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Improving the open-circuit voltage (Voc) of organic solar cells (OSCs) remains an important challenge.
While it is known that the energy levels at the donor/acceptor (D/A) interface affect the V¢, the impact
of aggregation patterns on the energy levels at the D/A interface has not been fully elucidated. Herein,
we focus on ITIC, a widely used acceptor in OSCs, and designed a meta-linked isomer of ITIC (referred
to as im-ITIC) to alter molecular symmetry and modify substitution arrangements. Concentration-
dependent *H NMR spectra revealed that im-ITIC shows stronger aggregation behavior in solution.
Single-crystal X-ray analysis showed that im-ITIC forms both tail-to-tail (J-aggregation) and face-to-face
(H-aggregation) stacking modes, whereas ITIC exclusively forms tail-to-tail stacking. OSCs based on
PBDB-T:im-ITIC showed a high Voc value of 1.02 V, which is 0.12 V higher than that of those based on
PBDB-T:ITIC. Time-resolved infrared measurements revealed the lifetime of free electrons for the
pristine and blend films. The energy levels of the charge transfer state (Ect) for PBDB-T:im-ITIC- and
PBDB-T:ITIC OSCs were determined to be 1.57 and 1.39 eV, respectively, correlating with the V¢ values.
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compared with J-aggregation, contributing to the improved Voc. This study underscores the critical

DOI: 10.1039/d5ta00178a impact of molecular aggregation patterns on energy alignment and Voc enhancement, offering insights

Open Access Article. Published on 25 April 2025. Downloaded on 6/27/2026 3:04:05 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

rsc.li/materials-a

Introduction

Organic solar cells (OSCs) have garnered increasing attention
owing to their advantages, including cost-effectiveness, light-
weight nature, flexibility, suitability for large-scale manufacturing,
and wavelength-selective applications."” Significant progress in
material design and device optimization has increased the power
conversion efficiency (PCE) of single-junction OSCs up to 20%.%°
The photovoltaic performance of OSCs is determined by three key
parameters: short-circuit current density (/s¢), the fill factor (FF),
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into molecular design for achieving high Voc in OSCs.

and open-circuit voltage (Voc). Recent advancements, particularly
in state-of-the-art fused-ring acceptors, have enabled Jsc and the
FF to reach 85% of the Shockley-Queisser limit."** However,
achieving high Vo remains the primary challenge in the pursuit
of high performance OSCs.

The Vo of OSCs is primarily correlated with the energy level
of the charge-transfer state (Ecr), where a hole resides in the
donor (D) phase and an electron in the acceptor (A) phase at the
D/A interface (Fig. 1a).">** The Ecr is largely influenced by the
energy offset between the highest occupied molecular orbital
(HOMO) of the donor and the lowest unoccupied molecular
orbital (LUMO) of the acceptor at the D/A interface.'* While
controlling the energy levels at the D/A interface is crucial for
improving the Vo, the complexity and variability of the
morphologies at the D/A interface make it challenging to develop
strategies for controlling the Ecy through molecular design.

The energy levels of organic semiconductors are affected by
aggregation in the solid state and at the D/A interface.” In dimer
models, it is well-known that these energy levels vary depending
on the aggregation mode, such as J- and H-aggregation.'*™ To
investigate the influence of the aggregation patterns on the Ecr
and Voc, @ W-shaped ITIC isomer, ie. im-ITIC, was designed
(Fig. 1b). ITIC is a representative acceptor in OSCs and belongs to
C,, symmetry, where bulky substituents are introduced on both

This journal is © The Royal Society of Chemistry 2025
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Fig. 1 (a) Schematics for the CT state at the D/A interface and (b)
chemical structures of im-ITIC and ITIC.

sides of the fused polycyclic m-conjugated chain.*® In contrast,
im-ITIC exhibits C,, symmetry, with bulky substituents on one
side of the conjugated chain. As a result, the intermolecular
interactions between ITIC and im-ITIC are expected to differ,
leading to distinct stacking conformations in the solid state. In
this study, we aimed to elucidate the influence of the molecular
structures of ITIC and im-ITIC on their aggregation patterns and
to investigate the relationship among the aggregation, Ecr at the
D/A interface, and V¢ of OSCs.

Results and discussion
Synthesis and characterization

The synthetic route to im-ITIC is shown in Scheme 1.
Compound 1 was prepared following a previously reported
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Scheme 1 Synthetic route to im-ITIC.
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method.” Then, a Stille coupling reaction was carried out to
give compound 2. im-IDTT was synthesized via nucleophilic
addition of the aryllithium and a cyclization reaction using
H,SO,/AcOH. The formylation of im-IDTT afforded im-IDTT-
CHO, which was then subjected to Knoevenagel condensation
with 1-(dicyanomethylene)-3-indanone to give im-ITIC. The
synthetic details, structural characterization, "H and "*C NMR
spectra, and high-resolution mass spectrometry data are
provided in the (ESIt). As shown in Fig. S1, thermogravimetric
analysis (TGA) showed that im-ITIC exhibits good thermal
stability with a decomposition temperature of 342 °C at a 5%
weight loss.

The concentration-dependent "H NMR spectra of im-ITIC in
deuterated chloroform (CDCl;) solution were measured to
investigate the aggregation behavior. As shown in Fig. 2 and
S2, certain protons in the aromatic region shift significantly
with increasing concentration. Notably, the protons in the
central ring (H,), the thiophene ring (H.), and the vinyl group
(Hq), located on the side opposite to alkyl groups, shift to
a higher field. In contrast, the shifts of the Hy, protons, which
are on the same side as the alkyl groups, are less pronounced.
This result indicates that im-ITIC exhibits aggregation behavior
on the side opposite to bulky substituents, which differs
markedly from the J-aggregation pattern typically seen in ITIC
(see Fig. S31 and other representative NFAs).

Theoretical investigation

To gain insight into the effect of isomeric structure on elec-
tronic states, density functional theory (DFT) calculations were
performed using Gaussian 16 software at the B3LYP/6-31G(d,p)
level. As shown in Fig. S4,1 the conjugated backbone of im-ITIC
showed a planar configuration, similar to that of ITIC. Addi-
tionally, im-ITIC exhibits a significantly larger dipole moment
(u) of 12.14 D compared with 0.04 D for ITIC due to the C,,
symmetry of its backbone. The distributions of the HOMO and
the LUMO, along with their energy levels, are summarized in
Fig. S5. Both im-ITIC and ITIC exhibit similar frontier molec-
ular orbital distributions, with im-ITIC featuring a deeper

\
\

im-IDTT
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Fig. 2 Concentration-dependent *H NMR spectra of the aromatic
region for im-ITIC in CDClz at 20 °C. The entire spectra are given in
Fig. S2.1

T
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HOMO energy level of —5.57 eV, compared with —5.46 eV for
ITIC. The LUMO energy level of im-ITIC shifts upward to
—3.24 eV compared with —3.35 eV for ITIC.

Table 1 Physical properties of im-ITIC and ITIC
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Electrochemical and photophysical properties

The electrochemical properties of im-ITIC and ITIC were
investigated using differential pulse voltammetry (DPV) in o-
dichlorobenzene/acetonitrile (CH3CN) (5/1) solutions con-
taining 0.1 M tetrabutylammonium hexafluorophosphate
(TBAPF) as a supporting electrolyte. The potentials were
calibrated by a ferrocene/ferrocenium (Fc/Fc') redox couple as
an internal standard. As shown in Fig. S6,f these isomers
exhibited two reduction and oxidation peaks in cathodic and
anodic sweeps, respectively. The first reduction potential
(Ereq) of im-ITIC was 0.07 V more negative than that of ITIC,
while the first oxidation potential (E,,) was 0.11 V more posi-
tive. Based on the redox potentials, the LUMO energy level
(FLumo) and HOMO energy level (Exomo) of im-ITIC and ITIC
were determined to be —5.65/—3.79 and —5.54/—3.86 eV,
respectively. These potentials of im-ITIC and ITIC are
summarized in Table 1. The relative energy levels of im-ITIC
and ITIC based on the DPV were qualitatively consistent with
the DFT results shown in Fig. S5.

The UV-vis absorption spectra in chloroform solutions are
shown in Fig. 3a im-ITIC showed a blue-shifted absorption
band compared with ITIC, and their absorption maxima
(259l) were at 621 and 679 nm, respectively. The molar
absorption coefficient (eg) for im-ITIC (1.62 x 10° L
mol " em™") is almost comparable to that of ITIC (1.76 x 10° L
mol ! em ™), which is consistent with their oscillator strength
in the DFT results (Fig. S51). In the film state, the maximum
absorption peaks (Af17) of im-ITIC and ITIC are located at 636
and 699 nm. Based on the onset wavelength of the absorption
spectra, the optical energy gaps (Eg"") for im-ITIC and ITIC were
estimated to be 1.76 and 1.62 eV, respectively.

Compounds 29 “(nm) Am (am) Jfim . (nm) EgPt blev) Exomo (eV) Evrumo (eV) IE “(eV) EA “(eV)
im-ITIC 621 636 704 1.76 —5.65 —3.79 5.97 3.85
ITIC 679 697 765 1.62 —5.54 —3.86 5.88 3.87

film

“ In chloroform. EgP was calculated using 1240/Agnsec. ¢ Determined via DPV in 0-DCB/CH;CN containing 0.1 M of TBAPFg. 4 Estimated using PYS.

¢ Estimated using LEIPS.
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Fig.3
and PBDB-T (black).
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(a) UV-vis absorption spectra, (b) LEIPS, and (c) PYS of im-ITIC, ITIC in pristine films. (d) Energy level diagram of im-ITIC (blue), ITIC (green),
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To investigate the electron affinity (EA) and ionization energy
(IE) of im-ITIC and ITIC, low-energy inverse photoemission
spectroscopy (LEIPS)**** and photoelectron yield spectroscopy
(PYS)** were conducted. As shown in Fig. 3b and ¢, the IE/EA
values for im-ITIC and ITIC are determined to be 5.97/3.85
and 5.88/3.87 eV, respectively. Compared with the Eyomo and
Erumo values in solution, the differences in IE and EA values for
im-ITIC and ITIC became smaller. In particular, the difference
in EA is only 0.02 eV. Generally, intermolecular interactions
cause shallow Egomo and deep Eyuwmo, resulting in narrowing of
the HOMO-LUMO energy gap. In this context, im-ITIC possibly
has larger intermolecular interactions in the solid state
compared with ITIC. The resulting energy diagram along with
a typical donor of PBDB-T (CAS registry #1415929-80-4) are
summarized in Fig. 3d. Since the IE and EA offsets were larger
than 0.3 eV with respect to PBDB-T, im-ITIC and ITIC possess
enough driving force for charge separation.” Based on the IE,
EA, and EgP* values, the exciton binding energies (Ey,) of im-ITIC
and ITIC were estimated to be 0.36 and 0.39 eV, respectively.
This result indicated that the Coulomb attraction force of
excitons in im-ITIC is smaller than that in ITIC, which is
advantageous for photo-charge generation.”*’

Molecular structure and packing diagram

To investigate the molecular structure and packing diagram of
im-ITIC in the solid state, single-crystal X-ray diffraction was
performed. The single crystal was grown by the vapor diffusion
method from chloroform/methanol (see details in the ESIT). As
shown in Fig. 4a, the molecular skeleton of im-ITIC adopts a W-
shaped geometry and exists in two configurations: one with
a generally planar structure (configuration A) and another with
twisted terminal DCI groups, featuring a torsion angle of 17.8°
(configuration B). As shown in Fig. 4b and c, im-ITIC has
a similar twisted 2D brickwork structure to that of ITIC, which
self-assembled into 3D crystal lattices through side-chain
interactions and hydrogen bonding. For im-ITIC, the intermo-
lecular distance between m-m stacked molecules is approxi-
mately 3.40 A. As shown in Fig. 4c, ITIC exclusively forms tail-to-
tail J-aggregates. In contrast, im-ITIC showed four distinct
binary aggregates, including two face-to-face H-aggregates and
two tail-to-tail J-aggregates. The ratio of H-aggregates to J-
aggregates is approximately 1:1, which differs significantly
from the aggregation behavior of ITIC.

Based on these dimer structures of im-ITIC and ITIC, we
calculated the energy levels for these aggregates. As shown in
Fig. S7,7 the LUMO energy levels of im-ITIC-Ja are nearly iden-
tical to those of ITIC-Ja and ITIC-Jb. In contrast, the LUMO
energy levels of the H-aggregates (im-ITIC-Ha and im-ITIC-Hb)
are relatively shallower than those of the J-aggregates (im-ITIC-
Ja and im-ITIC-Jb).>**° These phenomena indicate that the
LUMO energy level of im-ITIC is influenced by its stacking
mode. Conversely, the HOMO energy levels of H-aggregates and
J-aggregates for im-ITIC are less affected because the electron
clouds of HOMO are localized in the central part of im-ITIC.
These trends are in good agreement with the experimentally
determined IE/EA results.

This journal is © The Royal Society of Chemistry 2025
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Photovoltaic characteristics

To investigate the photovoltaic characteristics of im-ITIC, we
fabricated OSCs with an inverted configuration of ITO/ZnO/
PBDB-T:im-ITIC/M0O;/Ag (Fig. S81).*° Fig. 5a shows the J-V
characteristics of the OSCs under an air mass of 1.5 G using
a solar simulator lamp (100 mW cm ?), and the key OSC
parameters are summarized in Table 2. During the optimization
process of im-ITIC-based OSCs, the inclusion of additives such
as 1,8-diiodooctane (DIO) and 1-chloronaphthalene (CN) was
found to affect the Vo and Jsc of the OSCs.”*' The Js¢ and
external quantum efficiency (EQE) of OSCs increased by the
addition of CN and DIO (Fig. 5b). Notably, the addition of DIO
increased the Vo from 0.95 to 1.02 V. As shown in Fig. S9, the
UV-vis absorption spectrum of DIO-processed im-ITIC
films showed a shoulder peak around 605 nm, which can be
attributed to the absorption of H-aggregates.'”*® This result
implies that the H-aggregation of im-ITIC contributed to the
increased Voc.

The surface morphologies of the PBDB-T:im-ITIC films were
investigated using atomic force microscopy (AFM). As shown in
Fig. S10,1 all films exhibit similar surface morphology and
roughness but have a smoother surface compared with ITIC. To
investigate the crystallinity and molecular arrangement of the
PBDB-T:im-ITIC films, X-ray diffraction (XRD) measurements
were performed. As shown in Fig. S117 the diffraction intensi-
ties in the out-of-plane profiles become prominent when CN
and DIO were added, indicating that the addition of CN and
DIO improved the crystallinity of the blend films.

The electron and hole mobilities (u. and uy) of the PBDB-
T:im-ITIC films with different additives were investigated using
the space-charge-limited-current (SCLC) model, and the results
are summarized in Table S1 and Fig. S12a and S12b.} (ref.
32-34) The wy, value of 2.5 x 107> em® V' s7! was the same for
all the conditions. On the other hand, the u. was slightly
improved from 9.2 x 107 °t0 9.7 x 107 ®and 9.9 x 10" ®ecm?* V™’
s~ by the addition of CN and DIO respectively, which contrib-
uted to the improved Jsc and FF of OSCs.

The photocurrent density (J,n) against effective applied
voltage (V) for PBDB-T:im-ITIC based OSCs is plotted in
Fig. S12c.} (ref. 35 and 36) The J,;, of PBDB-T:im-ITIC devices
processed with CN and DIO exhibited saturation. In contrast,
the blend film without additive showed no distinct J,}, satura-
tion, possibly due to the contribution of non-geminate recom-
bination. Based on the ratio of Jy, to the saturation current
density (Jsat), the exciton dissociation probabilities (P(E,T)) for
CN- and DIO-processed OSCs were calculated to be 93%, and
96%, respectively. To investigate the non-geminate recombi-
nation in blend films, the Jsc against light intensity (Pjign) was
measured. As shown in Fig. S12d,T the exponential factors («)
for the blend films without additive and for CN- and DIO-
processed films were determined to be 0.87, 0.93 and 0.99,
respectively. The « value close to 1.00 observed for the DIO-
processed OSC indicates negligible non-geminate recombina-
tion losses. In contrast, the lower « value for the blend film
without additive suggests a significant contribution of non-

J. Mater. Chem. A, 2025, 13, 17720-17729 | 17723
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Fig. 5 (a) J-V curves and (b) EQE spectra of PBDB-T:im-ITIC with
different additives.

geminate recombination. These trends are consistent with the
results shown in Fig. S12c.}

To investigate the origin of the high Vo in the DIO-
processed films, the Ecp energy was determined from the
normalized external quantum efficiency (EQE) spectra
(Fig. S13%).*” As a result, the Ecy of the DIO-processed PBDB-
T:im-ITIC film (1.57 eV) was estimated to be higher than that of
the CN-processed film (1.54 eV) and the blend film without
additives (1.54 eV). A positive correlation was found between the

View Article Online

Journal of Materials Chemistry A

The limited PCE of im-ITIC-based devices compared with the
ITIC-based device is primary due to the reduced Js¢ (Fig. S14a
and S14b¥), which can be attributed to the significant overlap of
the absorption bands between im-ITIC and PBDB-T (Fig. S157).
Notably, the Vo of the im-ITIC-based device reached a high
value of 1.02 V, which is 0.12 V higher than that of the ITIC-
based device. As we discussed above, im-ITIC and ITIC exhibi-
ted similar EA values in their pristine films. Therefore, the
difference in Vo between the im-ITIC- and ITIC-based OSCs
would be attributed to the energy state at the D/A interface,
specifically Ecr, rather than the intrinsic energy levels of the
acceptors. In fact, the Ecr value of the PBDB-T:ITIC film was
determined to be 1.39 eV (Fig. S14ct).

Time-resolved infrared (TR-IR) absorption spectroscopy

To investigate the photo-charge generation in pristine and
blend films for im-ITIC and ITIC, time-resolved infrared (TR-IR)
absorption measurements were employed. This method
enables detailed analysis of charge separation processes as well
as the decay dynamics of the free carriers. In particular, the
vibrational frequency of the cyano group, which is introduced as

estimated Ecr and the Voc of OSCs. an electron-accepting group in NFAs, shifts to lower
Table 2 OSC characteristics of im-ITIC and ITIC
Active layer Additive ~ PCE (%) Jsc (mA em™?) Voe (V) F (%) EQEmax (%)  Ecr (€V)
PBDB-T:im-ITIC  DIO® 5.13 (4.88 + 0.37) 9.06 (8.84 +0.22)  1.02 (1.01 +£0.01) 57 (56 +1)  56.2 1.57
PBDB-T:im-ITIC ~ CN“ 3.74 (3.62 + 0.12) 8.10 (7.98 £ 0.13)  0.95(0.95 £ 0.01)  49(56 £1)  52.7 1.54
PBDB-T:im-ITIC ~ — 3.25 (3.18 + 0.06) 7.81(7.71 £ 0.12)  0.95(0.95+0.01)  45(44+1)  50.8 1.54
PBDB-T:ITIC DIO? 8.62 (8.41 £ 0.13)  14.73 (14.33 £ 0.28)  0.90 (0.90 £ 0.01) 65 (65 +1)  72.2 1.39
“ 1 vol% concentration was added. © 0.5 vol% concentration was added.
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wavenumbers with increasing electron density. This property
allows the investigation of intra- and intermolecular charge
transfer processes in NFAs.**°

First, we measured the TR-IR absorption spectra in the cyano
stretching region, as shown in Fig. 6. The results showed that
a negative peak at 2230 cm ' and a positive peak between 2200
and 2160 cm ™' appeared upon 660 nm pump pulse irradiation
(Fig. 6b). These peaks are assigned to ground-state bleaching of
the cyano stretching mode, an S; state formed by intra-
molecular charge transfer in ITIC, and an anionic ITIC molecule
generated by intermolecular charge separation, respectively.’**°
These results indicate that intramolecular and intermolecular
charge transfer occurs even in ITIC films upon photoirradiation
(Fig. 6b). In the case of the im-ITIC film, a negative peak at
2225 cm ™' and a positive peak between 2200 and 2160 cm ™ *
similarly appeared upon pump pulse irradiation (Fig. 6a). These
results confirm that the intermolecular charge transfer also
takes place in the im-ITIC pristine film.

Similar TR-IR measurements were performed on the PBDB-
T:ATIC and PBDB-T:im-ITIC blend films. As shown in Fig. 6d,
when ITIC was blended with PBDB-T, the absorption intensity
at 2230 ecm ™! (S; state) becomes weaker, while the absorption
between 2200 and 2160 cm ' strengthens significantly, high-
lighting a distinct change in the spectral response. These results
imply that the formation of heterojunctions with the donor
promotes charge separation and increases the number of ITIC
anions. On the other hand, ground-state bleaching was
observed at 2220 cm™' for the PBDB-T:im-ITIC blend film,
although the positive signals were found to be negligible
(Fig. 6¢). While cationic im-ITIC are expected to induce a blue
shift in the CN vibration, their oscillator strength is weak,
making them undetectable.’® However, since the formation of
cationic states reduces the population of neutral molecules,
they contribute to the appearance of the bleaching signal. The
ground-state bleaching in im-ITIC suggests that electrons are
not localized within the molecules to form an anionic state;

L
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instead, they are released from the molecules, resulting in the
formation of free electrons.

The formation of free electrons can be confirmed by tracking
the background absorption in the mid-infrared region. We have
reported that free electrons excited in the ITIC layer give
structures with broad absorption in the entire mid-IR region
from 4000 to 1000 cm ™, which is attributed to the intraband
transition of free electrons.*®**'*** In the case of im-ITIC, the
broad IR absorption was also observed upon 660 nm pump
pulse irradiation, as in the case of ITIC (Fig. S16a and S16b¥).
These results suggest that free electrons are also generated in
the im-ITIC pristine film.

The decay dynamics of free electrons generated in ITIC and
im-ITIC pristine films are shown in Fig. 7a and b. For both
acceptors, the absorption at 2050 cm ™" increases immediately
after photoexcitation and decays monotonically. Notably, im-
ITIC exhibited a longer lifetime than ITIC in the time region of
0-1000 ps. This difference in lifetimes is considered to be due to
the smaller E}, of im-ITIC, which reduced the Coulomb attrac-
tion force of electron-hole pairs in im-ITIC and suppressed
charge recombination.

We also analyzed the decay dynamics for the PBDB-T:im-ITIC
and PBDB-T:ITIC blend films. As in the case of ITIC and im-ITIC
pristine films, the excitation of acceptors in the blend film
causes broad IR absorption (Fig. S16c and S16dt), indicating
that free electrons were also observed in the blend films.

The temporal profiles of the transient absorption at
2050 cm ! further provided detailed information about the
formation and the decay processes of the free electrons (Fig. 7c
and d). As shown in Fig. 7c, the absorption intensity of free
electrons for ITIC gradually increases in 0-10 ps. This result
suggests that the charge separation is facilitated by the hole-
transfer from the excited ITIC to the PBDB-T layer at the D/A
interface. In contrast, im-ITIC showed an immediate increase
in free carrier absorption after photoexcitation. This result
shows that the hole transfer from im-ITIC to PBDB-T is much
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0 —imITIC 0
> —1ITIC >
= 0.8+ = 0.8+
2 2
g k)
£06+ £064
o bl
»g 04 _ﬁ 04
. o N UL
2024 Aex = 660 Nm 20.24 ’ 2050 cm-!
2050 cm™!
0.0 0.0 VY
2 0 2 4 6 8 10 2 0 2 4 6 8 10
Time (ps) Time (ps)
(b) (d)
1.0 4 04
—im-ITIC 0
> —ITIC >
£0.384 =0.8
2 2
e 2
£06- Z064
3 Aex = 660 nm 3
5047 2050 cm-! 5047
E E ——PBDB-T:im-ITIC A= 660 nm
S 02 S 0.2 — T ex
2 2 PBDB-T:ITIC q
2050 cm-
0.0 0.0 A
T T T T T W T T T T T
0 200 400 600 800 1000 0 200 400 600 800 1000
Time (ps) Time (ps)

Fig. 7 Time profiles of free electrons in pristine ITIC and im-ITIC films (a & b) and in their blend films with PBDB-T (c & d). These profiles were

obtained by photoexciting the NFA domain with a 660 nm pump pulse and measuring the transient absorption at 2050 cm
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Fig. 8 (a) and (b) Snapshots (left) and examples of stacking modes
(right) from the MD results of im-ITIC and ITIC based pristine systems.
(c) Radial distribution function data for pristine systems. (d) Probability
of different aggregations in pristine systems. In the snapshots, face-to-
face and tail-to-tail aggregations are colored red and green,
respectively.

faster compared with ITIC. However, the free carrier lifetime of
im-ITIC was found to be shorter than that of ITIC (Fig. 7d). This
is the opposite trend in pristine films where the lifetime of free
electrons is longer in im-ITIC than in ITIC. These results align
well with the experimental results of the OSC characteristics
showing that PBDB-T:ITIC exhibits higher Jsc values than that
of PBDB-T:im-ITIC.

im-ITIC

View Article Online
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Molecular-dynamics simulations

To understand the origin of difference in Vog, molecular-
dynamics (MD) simulations of im-ITIC and ITIC were carried
out (see details in the ESIT).*™** Snapshots of the MD simula-
tions for im-ITIC and ITIC are shown in Fig. 8a and b, and that
for blend states with PBDB-T fragment are shown in Fig. S17a
and S17b.f ITIC showed only tail-to-tail stacking between its
terminal groups. In contrast, im-ITIC exhibited both H-
aggregation and J-aggregation behaviors. These results are
consistent with the crystal packing structures of ITIC and im-
ITIC (Fig. 4). The above results are statistically shown in Fig. 8c
and S16¢c,t where the radial distribution functions (RDFs)
indicate the probability of finding a group some distance away
from a reference group, with a higher g{r) peak pointing to
a larger packing density at a given distance.*® It is significant
that im-ITIC shows an evident peak around 4 A in both pristine
and blend states when considering the face-to-face stacking.
The probability of different aggregation modes also clearly
demonstrates the stacking differences between im-ITIC and
ITIC (Fig. 8d and S16d¥).

Further, MD simulations for im-ITIC in pristine and blend
states with different additives were also performed to understand
the effect of additives on the molecular packing. As shown in
Fig. S18,T the addition of DIO significantly increases the proba-
bility of face-to-face stacking in pristine im-ITIC systems. This
phenomenon is also observed in blend systems (Fig. S19%). As
shown in Fig. S18c and S19c¢,t a distinct peak at around 4 A is
present between CN and im-ITIC, whereas no such peak was
observed between DIO and im-ITIC. This result indicates that
DIO does not form intermolecular interactions with im-ITIC,
thereby increasing the possibility of face-to-face stacking of im-
ITIC compared with CN. As a result, the use of DIO additives
contributed to enhancing the H-aggregation behavior of im-ITIC,
which is a critical factor for achieving high V¢ values in OSCs.

Excited state analysis

To further understand how H-aggregation increases Voc, we
performed time-dependent DFT (TD-DFT) calculations using

sﬁ s A

.0: o b
Ecr=194ev
J-aggregates

Eg=2156V

Fig. 9 Distributions of the hole (blue) and electron (green) for different excited states of different aggregates of im-ITIC. TD-DFT calculations
were performed using the wB97XD/6-31G(d,p) method on the molecular clusters from MD simulations.
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the wB97XD/6-31G(d,p) method on D:A clusters with different
stacking modes from MD simulations.*>*” Fig. 9 displays the
hole and electron distributions for the lowest CT and localized
excited (LE) states in various aggregates between im-ITIC/ITIC
and the PBDB-T fragment. The Ecr values for H- and J-
aggregates for im-ITIC-based clusters were calculated to be
2.06 and 1.97 eV, respectively. The Ecr value for the J-aggregate
of the ITIC-based cluster had a slightly lower value of 1.94 eV.
These results indicate that J-aggregation produces similar CT
states between im-ITIC and ITIC. In contrast, H-aggregation in
im-ITIC significantly raises the Ecr at the D/A interface. In
addition, the energy offset (AE g_cr) between E¢p and Epg for
these clusters were calculated to be 0.10, 0.12 and 0.21 eV,
respectively, indicating that H-aggregation possibly contrib-
utes to reducing the energy loss.*>** Thus, we conclude that
the H-aggregation in im-ITIC raises the overall energy level of
the CT state in OSCs, achieved through a molecular design
that incorporates steric hindrance on only one side of the
molecule.

Conclusions

To investigate the impact of aggregation behavior on Vg, we
designed im-ITIC with C,, symmetry, arranging all the side
chains on one side of ITIC. Concentration-dependent "H NMR
spectra of im-ITIC exhibit aggregation behavior in solution.
LEIPS measurements revealed that EA values for im-ITIC and
ITIC pristine films were almost identical to each other. Based
on the IE, EA, and EgP* values, the Ey, values of im-ITIC and ITIC
were estimated to be 0.36 and 0.40 eV, respectively. Single-
crystal X-ray diffraction analysis revealed that im-ITIC
exhibits H- and J-aggregates in the packing diagram. The
PBDB-T:im-ITIC-based OSC showed a higher Vo of 1.02 V
compared with that of PBDB-T:ITIC (0.90 V). The V¢ of PBDB-
T:im-ITIC was influenced by the choice of additives, showing
higher Vo when DIO was employed. The Eqr values of the
PBDB-T:im-ITIC and PBDB-T:ITIC films were estimated to be
1.57 and 1.39 eV, respectively, demonstrating a positive
correlation with the Vo values of OSCs. TR-IR measurements
revealed that the lifetime of free carriers in the pristine im-ITIC
film was longer than that of ITIC, while the lifetime of the
PBDB-T:im-ITIC blend film was found to be shorter than that
of the PBDB-T:ITIC film. These results align with the E}, values
in pristine film and the Jsc values of the blend films. Through
MD simulations and TD-DFT calculations, we found that the
H-aggregation behavior of im-ITIC substantially increases the
Ecr energy level at the D:A interface compared with J-
aggregates, thereby improving Voc. This study demonstrated
that the aggregation behavior induced by the molecular
structure of acceptors influences the Eqcr and the Vo in OSCs,
offering valuable insights for designing high-performance
nonfullerene acceptors.
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