#® ROYAL SOCIETY

Sustainable
P OF CHEMISTRY

Energy & Fuels

View Article Online

View Journal | View Issue,

Charge transfer characteristics of fullerene-free
polymer solar cells via multi-state electronic
coupling treatmenty

i ") Check for updates ‘

Cite this: Sustainable Energy Fuels,
2020, 4, 4137

Tuuva Kastinen ®* and Terttu I. Hukka @ *

Recently, non-fullerene (NF) polymer solar cells (PSCs), where new electron acceptor (eA) materials are
blended with a donor—acceptor (D—A) copolymer as an electron donor (eD), have shown promising
power conversion efficiencies up to 18%. Some of the best-performing NF PSCs use the eD copolymers
PBDT-TzBI, PDTB-EF-T, and PBDB-T-2F, and either a D—A copolymer P(NDI2OD-T2) or small molecule
acceptors (SMAs) ITIC-4F and ITIC-2Cl as the NF eA compounds. Here we investigate these systems
with density functional theory methods and extend our previous study of the multi-state fragment
charge difference (FCD) electronic coupling scheme by applying it to the calculations of charge transfer
(CT) rates for exciton dissociation and charge recombination (CR) processes at local eD—eA interfaces.
Despite similar backbone structures and optical properties, the studied eD copolymers have different
conformational, ionization, excitation, and CT characteristics. The electronic couplings and CT rates
depend strongly on the relative positioning of the eD and eA compounds in the eD-eA complexes.
While the main CT path is from eD to the eA compound, CT from eA to the eD compound is also
predicted in the polymer—polymer PBDT-TzBI-P(NDI2OD-T2) system. The multi-state FCD electronic
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a dispersion-corrected optimally tuned long-range corrected functional. The calculated CR rates are

DO 10.1035/d0se00306a slower in the polymer—SMA systems than in the polymer—polymer system, which could partly account
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Introduction

Polymer solar cells (PSCs) have a great potential as a low-cost,
lightweight, flexible, and scalable technology for light conver-
sion.** So far, the most studied systems have included fullerene
derivatives as the electron acceptor (eA) materials with conju-
gated donor-acceptor (D-A) copolymers as the electron donor
(eD) materials. Although these fullerene-based PSCs have ach-
ieved promising power conversion efficiencies (PCEs) of ca.
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construction of the eD-eA complexes. Additional information regarding the
methods. The following details on the results: the OT w for the individual eD
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dihedrals in the monomer models of the eD and eA copolymers and ITIC. The
BLA¢oa values of the eD and eA compounds and bond length differences
between the geometries of the charged (radical and S,) and neutral (GS) eD and
eA compounds in vacuum and CHCl;. Additional optoelectronic properties
(HOMO, LUMO, and HOMO-LUMO gap energies, IEs, EAs, vertical excitation
energies, oscillator strengths, and UV-vis absorption spectra) of the eD and eA
compounds. The optimized geometries and relative energies of the eD-eA
complexes. The multi-state FCD electronic couplings, additional CT parameters,
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for their higher experimentally observed efficiencies in devices.

12%,>* they possess several hindrances, such as limited possi-
bilities to tune the chemical structures and energy levels of
fullerene derivatives, high synthesis cost, poor light absorption
in the visible and infrared spectral regions, and morphological
instabilities.>® To overcome these limitations, the researchers
have developed alternative eA materials with tunable structural
and optoelectronic features, which can be matched with a wider
range of eD copolymers. As a consequence, a rapid and
encouraging progress has been made in designing fullerene-
free, i.e. non-fullerene (NF) PSCs during the past few years.>’
In all-polymer solar cells (APSCs), D-A copolymers composed
of electron-rich donor and electron-deficient acceptor units in
the constitutional repeating unit (CRU) are employed as both
the eD and eA materials. This type of a design strategy®® has
enabled fine-tuning of the structural and optoelectronic prop-
erties, e.g. ionization energies (IE), electron affinities (EA), and
optical gaps, of the D-A copolymers by selecting the backbone
donor and acceptor units with the desirable characteristics.'®
Controlling these features for the eA compounds can yield APSC
devices with improved light absorption, higher open-circuit
voltage, and enhanced long-term stability compared to the
conventional, fullerene-based PSCs.® Especially, naphthalene
diimide (NDI) based copolymers have been popular eA mate-
rials in APSCs due to their large EAs, high electron mobilities,
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Fig. 1 Molecular structures of the studied eA compounds.

and good thermal and oxidative stabilities.*™*> The highest PCEs
have been ca. 12%"** for APSCs using poly[(N,N-bis(2-octyl-
dodecyl)naphthalene-1,4,5,8-bis(dicarboximide)-2,6-diyl)-alt-
5,5'-(2,2'-bithiophene)] (P(NDI2OD-T2), also referred to as
N2200) as the eA material*® (Fig. 1). These efficiencies have been
surpassed recently with a new eA copolymer (PJ1), which is
based on a small molecule acceptor (SMA) building block
leading to the PCE of 14.4%."°

Another emerging type of the efficient NF PSCs makes use of
T-conjugated SMAs as the eA materials, whose acceptor-donor—
acceptor (A-D-A) structure leads to strong intramolecular elec-
tron push-pull effects similar to the ones in D-A copolymers.
For example, in a successful ITIC," an electron-donating, bulky
seven-ring indacenodithieno[3,2-b]thiophene (IT) core is end-
capped with electron-withdrawing 2-(3-oxo-2,3-dihydroinden-1-

ITIC, Ry = 4-hexylphenyl; Ry, R3 = H
IT-2Cl, R = 4-hexylphenyl; R, = Cl, R3 = H
IT-4F, Ry = 4-hexylphenyl; R, =F, Rz =F

ylidene)malononitrile (INCN) groups. This type of a rigid
A-D-A structured backbone results in the extended conjugation
and reduces reorganization energy, which is beneficial for
charge transport.'”'®* However, on the downside, planar back-
bones with the extended conjugation may lead to the undesired
aggregation behavior for ITIC (and other SMAs) and conse-
quently decreased efficiencies of PSCs. Thus, four 4-hexylphenyl
have been substituted to the IT core to restrict the planarity and
consequently aggregation of ITIC in blend films. The advan-
tages of ITIC derivatives are strong light absorption and good
electron mobility. Furthermore, their properties can be easily
tuned via molecular modifications, while simultaneously
maintaining their key aspects of efficient eAs.*?* For example,
NF-SMA PSCs based on ITIC derivatives with halogenated (e.g.
fluorinated or chlorinated) end groups have some of the highest

Electron donors

PBDT-TzBI

PBDB-T-2F

Fig. 2 CRUs of the studied eD copolymers.
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PCEs (ca. 15%) for PSCs.>*">* The record PCEs (ca. 18%>*) for the
NF PSCs have been achieved recently with a SMA* (Y6) con-
sisting of dithienothiophen[3.2-b]-pyrrolobenzothiadiazole core
and 2-(5,6-difluoro-3-ox0-2,3-dihydro-1H-inden-1-ylidene)
malononitrile side groups.

The NF eA materials discussed above have either small (i.e.
below 1.50 eV; ca. 1.48 eV for P(NDI20OD-T2)) or medium (i.e.
1.50-1.90 eV; ca. 1.60 eV for ITIC) bandgaps.?® Thus, to achieve
a wide absorption of the solar spectrum and efficient NF PSCs,
they are typically combined with medium- or wide-bandgap
(>1.9 eV) copolymers as the eD compounds. These kinds of
copolymers (Fig. 2) include poly[4,8-bis(5-(2-ethylhexyl)thio-
phen-2-yl)benzo[1,2-b:4,5-b'|dithiophene-co-4,8-di(thien-2-yl)-6-
octyl-2-octyl-5H-pyrrolo[3,4-flbenzotriazole-5,7(6H)-dione]
(referred to as PBDT-TzBI in this work; known also as PTzBI*” or
PTZBIBDT?®), PDTB-EF-T,”” and poly[(2,6-(4,8-bis(5-(2-ethyl-
hexyl)-4-fluorothiophen-2-yl)benzo[1,2-b:4,5-b'|dithiophene))-
alt-(5,5-(1',3'-bis(thiophen-2-yl)-5',7'-bis(2-ethylhexyl)benzo
[1',2"-c:4’,5'-c'|dithiophene-4,8-dione))],>*** see the ref. 32 for the
alternative naming (referred to as PBDB-T-2F * in this work;
known also as PBDB-TF*' or PM6 *'). Among these eDs, PBDT-
TzBI*® and PBDB-T-2F** have been originally developed for
fullerene-based PSCs.

All of the aforementioned copolymers have the same weak,
electron-rich donor unit, benzo[1,2-b:4,5-b']dithiophene (BDT),
but different electron-deficient acceptor units, TzBI in PBDT-
TzBI*® and 1,3-bis(thiophen-2-yl)-5,7-bis(2-ethylhexyl)benzo[1,2-
c:4,5-c']dithiophene-4,8-dione (BDD)**** in PBDB-T-2F. In addi-
tion, there are thiophene spacers between the donor and
acceptor units, which have a role in controlling planarity, and
accordingly, aggregation.’® The introduction of thiophenes in
the copolymer backbone also weakens the intramolecular
charge transfer (CT) character between the donor and acceptor
units, which leads to the medium or wide band gaps in these
copolymers.*” In PDTB-EF-T, the thiophenes with the electron-
withdrawing ester groups have been used instead of a strong
electron-deficient unit.*® Additionally, the desired IEs, EAs and
structural characteristics of these copolymers have been ach-
ieved by attaching different functional groups, such as aromatic
rings (e.g. thiophene) and electronegative atoms, e.g. fluo-
rine,**313338 to their backbones.

Theoretical quantum chemical calculations provide means
for determining intrinsic structure-property relationships of -
conjugated PSC materials. Moreover, they can provide insight
into the CT processes taking place at local interfaces of the eD
and eA compounds. So far, there have been a number of studies
on structural and optoelectronic properties of individual NF
PSC compounds with density functional theory (DFT)
methods.>*?*** For example, Wang et al. have investigated both
the electronic and optical properties of two NF SMAs (IDIC and
IDTBR) and five D-A copolymers and their interfacial charac-
teristics.*' The effect of fluorination on the characteristics of the
eD copolymers and ITIC has been examined by Benatto et al.**
Local interfaces in the NF devices have been exploited, as
well.>**%*"%% Han et al. have studied the impact of different eD
molecular architectures on the interfacial arrangements and
electronic properties of the NF organic solar cells based on
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small-molecule eDs and the SMA ITIC-4F with the multiscale
simulations combining molecular dynamics (MD) and DFT
calculations.”® Moreover, they have compared the interfacial
complexes consisting of PBDB-T-2F as the eD copolymer and
either PC,,BM or ITIC as the eA compound with both MD and
DFT.** The NF PSC systems of PBDB-T-2F and different ITIC
derivatives have been the subject of other MD simulations, as
well.*** Han et al. have also compared the packing of the ITIC
and PC,;BM acceptor thin films with MD simulations.** While
these studies have included electronic structure calculations of
some of the aforementioned efficient NF PSC compounds, they
have mostly concentrated on the MD simulations of the blend
morphologies, and thus a deeper understanding of the elec-
tronic structure-function relations and CT characteristics of
these compounds is still required.

For the efficient charge generation in PSCs, the rates of
exciton dissociation (ED) should be maximized, whereas the
rates of charge recombination (CR) should be minimized.* In
the previous theoretical studies of the NF PSCs systems, the ED
and CR rates have also been evaluated to gain deeper under-
standing of these CT pathways.*’~*° The electronic coupling (Hj)
between the initial (i) and final (f) charge-localized, i.e. diabatic
states is one of the key parameters defining the CT rates.*
Number of different theoretical approaches have been devel-
oped for calculating the couplings.>** In the studies of poly-
mer-fullerene-based PSC systems, the two-state fragment
charge difference (FCD)** and generalized Mulliken-Hush
(GMH)*”*® schemes have been popular choices.**> However, if
a component of the local excitation is mixing with the CT state
of interest, multiple adiabatic states should be included to
obtain a more accurate description of the diabatic states.®*** In
our previous studies,**® we have observed the tendency of the
long-range-corrected (LRC) functionals to predict mixed CT
states for the polymer—fullerene systems. Our latest study®®
showed that use of the multi-state FCD and GMH schemes®**
with both the non-tuned and optimally-tuned (OT) LRC func-
tionals reduces this mixing. In the previous studies of the NF
PSC systems, the GMH scheme has been applied in conjunction
with the (non-tuned) LRC functional CAM-B3LYP for PBDB-T-
ITIC*** and with the OT-wB97X-D functional for PBDB-T-IT-
OM.* However, the FCD scheme, which we observed®® to be less
sensitive to the number of states and the choice of the calcu-
lation method compared to GMH, does not seem to have been
applied for the NF PSC systems yet. Furthermore, it is beneficial
to investigate, whether the inclusion of multiple states effects
the electronic couplings of the NF PSC systems. Information
regarding the effect of the dispersion corrections included in
the DFT functional on the multi-state coupling calculations is
still missing, as well.

In this work, we will investigate via DFT and time-dependent
DFT (TDDFT) methods a selected set of eD (Fig. 2) and eA
(Fig. 1) compounds, which have been recently employed in
some of the most efficient NF PSCs.**”****” The selected eD
compounds include D-A copolymers PBDT-TzBI, PDTB-EF-T,
and PBDB-T-2F, whereas for the eA compounds, the D-A
copolymer P(NDI2OD-T2), the SMA ITIC, and its fluorinated and
chlorinated counterparts, ITIC-4F and ITIC-2Cl, respectively,
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have been chosen. We use theory to shed light on those char-
acteristics that make the selected compounds successful and on
the CT processes that take place at their local eD-eA interfaces.
The first part of the work will explore the structural, ionization,
excitation, and optoelectronic properties of the individual eD
and eA compounds. In the second part, we will examine the
local interfacial configurations, CT characteristics, and CT rates
for the ED (eD*-eA — eD'-eA”) and CR (eD'-eA” — eD-eA)
processes of the corresponding eD-eA complexes. For obtaining
the CT rates, we utilize the multi-state FCD scheme to calculate
the electronic couplings. This work extends our previous study®®
of the effects of the two- versus multi-state treatments on elec-
tronic couplings in fullerene-based PSC systems by exploring
the influence of multiple states and dispersion corrections on
coupling values of the studied NF PSCs. Based on our® and
other's findings®®* on organic solar cell systems, dispersion
corrections are important for describing weak dispersion
interactions at their local eD-eA interfaces. Furthermore, tuned
LRC functionals have performed well in calculations of both the
individual PSC compounds™’ and local interfaces.®>*® Thus,
the OT version of the dispersion corrected LRC functional
wB97X-D”* was selected to investigate the effects of both the
tuning of a LRC functional and dispersion corrections on the
electronic coupling values. In some of the TDDFT calculations,
we employ also the global hybrid PBEO 77 functional for
comparison.

Computational details
Models

The eD and eA compounds studied here (see Fig. 1 and 2)
comprise both of the D-A copolymers (PBDT-TzBI, PDTB-EF-T,
PBDB-T-2F, and P(NDI2OD-T2)) and the A-D-A-type SMAs (ITIC,
ITIC-2Cl, and ITIC-4F). In most calculations, the full-length side
chains of the compounds were replaced by methyl groups to
reduce the computational cost, except for some of the relaxed
potential energy surface (PES) scans of the side groups to check
the dihedral angles within the side groups and between the side
groups and the backbone donor or acceptor units. We note,
however, that long alkyl side chains affect the solid-state
packing and resulting optoelectronic characteristics,”® and
they should be included, e.g. when the atomistic simulations of
blends are carried out.

The eD and eA copolymer models are defined by their CRUs
(i.e. the repeating units, n). A CRU consists of donor and
acceptor units and additional thiophene spacers. The monomer
and oligomer models of the copolymers consist of 1-4 CRUs
and will be referred to as BDT-TzBI, DTB-EF-T, BDB-T-2F, and
NDI2OD-T2 (without P in front). The relative orientations of
their backbone units were selected based on the relaxed PES
scans (see Methods below and Fig. S1-S31 for the studied
dihedrals). Within the CRU of a D-A copolymer, neighboring
donor and acceptor units can be either anti to each other, i.e.
the neighboring heteroatoms of the units are on the opposite
sides, or syn to each other, i.e. the neighboring heteroatoms are
on the same side. Similarly, the neighboring CRUs can be either
anti or syn with respect to each other. In the text, the
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conformations are referred to as: anti/anti or anti-anti/anti,
where the first word (or words) refers to the conformation(s)
within one CRU and the second word to the conformation
between two CRUs. Here, we have considered only the ener-
getically most stable conformations for each copolymer.

Monomer models (i.e. hydrogen-terminated CRUs, n = 1) of
the D-A copolymers were used in the PES calculations to
determine the optimal dihedral angles within the backbone.
Furthermore, the monomers were employed in the eD-eA
complexes (see below). In the studies of the structural, ioniza-
tion, and excitation characteristics of the individual eD and eA
compounds, trimers (n = 3) were used as the oligomeric models
of the D-A copolymers. As an exception, P(NDI2OD-T2) was
modeled using a tetramer (n = 4) to keep the relative conjuga-
tion lengths (i.e. the number of the double bonds, N, within the
shortest path between the terminal carbon atoms of the back-
bone) in the copolymer models consistent with each other.

The eD-eA complexes were constructed using the optimized
GS geometries of the monomer models of the eD and eA
copolymers and the ITIC-based eA compounds. In addition,
dimer models of both the eD copolymer PBDT-TzBI and eA
copolymer P(NDI2OD-T2) were used in one complex configu-
ration to study the effect of a longer oligomer on the local
structure and CT characteristics at the eD-eA interface. In all
complexes, the eD models were oriented in the xy plane along
the x axis. Three configurations of each complex were studied:
the eA model was positioned above the donor, thiophene, and
acceptor unit of the eD model along the x axis by superposing
the centroids of the specific heterocyclic aromatic rings with the
initial intermolecular distance of 4 A (see the ESIf for further
information of construction of different configurations). After
this, the complexes were fully optimized without any
constraints (see Methods).

Methods

All the calculations were carried out with the Gaussian 16
Rev.BO1 suite of programs,’” except for the electronic coupling
calculations of the complexes, which were carried out with the
Q-Chem 4.2 software.” The LRC wB97X-D functional” was
selected, as it includes the dispersion corrections and is rec-
ommended for studying systems with extended 7-conjugated
structures.®®

To determine the relative orientations of the backbone units
in the eD and eA compounds for the further calculations, the
torsional potentials between the adjacent units within the
monomer models of the eD and eA copolymers and the eA
compound ITIC in their neutral GS geometries were determined
with the relaxed PES scans at the wB97X-D/6-31G** level of
theory in vacuum (with the default range-separation parameter,
w, of 0.2 bohr™"). The PES scans were carried out also for the
dihedral angles between the BDT donor unit and the full-length
alkyl thiophene side groups of the eD models (BDT-TzBI, DTB-
EF-T, and BDB-T-2F) in addition to those between the BDD
acceptor unit and alkyl side chains of BDB-T-2F to check their
relative orientations (Fig. S31). The constrained geometry opti-
mizations were carried out at 5° intervals, ie. the studied

This journal is © The Royal Society of Chemistry 2020
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dihedral angle was kept fixed while fully optimizing the geom-
etry of the rest of the compound.

For all the other DFT and TDDFT calculations, the optimally
tuned dispersion corrected functional, OT-wB97X-D, was used
with the 6-31G** basis set, unless stated otherwise (see the next
paragraph). For this purpose, the w value in wB97X-D was
optimally tuned in vacuum with the gap tuning procedures for
the individual eD and eA compounds™*° (eqn (S1) in ESIt) and
the eD-eA complexes®>****#! (eqn (S2) in ESIt). The OT w values
were determined with an accuracy of 0.01 bohr ™" using the 6-
31G** basis set. The GS geometries of the neutral eD and eA
compounds and their radicals, ie. cations and anions, were
fully optimized with DFT. In the characterization of the indi-
vidual compounds, calculations were carried out in vacuum,
solvent, and blend environments, unless stated otherwise.
Solvation effects were included by means of the conductor-like
polarizable continuum model (CPCM)**** using the static ()
and dynamic (i.e. optical, ¢,p,) dielectric constants of 4.7113 and
2.090627, respectively, for CHCl;. For the blend environment,
the &5 and ¢, of 4.00 and 2.25 were used, respectively, which are
approximate values employed in previous studies for different
organic semiconductors.*** For studying ionization of the eD
and eA compounds, their vertical and adiabatic ionization
energies (IEs, VIE and AIE) and electron affinities (EAs, VEA and
AEA) were calculated with eqn (S3)-(S6) (ESIt). The intra-
molecular reorganization energies for the hole (1) and electron
(A) transfer of the eD and eA compounds were calculated with
eqn (S7) and (S8).t

For examining the intramolecular CT character of the NF
PSC compounds and determining their UV-vis absorption
spectra, the vertical excitation energies for the 10 lowest excited
singlet states of the isolated eD and eA compounds were carried
out with TDDFT. For the ITIC derivatives, the vertical excitations
for the 20 lowest excited singlet states were required to yield the
best description of the UV-vis spectra. Additionally, the TDDFT
calculations of the individual eD and eA compounds were
carried out in CHCl; at the PBE0/6-31G** level of theory using
the OT-wB97X-D-optimized geometries for comparing with the
OT-wB97X-D calculated spectra. The graphical illustrations of
the UV-vis absorption spectra were created via convolution of
the calculated singlet vertical transition energies and oscillator
strengths using a Gaussian-shape broadening with a full width
at half-maximum (FWHM) of 0.30 eV.

The nature of the excited states for both the individual NF
PSC compounds and their complexes was described using
natural transition orbitals (NTOs)® as a representation for the
transition density matrix. The NTOs for the complexes were
obtained from the TDDFT calculations carried out with Q-
Chem, whereas the NTOs of the individual compounds were
generated from the TDDFT calculations using Gaussian. Only
the dominant pairs of the NTOs, ie. those with the largest
eigenvalues (Anto) indicating the fraction of a particular hole-
electron excitation to the overall transition,***” were considered.
In the case of the individual compounds, the contributions of
the backbone units to the NTOs were determined using the C-
Squared Population Analysis (C-SPA)*® as implemented in
Multiwfn 3.6.*>* For the eD-eA complexes, the nature of the

This journal is © The Royal Society of Chemistry 2020

View Article Online

Sustainable Energy & Fuels

states was determined from the pictorial presentations of the
NTOs and calculating the contributions of the eD and eA
compounds to the NTOs by using the C-SPA within a self-made
code. Pictorial presentations of the geometries and NTOs were
generated using ChemCraft 1.8.%

The CT rates for the ED and CR processes taking place at the
local interfacial complexes were calculated with the semi-
classical Marcus theory:*

|Hie|? W

AG +2)
kepjcr = A MenT eXp g

4rkg T

, (1)

where Hj; is the electronic coupling between the initial and final
states of the CT process considered;*® kg and 7 are the Boltz-
mann and reduced Planck constants, respectively; 7 is
temperature (293.15 K here); A the (intermolecular) reorgani-
zation energy (with the inner, 4;, and outer, A; contributions, see
eqn (S9) in ESIT); and AG° the Gibbs free energy. For calculating
the inner reorganization energy, 4; (eqn (S10)-(S15) in ESIY),
and AG° (eqn (S16)—(519) in ESI}), the geometries of the lowest
excited singlet states (S;) of the isolated eD monomers were
optimized with TDDFT and those of the radicals (cations of
these eD monomers and the anions of the eA compounds) were
optimized with DFT. For defining the electronic couplings,
vertical excitation energies, and adiabatic charge differences for
the 10 lowest excited singlet states of the eD-eA complexes were
calculated using TDDFT in the FCD scheme,*® which is incor-
porated in the Q-Chem 4.2 software.” For the complexes of the
polymer—polymer system of PBDT-TzBI and P(NDI20D-T2), the
25 lowest excited singlet states were considered. The two-state
FCD coupling values (see eqn (S20) and (S21)t) obtained from
the Q-Chem calculations were taken directly, whereas the elec-
tronic couplings with multiple states (>2) were determined with
the multi-state version of FCD* in accordance with our previous
work®® (for further details, see eqn (S22)—(S25) in ESIY).

Results and discussion

Ground-state structural properties of the eD and eA
compounds

To better understand the characteristics of the studied NF PSC
compounds, we begin by exploring the geometrical structures of
the individual eD oligomers and eA compounds. The shapes
and sizes of the m-conjugated donor and acceptor units and the
inclusions of the additional spacer units between them are
among the factors defining the shapes of the backbones of both
the D-A copolymers®” and SMAs.”® In addition, conformational
preferences and resulting torsions induced by weak non-
bonding interactions® between heteroatoms and between
heteroatoms and hydrogens in the adjacent electron-rich and
electron-deficient units affect the shape of the backbone.****
First, we will consider the eD copolymers. Based on their OT-
wB97X-D-optimized (see Tables S1 and S27 for the OT w values)
GS trimer geometries, BDT-TzBI, DTB-EF-T, and BDB-T-2F have
twisted backbones with different curvatures (Table 1 and Fig. 3).
The backbones of BDT-TzBI and BDB-T-2F have sine wave
patterns, whereas that of DTB-EF-T has a zigzag pattern.'”

Sustainable Energy Fuels, 2020, 4, 4137-4157 | 4141
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Table 1 Energetically the most stable conformations, backbone types, and planarity of the backbones of the studied eD and eA compounds®
calculated at the OT-wB97X-D/6-31G** level of theory in different environments. The dihedral angles? for the eD and eA compounds calculated

in blend
Dihedral angle” (°)
Type Compound n° N¢ Conformation Backbone type Planarity ay ay g fcru-cru®
eD BDT-TzBI 3 30 Anti-syn/anti Sine wave Twisted 157-159 41-42 43-44 159-162
DTB-EF-T 3 30 Anti/syn Zigzag Twisted 159-162 159-160 131-152 45
BDB-T-2F 3 30 Anti-syn/anti Sine wave Twisted 156-162 39-44 43-44 175-178
eA NDI20D-T2 4 28 Syn-anti/syn Helical Twisted 56-57 152-153 — 60-61
ITIC — — Anti Linear Planar 180 — — —
ITIC-4F — — Anti Linear Planar 180 — — —
ITIC-2Cl — — Anti Linear Planar 180 — — —

“ The neutral GS geometries.

b See Fig. S1 and S2 for the definition of the dihedral angles. The dihedral angles of the eD and eA compounds

determined in vacuum and CHCI, are presented in Table S3. © Number of the CRUs in the studied oligomer. ¢ Number of the double bonds in

the studied oligomer. ¢ Between the CRUs in the oligomers.

Furthermore, the curvature of the backbone increases in the
order of DTB-EF-T < BDT-TzBI < BDB-T-2F, which can impact
the degrees of ordering and folding of the copolymer chains and
the mixing of the eD and eA compounds in the blends.”” The
backbones of the eD trimers are predicted to have similar
torsional twists of 2-49° from planarity regardless of the
surrounding medium (Table 1 and Fig. 3; see also Table S3 and
Fig. S1t for the PES curves). In all cases, each BDT donor unit
and its neighboring thiophene spacers are anti to each other in
the eD trimer models due to the repulsive S---S interactions.”®
The thiophenes and acceptor units are syn to each other in BDT-
TzBI and BDB-T-2F because of the possible nontraditional
hydrogen bonding® between the carbonyl oxygen of the
acceptor unit and the C-H hydrogen of the neighboring thio-
phene. In DTB-EF-T, the thiophenes are anti to each other,

except for those between the adjacent CRUs that are syn to each
other due to a possible hydrogen bonding between the
hydrogen of the unsubstituted thiophene and the carbonyl
oxygen of the ester group in the thiophene of the next CRU. The
same conformation has been also predicted for the dimer
model of PDTB-EF-T in the original study of Li et al.*®

Next, we will turn our attention to the eA compounds. The
OT-wB97X-D functional predicts that the eA tetramer NDI2OD-
T2 has a slightly helical backbone with a small curvature most
probably due to the syn-anti/syn conformation (see below). The
thiophene donors are predicted to be anti to each other with the
torsion from planarity of ca. 27-28° between them (see Tables 1
and S37), which is in line with, although somewhat smaller than
the previous findings (the torsion of 32° from planarity by
B3LYP/6-311G**°?). The thiophene donor and NDI acceptor
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Fig. 3 Optimized GS geometries of the trimers of the studied eD copolymers calculated at the OT-wB97X-D/6-31G** level of theory (in blend).
In the side-view figures (on the right), the hydrogens are not shown for the clarity.
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units of NDI2OD-T2 are not in the same plane due to the rela-
tively large dihedral angles (ca. 60°) between them (Tables 1, S3,
Fig. 4 and S2t). Similar, although somewhat smaller dihedrals
have been predicted previously theoretically (syn-conformation:
42° and anti-conformation: 138°) using the global hybrid func-
tional B3LYP (with the 6-311G** basis set) and experimentally
(syn: 37° and anti: 142°) with the IR and reflection-absorption IR
spectroscopy measurements.'” Here, the use of a LRC func-
tional and truncated side groups could explain, respectively, the
differences compared to the previous theoretical and experi-
mental results.'® Larger (ca. 65°) than the experimental dihe-
drals have been obtained previously also with a (non-tuned)
LRC CAM-B3LYP functional.'”® Here, the adjacent NDI
acceptor and thiophene donor units in NDI20OD-T2 are pre-
dicted to be syn to each other, ie. the sulfur atoms of the
thiophene donors and the closest carbonyl oxygens of the
neighboring acceptor units are on the same side. Previous
theoretical studies have predicted varying results for the
preferred orientation between the NDI and thiophenes
depending on the copolymer model and functional: (i) equally
stable anti and syn conformations (for the dimer model, B3LYP/
6-31G*),’ (ii) more favorable anti (for the monomer and pen-
tamer models, B3LYP/6-311G**),'*> or (iii) more favorable syn
conformation (for the dimer model, CAM-B3LYP/6-31G*).'*
Furthermore, the inclusion of full-length side chains and
presence of the other NDI2OD-T2 chains play a role in defining
the more favorable conformation in the real blend
environment.'*?

The OT-LRC functional OT-wB97X-D predicts that the back-
bones of the SMA compounds ITIC, ITIC-4F, and ITIC-2Cl are
completely planar (Table 1, Fig. 4 and S27). In the experimental X-
ray diffraction analysis of ITIC and fluorinated ITIC derivatives,

View Article Online
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somewhat larger torsions (4-16°) between the IT core and the
INCN end-groups have been observed for their single-crystal
structures.'® Based on our calculations, ITIC prefers the syn-
conformation, where the sulfurs of the IT donor core and the
carbonyl oxygens of electron-deficient INCN end-groups are on
the same side. This finding is consistent with both the previous
theoretical calculations carried out at the B3LYP/6-31G** level of
theory'” and experimental X-ray diffraction analysis.’*® Based on
these modeling results on ITIC compounds, both the extended 7t-
conjugation and planarity have been gained via fused sp2-
hybridized rings, which agree with the experimental goals for
SMAs to pursue strong light absorption and good charge
mobility, respectively.'”*®

The degree of the aromaticity and delocalization of the -
electrons in the polymers, i.e. w-conjugation, is described by the
bond length alternation (BLA) parameter, which is defined here
as the average value of the differences between adjacent single
and double C-C bonds. Greater delocalization leads to equalized
bond lengths and thus to the lower BLA values.'®®'® The BLA
values calculated for the centermost CRUs (BLApqqie) Of the
(neutral) GS geometries of the eD trimers BDT-TzBI, DTB-EF-T,
and BDB-T-2F are very similar (Table 2, see Table S41 for the total
BLA values) indicating similar delocalization along their conju-
gation paths (see Fig. 5). Moreover, the BLAyjqqie Of the eA
tetramer NDI2OD-2T, which has been calculated for the inner-
most donor and acceptor units, is only slightly larger than those
of the eD trimers. If two innermost CRUs of NDI20OD-2T are
considered instead, the BLAqq. values increase somewhat.
Based on the positive BLA;qq1e, these eD and eA copolymers have
highly alternated single and double C-C bond patterns in their
backbones (also referred to as an “aromatic” character in litera-
ture sometimes'***®). The environment does not seem to have

9 »
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Fig. 4 Optimized GS geometries of the tetramer of the studied eA copolymer (NDI20OD-T2) and the SMA eA compounds (ITIC, ITIC-4F, and
ITIC-2Cl) calculated at the OT-wB97X-D/6-31G** level of theory (in blend). In the side-view figures (on the right), the hydrogens are not shown

for the clarity.

This journal is © The Royal Society of Chemistry 2020

Sustainable Energy Fuels, 2020, 4, 4137-4157 | 4143


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d0se00306a

Open Access Article. Published on 08 June 2020. Downloaded on 2/10/2026 8:15:37 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Sustainable Energy & Fuels

View Article Online

Paper

Table 2 BLAniqqie Values® and intramolecular reorganization energiesb of the studied eD and eA compounds® calculated at the OT-wB97X-D/6-
31G** level of theory in vacuum, CHCls (in parentheses), and blend (in brackets)

Intramolecular
BLAmiddle reorganization energies
Compound So (GS) Sy Cation Anion An (eV) Ae (€V)
BDT-TzBI 0.046 0.006 0.016 0.017 0.30 0.42
(0.047) (0.000) (0.025) (0.021) (0.30) (0.44)
[0.047] [0.001] [0.025] [0.022] [0.31] [0.46]
DTB-EF-T 0.044 0.012¢ 0.010 0.019 0.30 0.50
(0.045) (0.022) (0.023) (0.38) (0.60)
[0.045] [0.021] [0.023] [0.38] [0.60]
BDB-T-2F 0.046 0.005 0.018 0.039 0.27 0.18
(0.047) (0.000) (0.023) (0.030) (0.38) (0.43)
[0.047] [0.000] [0.041] [0.030] [0.42] [0.46]
NDI2OD-T2 0.048%/0.051 — 0.039%/0.029 0.031%/0.038 0.75 0.43
(0.049%/0.052/) (0.011%/0.033/) (0.037°/0.046/) (0.64) (0.42)
[0.049°/0.052] [0.010°/0.032/] [0.049°/0.052/] [0.65] [0.34]
ITIC — — — — 0.24 0.26
(0.22) (0.24)
[0.22] [0.25]
ITIC-4F — — — — 0.25 0.27
(0.22) (0.25)
[0.22] [0.25]
ITIC-2C1 — — — — 0.24 0.26
(0.22) (0.24)
[0.22] [0.24]

“ Calculated for the conjugation paths presented in Fig. 5. ” For the hole (%) and electron transfer (A.). Calculated with eqn (S7) and (S8).  In the
case of the copolymers, n = 3 for BDT-TzBI, DTB-EF-T, and BDB-T-2F and n = 4 for NDI2OD-2T. ¢ The S, geometries of DTB-EF-T did not converge in
either CHCI, or blend. ® For the (three) innermost donor and acceptor units./ For the two innermost CRUs.

strong effect on the BLA,jqq1e Values, as they are very similar in
blend, CHCIl;, and vacuum. Here we note that for molecules with
a large degree of conjugation (i.e. long polyene and cyanine
chains), the tuning of w may lead to incorrect BLA values, which
may originate from the lack of size-consistency and an unbal-
anced description of ¢ and = orbitals in the tuned LRC func-
tionals.""* However, as we are merely interested in the relative
results between different compounds and not the absolute values,
we expect the OT-LRC functional to be suitable for this case.

In conclusion, while some similar features are observed for
the studied eD and eA compounds, they have distinguished
features in the shapes of their backbones, degrees of the
planarity, and conformational preferences, which may have
impact on their packing and mixing behavior in the photoactive
blends. However, we note that in the case of the copolymers,
more than one backbone conformation can coexist in real
solvent and solid-state environments.'*"**> Moreover, the poly-
mer chains may adopt conformations in blends other than
those predicted for single chains due to the stabilizing effects of
the bulk interchain interactions.”® The inclusion of the full-
length side chains can also lead to somewhat different results
compared to our models with truncated CH; side groups. For
example, DFT PES scans of several D-A copolymers have been
noted to yield more planar structures for the monomer models
of CRUs than in aggregates given by MD simulations.'**
Nevertheless, these results shed more light on the intrinsic
properties that may impact the interactions between the studied
eD and eA compounds at their eD-eA interfaces.

4144 | Sustainable Energy Fuels, 2020, 4, 4137-4157

Ionization of the eD and eA compounds

In the next paragraphs, we compare the ionization (both the
oxidation and reduction) characteristics of the studied eD and
eA compounds. In general, oxidation and reduction cause
notable changes in the geometries of the eD and eA oligomers,
as is observed from the bond length differences (Fig. 5 for blend
and Fig. S47 for vacuum and CHCl;) and the BLA values (Tables
2 and S47) of the radicals (cation and anion) with respect to the
corresponding neutral compounds. The largest changes in the
eD and eA oligomers caused by oxidation and reduction occur
mainly in their middle regions, ie. the centermost CRUs,
although there are some variations depending on the
surrounding medium. Moreover, larger intramolecular reorga-
nization energies for the hole (1) and electron (A.) transfer,
which correspond to the relaxation energies of the compounds
upon oxidation and reduction, respectively, are predicted in
blend and CHCI; indicating somewhat larger geometrical
changes in these environments compared to vacuum (Table 2).
Ionization of the neutral oligomers mainly shortens the single
bonds and lengthens the double bonds resulting in an inverse
single-double C-C bond pattern compared to the neutral GS
geometries. Decreased bond length alternation between single
and double bonds and thus increased delocalization can be
observed also from smaller BLA;qq1e Values of the most radicals
compared to the neutral compounds (Table 2).

Oxidation induces rather similar geometrical changes to all
three eD trimer models, as can be observed from their bond
length difference patterns (Fig. 5 and S4t). However, the

This journal is © The Royal Society of Chemistry 2020
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Fig.5 Differences in the bond lengths (Ar) between the OT-wB97X-D/6-31**-optimized (in blend) geometries of charged (radical cation, radical
anion, or S;) and neutral (GS) compounds with respect to the bond numbers of the eD and eA compounds along the conjugation paths presented
above the graphs. The numbering in the chemical structures corresponds to the middle CRUs, which are represented with the dashed lines in the
graphs. As NDI2OD-T2 is the tetramer, three centermost units are considered for it instead of the middle CRUs.

backbone regions, which are affected the most by oxidation, are
somewhat different for them. In BDT-TzBI and BDB-T-2F, the
largest changes are observed in both the BDT donor and thio-
phene spacer units, whereas in DTB-EF-T, the largest changes
caused by oxidation take place in both the unsubstituted
electron-rich and ester-substituted electron-deficient thio-
phenes (see ‘Excited-state characteristics of the isolated eD and

This journal is © The Royal Society of Chemistry 2020

eA compounds’ below), while the BDT donor units are mainly
unaffected. The Ay, values (Table 2) and IEs (both VIEs and AIEs,
Fig. S5 and Table S5 in ESIt) of the eD trimers increase slightly
in the order of BDT-TzBI < DTB-EF-T < BDB-T-2F in both blend
and CHCI;, which indicates the smallest changes for BDT-TzBI
making it the easiest to oxidize among the studied eD trimers
(in vacuum, the trends in the A, and IE values vary more). The
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calculated A, values suggest that the hole mobilities of the eD
compounds increase in the order of BDB-T-2F < DTB-EF-T <
BDT-TzBI, which is in line with the experimental hole mobilities
predicted for the corresponding copolymers.?*>1

Reduction of the eD trimers takes mainly place in different
backbone regions than oxidation, namely in the acceptor units
and neighboring thiophenes for BDT-TzBI and BDB-T-2F. The
surrounding medium has some effect on these regions, as
reduction of BDB-T-2F affects mostly its thiophene spacers in
vacuum instead of the BDD acceptor unit. In DTB-EF-T, reduc-
tion takes place in the same units as oxidation, i.e. the unsub-
stituted electron-rich and substituted electron-deficient
thiophenes. The 2. values of the eD trimers increase in the order
of BDB-T-2F < BDT-TzBI < DTB-EF-T (in all media) following the
same trend as their A, values in vacuum (Table 2). Overall, the Ay,
values are predicted to be smaller than the A. values for the eD
compounds indicating faster hole mobilities,”® as can be ex-
pected from their nature as the hole-transporting materials."*

Similar trends in ionization are observed for the eA tetramer
NDI2OD-T2 as for the eD trimers BDT-TzBI and BDB-T-2F in all
media, namely the oxidation of NDI2OD-T2 takes place in the
electron-rich thiophene donor units, whereas the reduction
affects mostly the NDI acceptor unit and some of the
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thiophenes. However, larger geometrical changes take place in
NDI20OD-2T upon oxidation compared to the other eD and eA
compounds, as can be concluded from the bond length differ-
ence patterns (Fig. 5 and S47) and the larger %, values of
NDI2OD-2T (Table 2). This is most probably due to the two
neighboring, unsubstituted thiophene donor units within the
CRU of NDI20OD-2T, which introduce more flexibility and
degrees of freedom to the backbone compared to the more
conjugated donor units in the other eD and eA compounds. On
the contrary, reduction induces only small changes to the more
rigid NDI acceptor unit of NDI2OD-T2, as can be observed from
the bond length differences (predicted in all media) and the 2,
value (predicted in blend). Overall, the calculated reorganiza-
tion energies are consistent with the previously predicted Ay,
(0.38-0.56 eV **'*¢) and A (0.30 eV '**) values for the oligomers
(n = 1-5) of P(NDI2OD-2T) with the (non-tuned) LRC CAM-
B3LYP functional. The smaller A, values of NDI2OD-2T
compared to its A, values indicate faster electron mobility than
the hole mobility, as expected from its electron-transporting
nature.

Based on their somewhat smaller A;, and A. values, the
geometrical changes upon oxidation and reduction in the eA
ITIC derivatives are not as large as in the eD and eA copolymer
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Fig. 6 NTOs (the dominant pairs) for the main excitations (i.e. S — S; transitions) of the studied eD compounds calculated with TDDFT at the
OT-wB97X-D/6-31G** level of theory in blend (isodensity contour = 0.025). Additionally, the contributions (%) of the electron densities of donor
(D), acceptor (A), and thiophene (T) units of the oligomers to the NTOs and the fraction of each NTO pair (Ayto) related to the Sg — S; transition
are presented.
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models. In addition, the A}, and A, values of ITIC derivatives are
almost identical with each other despite the different substit-
uents in their electron-withdrawing INCN end-groups. The
smaller A, and A, values are not surprising,*''” as one aim of
the rigid A-D-A type backbones of the ITIC-based compounds
has been to reduce their reorganization energies for improved
charge transport. In comparison, the studied eD and eA oligo-
mers have more flexibility and degrees of freedom between their
backbone units, which lead to the larger reorganization ener-
gies for the hole and electron transfer.

Excited-state characteristics of the isolated eD and eA
compounds

Next, we turn our attention to the excitation characteristics of
the studied NF PSC compounds. First, the intramolecular CT
characters of the eD and eA compounds will be compared by
examing the NTOs of their main transitions, i.e. those with the
largest oscillator strengths corresponding to the absorption
maxima in their calculated UV-vis spectra (Fig. S6 and Table
S61). In the eD and eA oligomers (ie. trimers for eDs and
tetramer for the eA copolymer), both the hole and electron NTO
determined in blend are mainly localized in the middle CRU (or
CRUs, see Fig. 6 and 7). The surrounding medium does not have
much effect on the charge distribution, and the NTOs predicted
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in vacuum and CHCI; are almost the same (see Table S71) and
thus are not presented here.

In all compounds, a partial intramolecular CT is observed
from the electron-rich donor units to the electron-deficient
acceptor units, as expected.'”'®¢>1%%118 In the eD trimers,
charge transfers also from the thiophene spacers to the acceptor
units, namely the hole NTOs are more localized on the donor
and thiophene units, whereas the electron NTOs are more
localized on the acceptor units. This contribution of the thio-
phenes to the CT is in line with their known, weakening effect
on the push-pull interaction between the donor and acceptor
units.”” The nature of CT is rather similar in BDT-TzBI and BDB-
T-2F, ie. the BDT
donor and thiophene spacer units, but different acceptor units.
However, a somewhat larger amount of charge density moves
from the electron-rich units to the acceptor unit in the case of
BDT-TzBI compared to BDB-T-2F (TzBIL: 31 percentage points,
i.e. pp, vs. BDB-T-2F: 16 pp, see Table S71). We predicted also in
our previous study® a similar kind of CT character for a copol-
ymer with a similar backbone structure, where the BDT donor
unit and the quinoxaline acceptor unit were separated by the
thiophene spacers. As the corresponding eD copolymers have
been incorporated in the efficient fullerene-based and NF PSCs,
this kind of a backbone structure and resulting CT character
can be concluded to be beneficial for the performance of the

which have the same electron-rich units,

DIT1: 39%; DIT2: 39%; A: 22% NDIZOD-FZ DIT1: 7%; DIT2: 6%; A: 87%
\g 1;5;?;/ .1/:( AnTo = 0.59 5( 'i; ) YM
)S% Mm{’ f'““ﬁ}“ﬁ[ 7 TNTO pair 1 ﬁi "”"“»:Jg W AN
B hole " electron
ITIC

D (core): 79%; A (end-groups): 21%

hole

ITIC-2CI

D (core): 78%; A (end—groups): 22%

Anto = 0.87
_—
NTO pair 1

Anto = 0.87
—_—
NTO pair 1

D (core): 54%; A (end-groups): 46%

electron

D (core): 53%; A (end-groups): 47%

electron

ITIC-4F

D (core): 78%;
“'z

A (end-groups): 22%

hole

AnTo = 0.87
_—
NTO pair 1

D (core): 53%; A (end-groups): 47%

electron

Fig.7 NTOs (the dominant pair) for the main excitations (i.e. Sg — S; transitions) of the studied eA compounds calculated with TDDFT at the OT-
wB97X-D/6-31G** level of theory in blend (isodensity contour = 0.025). Additionally, the contributions (%) of the electron densities of the donor
(D) and acceptor (A) units of the compounds to the NTOs and the Ayto values are also presented.

This journal is © The Royal Society of Chemistry 2020

Sustainable Energy Fuels, 2020, 4, 4137-4157 | 4147


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d0se00306a

Open Access Article. Published on 08 June 2020. Downloaded on 2/10/2026 8:15:37 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Sustainable Energy & Fuels

PSCs. However, no exact conclusion on the efficiencies can be
drawn merely based on these factors. Namely, DTB-EF-T, whose
corresponding copolymer has been employed in the highly
efficient NF PSC, has somewhat different backbone structure
and intramolecular CT characteristics. In DTB-EF-T, both the
hole and electron NTOs are quite evenly distributed along the
BDT donor and thiophene units and only a small amount of
charge (ca. 9 pp) is transferred from the BDT donor units and
unsubstituted thiophenes to the electron-deficient thiophenes
with the ester side groups.

In the eA tetramer NDI2OD-T2 (Fig. 7), the hole NTOs are
more clearly localized on the thiophene donor units and the
electron NTOs on the NDI acceptor units compared to the NTOs
in the eD trimers, which are more delocalized along several
donor and acceptor units (see Fig. 6). This is most probably due
to the larger twists between the donor and acceptor units in
NDI20OD-T2 compared to the eD trimers (see Table 1) hindering
the delocalization along the backbone.

For all three ITIC-based SMAs, the hole NTO is more local-
ized on the electron-donating IT core group, whereas the elec-
tron NTO is quite evenly distributed on both the core and
electron-withdrawing INCN end-groups (Fig. 7). Fluorination
and chlorination of the INCN end-groups have been stated to
enhance the intramolecular CT nature of ITIC, as based on the
larger dipole moments predicted for the halogenated regional
parts.** However, the introduction of either F or Cl atoms did
not affect the electron density distributions of the highest
occupied molecular orbital (HOMO) and lowest unoccupied
molecular orbital (LUMO). The same is observed here with the
NTOs, which are also very similar to each other indicating that
the fluorination and chlorination does not affect the electron
density distribution much in these models. However, slightly
smaller vertical excitation energies of the main, S, — S, tran-
sition (Table S61) and consequently red-shifted UV-vis spectra
of ITIC-4F and ITIC-2Cl (Fig. S67) indicate some enhancement
in their intramolecular CT character with respect to ITIC, which
is in line with the experimentally predicted UV-vis absorption
spectra.*®

Next, we compare the GS and S; state geometries of the eD
trimers to display the structural changes taking place upon the
excitation and resulting vibrational relaxation. The S; relaxation
energies increase from those calculated for BDT-TzBI
(210 kJ mol " in vacuum; 204 kJ mol " in CHCl;, 205 k] mol " in
blend) and DTB-EF-T (217 k] mol ! in vacuum) to those for
BDB-T-2F (221 k] mol™" in vacuum; 213 kJ mol™" in CHCl;;
214 kJ mol™" in blend). Smaller relaxation energies indicate
smaller geometrical changes in BDT-TzBI than in the other two
eD trimers upon excitation. These trends are similar as those of
the Ay, values calculated in CHCl; and blend (see above, Table 2).
The BLAiqa1e Values for the optimized S; geometries of the eD
BDT-TzBI and BDB-T-2F trimers are practically zero in all media
indicating highly delocalized structures (Table 2). The BLA ;qdle
value of DTB-EF-T (in vacuum) is also notable smaller due to
more delocalized backbone compared to the neutral GS geom-
etry. The largest differences in the bond lengths between the GS
and S; state geometries of the eD trimers are mainly in the
acceptor and neighboring thiophene units of the middle CRU,
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i.e. in the same regions as for reduction (Fig. 5 and S4f).
However, small structural changes occur in the BDT donor of
BTB-T-2F, as well, which might explain its larger S; relaxation
energies.

Local interfacial eD-eA configurations

After establishing the structural and optoelectronic features of
the individual eD and eA compounds, we will focus next on the
eD-eA complexes and their structural and CT characteristics to
better understand the interactions at their local eD-eA inter-
faces. In the case of the polymer-polymer system BDT-TzBI-
NDI20D-T2, the most stable configuration is predicted to form
when the NDI acceptor units of NDI2OD-T2 (n = 1) and BDT-
TzBI (n = 1) are face-to-face, while their donor units are also
face-to-face (the AA(1) configuration, see Tables S8-S10t and
Fig. 8 and S71). In another possible configuration (i.e. the DA(2)
configuration with the energy difference of 0.9 k] mol™*
compared to the most stable one), the acceptor unit of NDI20OD-
T2 and the donor units of BDT-TzBI are face-to-face, while the
donor units of NDI20OD-T2 and the acceptor unit of BDT-TzBI
are face-to-face. This agrees with the experimental evidence'*
for the face-to-face stacking between the similar PTzBI-Si
copolymer and P(NDI2OD-T2). These kinds of face-to-face
orientations are essential for forming strong m-orbital overlap
at the polymer-polymer interfaces, reducing the binding energy
of the excitons, and promoting the formation of free charge
carriers.’” The calculated distances between the backbones of
BDT-TzBI and NDI2OD-T2 are ca. 3.4-4.0 A with the average of
3.7 A, which is consistent with the experimental -7 distance
(3.7 A).>° Based on the electrostatic potential energy surface
maps (Table S117) calculated for the different configurations of
BDT-TzBI-NDI20OD-T2, there are subtle differences in the elec-
tronegative and electropositive regions, which could have roles
in defining the energetically favorable positioning of BDT-TzBI
and NDI2OD-T2 observed in the studied set of configurations.

In the case of the polymer-SMA systems, energetically
favored placement of the eA SMA compound above the eD
copolymer compounds depends on the system. Namely, for
DTB-EF-T-ITIC-4F, the most stable configuration is predicted to
be the one where the electron-withdrawing end-group of ITIC-
4F is on the top of the BDT donor unit of DTB-EF-T (the DA
configuration, see Table S97). Even in the model, where the end-
group of ITIC-4F has been initially positioned on the top of the
acceptor (the AA configuration) ITIC-4F has shifted so that the
end-group is located above the bond connecting the acceptor
and donor units of DTB-EF-T. However, in BDB-T-2F-ITIC-2Cl,
energetically the most favorable configuration is the one where
the end-group of ITIC-2Cl is on the top of the BDD acceptor unit
of BDB-T-2F (the AA configuration, see Table S10t). This is
consistent with the previous atomistic simulations of the BDB-
T-2F-ITIC systems,*"*" where the end-groups of ITIC are
observed to locate more probably on the top of the acceptor unit
than the donor unit of BDB-T-2F.

We note that our models of the monomers with the trun-
cated side groups cannot entirely describe the best possible
arrangements of the studied compounds, as the full side chains

This journal is © The Royal Society of Chemistry 2020
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Fig. 8 NTOs (the dominant pairs) for the CT and LE states of the BDT-TzBI-NDI20D-T2 complexes (the DA(2) configurations) calculated with
TDDFT at the OT-wB97X-D/6-31G** level of theory in blend. The complexes have been constructed using either the monomer or dimer models
of both PBDT-TzBI and P(NDI20OD-T2). Additionally, the Ayto values are also presented.

will most likely set steric hindrances in some configurations
and prevent the compounds getting as close as in the monomer-
based complexes studied here. Additionally, the single CRU
models (monomers) do not take the effects that the additional
CRUs might have on the preferred relative positioning in the
copolymer backbone into account. Thus, we optimized the
geometry of BDT-TzBI-NDI2OD-T2 also by using the dimers of
PBDT-TzBI and P(NDI20D-T2) for the DA(2) configuration, for
comparison (see Table S81 and Fig. 8). The relative positions of
BDT-TzBI and NDI2OD-T2 in the dimer configuration are rather
similar as in the monomer configuration, indicating that the
sizes of the D-A oligomers do not seem to have a significant
effect at least not for this system. More importantly, the pre-
dicted CT characteristics in complexes are very similar for both

This journal is © The Royal Society of Chemistry 2020

the monomer and dimer models (see ‘Charge transfer charac-
teristics in the local interfacial eD-eA complexes’ below).
Unfortunately, the geometry optimization of the DA(2) dimer
configuration was computationally so demanding that we were
unable to verify the effect of size for the other systems. Thus,
even though our truncated models may introduce some inac-
curacies to the results, our models can give some insight into
the relative placements of the studied eD and eA compounds
and the CT characteristics at their local interfaces.

Charge transfer characteristics in the local interfacial eD-eA
complexes

Next, the nature of the excited states relevant to the ED and CR
processes of the eD-eA complexes will be examined. The most
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stable configurations of the interfacial eD-eA complexes will be
investigated in the case of the polymer-SMA systems. For the
polymer-polymer BDT-TzBI-NDI2OD-T2 system, the DA(2)
configuration will be discussed instead due to its larger elec-
tronic couplings and CT rates compared to the most stable
AA(1) configuration (see “Calculating the CT rates for the local
interfacial eD-eA complexes” below). In the DA(2) configuration
of BDT-TzBI-NDI20OD-T2, the S, state is the CT; state, where the
hole NTO is delocalized on the BDT donor and thiophene units
of BDT-TzBI and the electron NTO is localized on the NDI
acceptor unit of NDI2OD-T2 (Fig. 8). In other words, the charge
transfers from the electron-rich units of BDT-TzBI to the
electron-deficient unit of NDI2OD-T2. The LE state, which is the
local excitation of the eD compound, BDT-TzBI, is predicted to
be higher in energy (i.e. the S, state here) than the CT, state. An
opposite ordering of the LE and CT; states is sometimes
detected for the copolymer-PC,;BM complexes with both the
non-tuned LRC and OT LRC functionals.®**® Interestingly, in the
third lowest CT state, i.e. CT3, CT is observed from the eA
compound NDI2OD-T2 to the eD compound BDT-TzBI. Namely,
the charge transfers from the thiophene donor units of
NDI2OD-T2 to several units of BDT-TzBI, the largest amount of
the electron NTO being on the TzBI acceptor unit. This kind of
a CT could originate from the hole transfer from the eA
compound to eD, also referred to as the “Channel II” CT
process, which may participate in the regular electron transfer
process from the eD compound to eA in charge generation of
APSCs.?71??

As mentioned above (see “Local interfacial eD-eA configu-
rations“), the use of longer oligomers for constructing the
complexes would have been more ideal instead of the truncated
monomer models. However, when comparing the NTOs of the
monomer and dimer models of the DA(2) configuration of BDT-
TzBI-NDI2OD-T2, it can be observed that the nature of the CT
processes is rather similar in both models (Fig. 8). Moreover,
the ordering of the states is the same, namely the CT, state is
below both the LE state and the CT state (CTs for the dimer
model, CT; for the monomer model), where the CT occurs from
the eA compound to the eD compound. For both the monomer
and dimer configurations, the hole and electron NTOs of the CT
states are localized in the equally large regions regardless the
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sizes of the eD and eA models. The LE state, while having the
same shape in both the monomer and dimer configurations, is
not distributed only on a single CRU but on the both CRUs in
the dimer configuration. To conclude, as both the monomer
and dimer models have very similar charge distributions, the
smaller monomer models can be expected to provide suffi-
ciently good description of the nature of the states for this NF
PSC system.

The relative positioning of BDT-TzBI and NDI2OD-T2 has
some effect on the nature of the states, although the overall
shapes of the NTOs are rather similar. Namely, in the AA(1)
configuration (Fig. S71), the hole NTO of CT,; and the electron
NTO of CT; are more delocalized along the whole backbone of
BDT-TzBI compared to the DA(2) configuration (Fig. 8). More-
over, a small amount of a local excitation of the eA compound
NDI20D-T2 is mixed with the CT; state in the AA(1) configura-
tion. We have observed the similar mixing of the local and CT
states also for different copolymer-PC,;BM complexes in our
previous theoretical studies.®**® This is due to the tendency of
the LRC functionals to predict the mixed states for these kinds
of photoactive systems. The absence of the local excitations in
the CT state of the DA(2) configuration might explain its faster
ED and CR rates compared to the AA(1) configuration (see Table
3 and Fig. 11). However, previous experimental’*® and theoret-
ical®»™* studies have also speculated that the delocalized CT
states at the eD-eA interfaces of organic solar cells could be
beneficial for decreasing the Coulomb binding energy as
aresult of reduced electrostatic attraction between the hole and
electron.

The studied polymer-SMA systems exhibit the same ordering
of the states as the polymer-polymer system BDT-TzBI-
NDI2OD-T2, i.e. the CT; (S,) is at a lower energy than the LE
state (S, for DTB-EF-T-ITIC-4F and S, for BDB-T-2F-ITIC-2Cl,
Fig. 9 and 10). In both DTB-EF-T-ITIC-4F and BDB-T-2F-ITIC-
2Cl, the natures of the CT; states are quite similar and CT
occurs from the eD compound, i.e. DTB-EF-T and BDB-T-2F, to
the end-group of the ITIC-based eA compound, i.e. ITIC-4F and
ITIC-2Cl, respectively. In the both polymer-SMA systems, the
hole NTO of the CT; state is distributed over several backbone
units of the eD compounds, although in DTB-EF-T, the charge
density is more localized on the donor unit, whereas in BDB-T-

Table 3 Charge transfer rate parameters® for the ED and CR processes for the selected configurations of the eD—eA complexes? calculated at

the OT-wB97X-D/6-31G** level of theory in blend

Complex Configuration Hizpp (meV)  Higcr (meV)  Aipp (V)  Aicr (€V)  AGp, (eV) AGy (eV)  kep (7Y ker® (s7h)
BDT-TzBI-NDI2OD-T2  DA(2) 37.54 72.74 0.43 0.30 —0.81 —1.70 1.92 x 102  9.78 x 10°
AA(1) 16.55 47.76 0.43 0.32 —0.68 -1.81 2.12 x 10" 1.13 x 10°
DTB-EF-T-ITIC-4F DA 110.91 99.80 0.22 0.30 —0.56 —2.03 1.52 x 10 5.83 x 10°
AA 0.35 24.38 0.23 0.32 —0.59 —2.01 1.65 x 10°  1.70 x 10°
BDB-T-2F-ITIC-2Cl DA 6.87 70.37 0.28 0.24 —0.36 —2.00 1.77 x 10" 3.18 x 10°
AA 33.82 131.83 0.32 0.30 —0.50 —-1.83 5.05 x 10'*  1.72 x 10°

¢ Electronic couplings (Hjs) calculated with the multi-state (11 states) FCD scheme (eqn (S22)-(S24)), inner (intermolecular) reorganization energies
(4, eqn (S10)-(S15)), Gibbs free energies (AG°, eqn (S16)-(S19)), and CT rates (k, eqn (1)). The Coulomb energies (eqn (S17) and (S19)) are presented
in Table $15. ? See Table S16 for the parameters and rates for the other configurations of BDT-TzBI-NDI2OD-T2. ¢ The rates presented in this table
were calculated using the external reorganization energy of 0.53 eV, chosen from the range of the possible values shown in Fig. 11.
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Fig.9 NTOs (the dominant pairs) for the CT; and LE states of the DTB-EF-T-ITIC-4F complex (the DA configuration) calculated with TDDFT at
the OT-wB97X-D/6-31G** level of theory in blend. Additionally, the Axto values are also presented.
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Fig.10 NTOs (the dominant pairs) for the CT; and LE states of the BDB-T-2F-ITIC-2Cl complex (the AA configuration) calculated with TDDFT at
the OT-wB97X-D/6-31G** level of theory in blend. Additionally, the Ayto values are also presented.

2F, it mainly localizes on the acceptor unit. Here, no CT from
the eA ITIC compounds to the eD monomers were observed for
the polymer-SMA systems, although there have been experi-
mental evidence for the “Channel II” process also in several
polymer-SMA systems."** However, only the 10 lowest excited
singlet states have been considered here, so it is possible that
this type of a “Channel II” CT could be observed at higher-
energy states.

Calculating the CT rates for the local interfacial eD-eA
complexes

Finally, we have calculated the CT rate parameters and rates for
the ED and CR processes (Tables 3 and S12-516). First, we will
consider the electronic couplings, which, as expected, are highly
sensitive to the relative positions of the eD and eA
compounds.®***>**® Overall, the largest couplings are predicted
mainly for the most stable polymer-SMA systems, i.e. the DA
and AA configurations of DTB-EF-T-ITIC-4F and BDB-T-2F-
ITIC-2Cl, respectively (see Tables 3, S12, and S131). In the BDT-
TzBI-NDI2OD-T2 polymer—polymer system, the second most
stable DA(2) configuration has somewhat stronger couplings
than the most stable AA(1) configuration; the energy difference
between the configurations is 0.9 kJ mol . The CR couplings
are predicted to be larger than the ED couplings in all the other

This journal is © The Royal Society of Chemistry 2020

systems, except in the DA configuration of DTB-EF-T-ITIC-4F.
We observed larger CR couplings compared to ED couplings
also previously in our study of the copolymer-fullerene
system.®®

Next, we will discuss the effect of the dispersion corrected
OT-LRC functional on calculating the electronic couplings for
different NF PSC systems with the two- and multi-state FCD
schemes in complement to our previous study®® of the multi-
state electronic couplings of polymer-fullerene PSC system. In
that case, both the non-tuned CAM-B3LYP and OT-BNL LRC
functionals predicted oscillating coupling values especially for
the CR couplings of the TQ-PC,;BM complexes with the
increasing number of the states.®® On the contrary, both the ED
and CR couplings predicted here for the polymer-polymer BDT-
TzBI-NDI20OD-T2 are relatively constant with different number
of states (2-26, Table S127). Similar trends, i.e. consistent two-
and multi (11)-state electronic couplings, are also predicted for
the polymer-SMA systems (Table S13%), although in their case
the effect of the larger number of states could not be confirmed
due to the convergence problems in computations. Here, we
have only carried out the calculations with the dispersion
corrections and with tuning the default value of w (i.e. using the
optimally tuned OT-wB97X-D functional) so we cannot deter-
mine, whether the constant couplings result from the

Sustainable Energy Fuels, 2020, 4, 4137-4157 | 4151
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dispersion corrections or from the tuning of the w. Moreover,
the studied system may affect the couplings, as well. However,
as the dispersion corrections are important for the correct
description of the local interfacial eD-eA complexes,*>***® their
inclusion can be expected to be beneficial also for calculating
electronic couplings in these PSC systems. Thus, while final
conclusions cannot be drawn merely from these results, they are
still encouraging in a sense that dispersion corrections seem to
stabilize the coupling values when employed with the OT-LRC
functionals.

The second important CT rate parameter is the inner
(intermolecular) reorganization energy, A;, which describes the
structural changes in the geometries of the eD and eA
compounds upon CT.**® For the efficient ED process and fast ED
rates, the reorganization energy of the system should be mini-
mized. In most cases, the 4; (and consequently the total 4, i.e. 4;
+ As) values are larger for the ED process than for the CR process
(Table 3) indicating that the faster ED rates with respect to the
CR rates are due to the other CT parameters (see below). The A
values predicted for BDB-T-2F-ITIC-2Cl agree with those (4; gp
of ca. 0.20 eV and A; cg of ca. 0.25-0.29 eV) calculated previously
for the similar system of BDB-T-2F and methoxy-substituted
ITIC (ITIC-OM) by Wang and Brédas.” A closer look at the
contributions of the eD and eA compounds to the inner reor-
ganization energies reveals the differences in their geometrical
changes during the ED and CR processes (Table S147). The eD
trimers BDT-TzBI and BDB-T-2F are predicted to undergo larger
geometric changes upon ED (i.e. eD* — eD") than CR (i.e. eD"
— eD), whereas the geometrical changes in DTB-EF-T are larger
during CR than ED. In other words, for BDT-TzBI and BDB-T-2F,
the geometries of the S; state and cation differ more than those
of the cation and neutral species. The contribution of the eA
compound is the same for both ED and CR, i.e. when going from
the GS geometry to that of the radical anion (eA — eA™) and vice
versa (eA” — eA). Overall, the A; g values for the studied NF PSC
systems are close to each other, whereas the A;pp values
increase somewhat in the order of DTB-EF-T-ITIC-4F < BDB-T-
2F-ITIC-2C1 < BDT-TzBI-NDI2OD-T2. This ordering indicates
smaller geometrical relaxation upon ED for the polymer-SMA
systems compared to the polymer-polymer system, which may
be one factor explaining the higher efficiencies predicted for
these SMA containing NF PSCs.*”*>'*®

Next, we will consider the third CT parameter, i.e. the Gibbs
free energy for the CT reaction that is the energy difference (i.e.
driving force) between the LE and CT; states for the ED process
and between the CT; state and GS for the CR process. For the
efficient ED process, the AGy, value should be maximized.
Based on the negative values of AG°, both the ED and CR
processes are predicted to be spontaneous in all the complexes
(Table 3). The |AGy,| values of BDB-T-2F-ITIC-2Cl are consis-
tent with those (0.11-0.45 eV) predicted previously for the
similar BDB-T-2F-ITIC-OM systems at the OT-wB97XD/6-31G*
level of theory.*” The value of the external reorganization energy
defines (the range of 0.10-0.75 eV has been considered here for
As, see ESIt for the justification), whether the ED processes of
the studied systems take place in the Marcus normal region
(JAGgp| < Aep, where Agp, = Aigp + Ag). The CR processes of all
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the systems are predicted to occur deep in the Marcus inverted
region (|AGgg|>> Ack, where Acg = Aicr + Ag), which will have
consequences on the predicted CR rates (see below). The |AG, |
values of the polymer-SMA systems are smaller than those of
the polymer-polymer system BDT-TzBI-NDI20OD-T2, but
because their A; zp values are also smaller and the electronic
couplings larger (for the most stable configurations) their ED
rates are relatively similar with the polymer-polymer BDT-TzBI-
NDI2OD-T2 system (see above). The larger |AGy| of the poly-
mer-SMA systems, in turn, will lead to the slower CR rates with
respect to BDT-TzBI-NDI2OD-T2 (see below).

After examining the individual CT parameters, the rates for
the ED and CR processes of the studied NF PSC systems are
presented as a function of A (0.10-0.75 eV) in Fig. 11 and S8.1
For all the systems, the ED rates are larger than the CR rates
(10" to 10" s~ " and below 10" s, respectively). Even though
no irrevocable conclusions regarding the relative efficiencies of
the studied NF PSC systems can be drawn based on their ED
rates, which depend highly on the relative orientations of the eD
and eA compounds (see below), we can conclude the following.
The CR rates of the polymer-SMA systems are predicted to be
slower compared to those of the polymer-polymer system,
which could be one factor defining the higher efficiencies of the
polymer-SMA systems PDTB-EF-T-ITIC-4F and PBDB-T-2F-
ITIC-2C]l compared to those of the polymer-polymer system
PBDT-TzBI-P(NDI2OD-T2). The calculated ED rates are consis-
tent with those (~10°® to 10'* s™") predicted for the systems
consisting of BDB-T-2F and different derivatives of ITIC by
using the Marcus theory.*’* Similarly, the CR rates calculated
here are mostly in line with those (10>-10'® s™") predicted for
the complexes of BDB-T-2F and ITIC derivatives.*~** However,
vanishingly small CR rates are observed here with the smaller
values of A, which could be due to that the CR processes of all
the systems occur deep into the Marcus inverted region
(|AGgg|>>Acr)-**® As the Marcus theory may predict under-
estimated rates in such a case,**" another, e.g. the Marcus-
Levich-Jortner rate model™** could be more suitable for calcu-
lating the CR rates in these PSC systems.

The relative orientations of the eD and eA compounds (see
Tables S8-S107 for the optimized configurations) have a signif-
icant influence on the calculated rates, and the different
configurations of the same system can have completely different
rates. As an example, the DA configuration of the copolymer-
SMA system DTB-EF-T-ITIC-4F, where the electron-withdrawing
end-group of ITIC-4F is on the top of the BDT donor unit of
DTB-EF-T, is predicted to have the fastest ED rate among the
studied PSC systems. However, DTB-EF-T-ITIC-4F has the
slowest ED rate among the studied systems, when the end-
group of ITIC-4F is on the top of the acceptor unit of DTB-EF-
T (i.e. ester-substituted thiophene; the AA configuration). As
other CT parameters of these two configurations are relatively
similar (Table 3), the smaller ED rates of the AA configuration
can be attributed to its significantly smaller electronic
couplings compared to those of the DA configuration.

For the polymer-SMA systems, the energetically more stable
configurations have faster ED and CR rates following the same
trends as their electronic couplings. However, for the polymer—

This journal is © The Royal Society of Chemistry 2020
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Fig. 11 Evolutions of the charge transfer rates (kgp and kcgr) as functions of A5 (0.1-0.75 eV) for the (a) ED and (b) CR processes of the BDT-TzBI-
NDI20OD-T2 (1), DTB-EF-T-ITIC-4F (2), and BDB-T-2F-ITIC-2Cl (3) complexes calculated at the OT-wB97X-D/6-31G** level of theory in blend.

polymer BDT-TzBI-NDI2OD-T2 system, the most stable configu-
ration, ie. the AA(1) configuration, has generally the slowest ED
and CR rates among the studied complex configurations of BDT-
TzBI-NDI20D-T2 (Fig. S8t) due to its smaller |AG,,| value and
moderate ED electronic couplings. Moreover, based on the larger
|AGgy| value of the AA(1) configuration with respect to the other
configurations of BDT-TzBI-NDI20OD-T2, the CR process of AA(1)
takes place deeper in the Marcus inverted region leading to the
slower CR rates. While we have not included the full-length side
groups, which also impact the interfacial orientations and
stacking distances of the compounds, our findings complement
the experimental findings for the importance of the optimal
molecular orientation at the eD-eA interfaces.””

Conclusions

In this work, the structural, optoelectronic, and CT character-
istics of several eD and eA compounds and their local interfacial
eD-eA complexes have been examined with the DFT and TDDFT
methods. The chosen compounds are based on some of the
most efficient NF PSC systems to date, including both the APSC
system and those containing eD copolymers and NF SMAs. We
have extended our previous study of multi-state electronic
couplings by comparing the two- and multi-state couplings for
the ED and CR processes of these systems and exploring the
effects of both the tuning of a LRC functional and the inclusion
of the dispersion corrections on the electronic coupling values.
Finally, the CT rates for the ED and CR processes in the studied
NF PSC systems have been calculated using the semi-classical
Marcus theory.

The results indicate that the studied eD copolymers PBDT-
TzBI, PDTB-EF-T, and PBDB-T-2F have some similar features,
such as similar torsions in their backbones and UV-vis
absorption profiles. However, the conformational preferences
and varying backbone curvatures of these eD copolymers may
lead to significant differences in their packing behavior in the
blend environment. Moreover, a closer look at the structural
deformations caused by ionization and excitation reveal subtle
differences in the regions of their backbones, which are affected

This journal is © The Royal Society of Chemistry 2020

most by these processes. While all the studied eD copolymer
models show a partial intramolecular CT character, the amount
of transferred charge density is smaller in DTB-EF-T than in
BDT-TzBI and BDB-T-2F. In general, both the twisted backbone
structures, which originate from the additional degrees of
freedom caused by the thiophene spacers between the donor
and acceptor units of the modelled eD copolymers, and the
predicted intramolecular CT characteristics are concluded to be
beneficial for the performance of the PSCs.

Based on our computational studies of the CT characteristics
in various possible face-to-face orientations between the eD and
eA compounds in the eD-eA complexes of the NF PSC systems,
the following conclusions were reached. In addition to the
conventional CT from the eD compound to the eA compound,
which is prominent in all NF PSC systems, the CT process is also
observed from the eA compound NDI2OD-T2 to the eD
compound, which indicates that NDI2OD-T2 could contribute
to the charge generation in the studied polymer-polymer
system. In the polymer-SMA systems, the energetically most
favorable configurations have the strongest electronic couplings
and the fastest CT rates. However, the positioning of the eA with
respect to the eD is predicted to be different in DTB-EF-T-ITIC-
4F and BDB-T-2F-ITIC-2Cl. In the case of the polymer-polymer
system, the most stable configuration leads to smaller elec-
tronic couplings and slower CT rates compared to the second
most stable configuration. Our results agree with the reports in
the literature that the electronic couplings are highly dependent
on the relative positioning of the eD and eA compounds which
should be carefully controlled to ensure the fast ED rates, but
slow CR rates.

The present FCD electronic coupling calculations comple-
ment our previous results on the effects of the two- versus multi-
state treatment on the PSC systems. In this work we observed,
that the multi-state FCD electronic couplings seem to be
stabilized by including the dispersion corrections in the OT-
LRC functional, ie. relatively constant ED and CR couplings
are predicted with both the two- and multi-state treatments.
While more work would be required to confirm the effect of
dispersion corrections on the electronic couplings in other NF

Sustainable Energy Fuels, 2020, 4, 4137-4157 | 4153
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PSC systems, these findings complement our and other's
previous statements for the importance of the combined effect
of the dispersion corrections and tuned LRC functional when
describing the local interfacial characteristics of PSC systems.

The polymer-SMA systems are predicted to have smaller
inner reorganization energies for the ED process, which could
be one factor explaining their higher efficiencies with respect to
the polymer-polymer system. However, the Gibbs free energies
for ED are smaller for the polymer-SMA systems than for the
polymer—polymer system, which could explain, why no clear
trends in ED rates are observed between the studied NF PSC
systems. Nevertheless, the calculated ED rates are faster than
the CR rates in all systems, which is desirable for working
devices. In addition, the CR rates in the polymer-SMA systems
are generally slower than in the polymer—polymer system, which
could contribute to the higher power conversion efficiencies in
the SMA containing systems. The magnitudes of the ED rates
are rather constant regardless of the external reorganization
energy, which affects the CR rates more pronouncedly. The
vanishingly small CR rates associated with the smaller external
reorganization energies indicate that comparing the applica-
bility of an alternative CT rate model, e.g. the Marcus-Levich-
Jortner, could be beneficial, when calculating the CR rates for
these types of NF PSC systems.

This work provides more insight into the interplay between
the structural, optoelectronic, and CT characteristics of the NF
PSC compounds with high PCEs demonstrated in devices.
Furthermore, important information about the structural and
CT characteristics in both the APC and polymer-SMA type NF
PSC systems has been revealed. Overall, the dispersion cor-
rected OT-LRC functional is concluded to be a suitable choice
for modeling of the NF PSC systems, especially for calculating
the FCD electronic couplings. The findings of this work are
beneficial for understanding the working principles of the
studied systems and can help in designing and developing more
efficient NF PSCs.
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