i papoa
¢ - E Cn,ia E Cu Cucu Cl/ (7)
iacn nvebonds

Accordingly, Agopy, is proportional to parameter k(ApopL oC
k), which is

K=n+2¢p (8)

where k is associated with the bond order difference. # is
determined by the electron densities of bonded atoms, while
¢ is related to the transition density. For conventional TADF
emitters, if they do not exhibit the nonbonding character as
MR-TADF emitters, the localized HOMO and LUMO distribu-
tions may result in a noticeable HOMO-LUMO bond order
difference (a large x) in both the donor and the acceptor (Table
S3, ESIT). Moreover, this large x (large reorganization energy)
can be responsible for the broad emission in conventional
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TADF emitters. The code for the calculation of « is available
at https://github.com/Wanlin-Cai/BOBL.

Fig. 7 plots the contribution of chemical bonds to x in the
four molecules. Taking 2a as an example, the C1-C2 and C4-C5
bonds present the largest value of « in 2a, which indicates that
the two bonds have large reorganization energy from the view
of MO. This significant k of the C1-C2 and C4-C5 bonds is an
important source of the vibronic peaks in the emission spec-
trum. Here, this significant x (associated with the bond order
difference) can be attributed to the different distribution
behavior of transition orbitals. The C1-C2 and C4-C5 bonds
of 2a in the LUMO show the nonbonding character (Fig. 3a).
However, due to the orbital antisymmetry of the HOMO, there
is no HOMO distribution at the B atom, which means that the B
atom cannot present efficient resonance character (decreasing
the HOMO distribution at the B and § positions and increasing
the HOMO distribution at the o and y position). Therefore, the
two bonds in the HOMO show a noticeable bonding character.
Moreover, based on the strong bonding character in the HOMO
and the nonbonding character in the LUMO, the C1-C2 and
C4-C5 bonds present large k and reorganization energy.

3.4 Vibronic coupling variations caused by phenyl ring
substitution

As shown in Fig. 3a, there is an evident HOMO distribution on
the C16 and C19 atoms. Due to the conjugation effect of the
phenyl group, the introduction of a phenyl ring to the C16 and
C19 atoms (2b) gives rise to the delocalization in the HOMO, as
evidenced by the HOMO distribution observed on the attached
phenyl rings (Fig. S1, ESIt). This delocalized behavior is also
reflected in the reduction of the HOMO distribution on the C1,
C2, C4, and C5 atoms (Fig. 8). This reduction in the four atoms
signifies a weakened bonding character of the C1-C2 and
C4-C5 bonds in the HOMO, which further implies a weakened

This journal is © The Royal Society of Chemistry and the Chinese Chemical Society 2023  Mater. Chem. Front., 2023, 7, 3762-3773 | 3767
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Fig. 7 The contribution of chemical bonds to « for 2a, 2b, 2c and 2d.

HOMO-LUMO bond order difference (associated with «) of the
two bonds in 2b. On the other hand, there is a noticeable
LUMO distribution on the C15 and C20 atoms in 2a (Fig. 3a).
The introduction of a phenyl ring to the C15 and C20 atoms (2c)
reduces the LUMO distribution on the C1, C2, C4, and C5
atoms for the conjugation effect of the phenyl group. Note that
there is a nearly nonbonding character of the C1-C2 and C4-C5
bonds in the LUMO. This decreased LUMO distribution on the
C1, C2, C4, and C5 atoms in 2¢ does not affect the HOMO-
LUMO bond order difference (associated with k). As a result, 2b
with a small x shows a narrower emission spectrum (higher
color purity) than 2a, while 2¢ shows the same FWHM (same
color purity) as 2a.

In the meantime, there is a noticeable HOMO distribution
but no LUMO distribution on the C2 and C4 atoms in 2a
(Fig. 3a). Upon the introduction of a phenyl ring to the C2
and C4 atoms (2d), the resonance effect of the phenyl group

View Article Online

Research Article

0.008

2b
k=0.031
0.006

% 0.004

0.002

p— 1
o
o
fr— 4-5
o 6-10

7-8
pr——8-9
pr—— 9-10
p—10-11
p— 1112
o 12-13
pr 14-15
f— 16-17
r— 16-22
— 18-19
pr—19-28
f 20-21
g
g

0.000

0.008

0.006

% 0.004

0.002

0.000

reduces the HOMO distribution on the C2 and C4 atoms while
increasing it on the C1 and C5 atoms (Fig. 8). This results in a
strengthened bonding character of the C1-C2 and C4-C5 bonds
in the HOMO, indicating an increased HOMO-LUMO bond
order difference (associated with k) of the C1-C2 and C4-C5
bonds in 2d. Note that the newly introduced phenyl rings
display an evident HOMO distribution, but no LUMO distribu-
tion is observed (Fig. S1, ESIt). The C2-C22 and C4-C28 bonds
present the antibonding and nonbonding character in the
HOMO and LUMO, respectively. This results in an evident bond
order difference (associated with «) of the C2-C22 and C4-C28
bonds. As a whole, due to the large k of the C1-C2, C2-C22,
C4-C5, and C4-C28 bonds, 2d with strong vibronic coupling
exhibits a broader emission spectrum (lower color purity)
compared with 2a.

From the discussion above, it is clear that we can weaken the
vibronic coupling by delocalizing the MO distribution, thus
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Fig. 8 The variation of p,(2b/2c/2d_2a) on atoms.
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decreasing the HOMO-LUMO bond order difference (asso-
ciated with x) of the bonds with a large reorganization energy.

3.5 Impact of substitution group electronic effects on vibronic
coupling

To gain a deeper understanding of the impact of the electronic
structure on vibronic coupling, we replaced the phenyl groups
of 2b and 2d with various substituents. The selection of specific
positions for substitution was driven by the observation that
the substitution of phenyl rings on the C16/C19 (2b) and C2/C4
(2d) atoms significantly affects the vibronic coupling. Specifi-
cally, the substituents comprised electron-donating groups
(D1: methoxy-substituted phenyl group, D2: pyrrolyl group,
and D3: imidazolyl group) and electron-withdrawing
groups (Al: trifluoromethyl-substituted phenyl group, A2: pyr-
idyl group, and A3: pyrimidyl group) (Fig. 9). It is worth noting
that the pyrrolyl group has a stronger electron-donating ability
than the imidazolyl group, while the pyridyl group demon-
strates a weaker electron-withdrawing ability compared with
the pyrimidyl group.

Since the C2, C4, C16, and C19 atoms of 2a present a
noticeable HOMO distribution but no LUMO distribution
(Fig. 3a), the substitution of the electron-donating groups and
the electron-withdrawing groups can increase and decrease the
HOMO level, respectively, while all of these substituent groups
have a negligible impact on the LUMO level (Fig. 10a and b). As
the orbital interaction strength is associated with the energy
level difference of the two orbitals, the interaction between the
HOMO of D1/D2/D3 and the HOMO of 2a is stronger than that
between the LUMO of A1/A2/A3 and the HOMO of 2a. Conse-
quently, 2b-D series (2b-D1, 2b-D2, and 2b-D2) and 2d-D series
(2d-D1, 2d-D2, and 2d-D2) display significant red-shifted emis-
sion. In contrast, the 2b-A series (2b-A1, 2b-A2, and 2b-A2) and
2d-A series (2d-A1, 2d-A2, and 2d-A2) exhibit slight blue-shifted
emission relative to 2b and 2d, respectively (Fig. 10e and f).

As shown in Fig. 10c and d, the majority of the 2b-D and 2b-
A series of emitters present a larger reorganization energy
compared with 2b. Meanwhile, a clear trend is observed as
the reorganization energy decreases in the order of 2d-D
series > 2d > 2d-A series. The coefficient of determination
(R®) between reorganization energy and FWHM of the fourth
emitters can reach 0.99 (Fig. S22, ESIt). The FWHM values of
2b, 2b-D series, and 2b-A series were calculated to be 207, 237,
289, 249, 212, 217, and 203 meV, respectively. The FWHM
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values of the 2d, 2d-D series and 2d-A series were
calculated to be 325, 348, 351, 352, 291, 261, and 237 meV,
respectively.

For the 2b-D series, the electron-donating groups signifi-
cantly decrease the HOMO distribution on the C1, C2, C4, and
C5 atoms (Fig. S18, ESIt), thus decreasing the HOMO-LUMO
bond order difference (due to the smaller HOMO bond order)
and reorganization energy of the C1-C2 and C4-C5 bonds
(Fig. S14, ESIt). However, the strong electron-donating ability
of these groups gives rise to an aggravated HOMO distribution
in the newly introduced electron-donating groups (Fig. S10,
ESIY), resulting in a large HOMO-LUMO bond order difference
and reorganization energy of the bonds of the newly introduced
groups (Fig. S14, ESIf). Overall, the strong electron-donating
ability increase the reorganization energy. Similarly, the bonds
of the newly introduced electron-donating groups in the 2d-D
series present noticeable reorganization energy (Fig. S15, ESIT),
which makes the main contribution to the increase in reorga-
nization energy from the 2d to 2d-D series.

It should be noted that the strength of orbital interactions
decreases as the orbital levels move farther apart. In the case of
the 2b-A series, the electron-withdrawing groups with lower
HOMO levels present weaker conjugation ability to decrease the
HOMO distribution on the C1, C2, C4, and C5 atoms compared
with the phenyl groups of 2b (Fig. 8 and Fig. S19, ESIY).
Consequently, this results in a larger HOMO-LUMO bond order
difference (due to the larger HOMO bond order) and reorgani-
zation energy of the C1-C2 and C4-C5 bonds in the 2b-A series
compared with 2b (Fig. 6 and Fig. S14, ESIt). In contrast, for the
2d-A series, the electron-withdrawing groups have a weaker
resonance effect to enhance the HOMO bond order compared
with the phenyl group of 2d. Simultaneously, the electron-
withdrawing group increases the LUMO distribution on the
C2 and C4 atoms (Fig. S21, ESIt), thus increasing the LUMO
bond order. Consequently, the 2d-A series present a smaller
HOMO-LUMO bond order difference (due to the smaller
HOMO bond order and the larger LUMO bond order) and
reorganization energy of the C1-C2 and C4-C5 bonds com-
pared with 2d.

From the discussion above, to decrease the reorganization
energy associated with the strong bonding character in the
HOMO, we can substitute the position related to large reorga-
nization energy with an electron-withdrawing group. This sub-
stitution can weaken the HOMO bonding character and

D1 D2 D3

Al A2 A3

Fig. 9 Chemical structures of 2b series and 2d series with different electron-donating and electron-withdrawing substituents.
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Fig. 10 HOMO and LUMO levels of (a) 2b, 2b-D series, and 2b-A series and (b) 2d, 2d-D series, and 2d-A series. The reorganization energy (1) and the
reorganization energy from bond length alterations (4g,) for (c) 2b, 2b-D series, and 2b-A series and (d) 2d, 2d-D series, and 2d-A series. Fluorescence
emission spectra of (e) 2b, 2b-D series, and 2b-A series and (f) 2d, 2d-D series, and 2d-A series.

enhance the LUMO bonding character, thereby decreasing the
HOMO-LUMO bond order difference.

4. Conclusion

In this work, a series of theoretical analyses of the reorganiza-
tion energy (the vibronic coupling) were studied to elucidate the
color purity of four MR-TADF emitters. It is found that bond
length alterations provide the dominant contribution to the
reorganization energy variations from 2a to 2b and 2d, where
the C1-C2 and C4-C5 bonds make a large contribution to the
reorganization energy variations. Here, the large reorganization
energy of the two bonds can be interpreted as the noticeable k
(associated with the HOMO-LUMO bond order difference),
which can be further attributed to the strong bonding character
in the HOMO.

We confirmed that it is feasible to rationalize the reorgani-
zation energy variations under the MO framework. In the case
of 2b, the conjugation effect of the phenyl group weakens the
HOMO bonding character of the C1-C2 and C4-C5 bonds,

leading to a decrease in the reorganization energy. Therefore,
2b shows a narrower emission spectrum (higher color purity)
compared with 2a. In contrast, the HOMO bonding character
of the two bonds in 2d is strengthened by the resonance
effect of the phenyl group, which makes a large contribution
to the increase in the reorganization energy. This results in
the broad emission spectrum (low color purity) of 2d. It
should be noted that the strong electron-donating ability of
the 2b-D series and 2d-D series can give rise to the aggravated
HOMO distribution on the newly introduced electron-
donating groups, thus increasing the reorganization energy
of the bonds of the newly introduced electron-donating
groups. In the case of the 2b-A series, the electron-
withdrawing groups present a weaker ability to decrease the
HOMO bonding character of the two bonds compared with
the phenyl groups of 2b. For the 2d-A series, the substitution
of the electron-withdrawing group weakens the HOMO bond-
ing character and enhances the LUMO bonding character of
the two bonds, which results in a small HOMO-LUMO bond
order difference and reorganization energy. This also offers
potential to improve the color purity.
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For the design of MR-TADF emitters with high color purity,
in addition to using the resonance effect to enhance the
nonbonding character, two substitution-driven design strate-
gies can be employed. The first strategy involves introducing a
neutral phenyl group to delocalize the orbital distribution,
thereby weakening the bonding or antibonding character in
frontier molecular orbitals of the bonds with a large reorgani-
zation energy. The second strategy entails substitution at the
position related to a large reorganization energy with electron-
donating or electron-withdrawing groups, thus decreasing the
HOMO-LUMO bond order difference.
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