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Abstract: PTB7-Th is an important donor copolymer used in construction of many organic devices and other
industrial applications. In this work, we investigate the structure and energetics of PTB7-Th. We employ
density functional theory (DFT) (B3LYP), dispersion corrected DFT (B3LYP-D3) and long-range corrected DFT
(CAM-B3LYP, LC-BLYP, and wB97xD) to analyze the conformational structures and their corresponding
energies to determine the lowest energy state of PTB7-Th. The role of the alkane side chains is carefully
investigated. Our findings indicate that, when branched ethylhexyl side chains are present, the lowest energy
structure of PTB7-Th has fluorine in the same plane and the same side as the double bonded oxygen in the TT-
CF part of the monomer and S-C-C-S dihedral angles along the chain backbone are cis-like having values in
the range of 20-30 degrees in most cases. Without these side chains the polymer, not unexpectedly, has many
near conformational degeneracies.

Keywords: PTB7-Th; donor polymer; lowest energy structure; alkane side chains; density functional
theory; dispersion correction; long-range correction

1. Introduction

For more than three decades now, organic based electric and thermoelectric devices such as
organic solar cells (OSCs) [1-4] and organic light emitting diodes (OLEDs) [5]), and organic wearable
products [6] have emerged, due to their superior advantages such as the flexibility, non-toxicity and
low cost, as important sources of electrical power and of many other industrial applications. These
devices and applications often employ organic polymers as their sole or as one of the materials in
their construction. For example, the highly promising bulk heterojunction OSCs use polymers
(donors) and fullerenes (acceptors) in their active layers [7]. When fullerenes are replaced with small-
molecule (SM) acceptors which are combined with polymer donors, the resulting pairings give rise
to the so-called non-fullerene acceptor (NFA) OSCs with much improved efficiencies [8].

One of the critically important donor polymer (one could say foundational in the history of
OSCs) is PTB7-Th [1,9,10] (poly[[4,8-bis[5-(2-ethylhexyl)-2-thienyl]benzo[1,2-b:4,5-b']dithiophene-
2,6-diyl][2-[[(2-ethylhexyl)oxy]carbonyl]-3-fluorothieno[3,4-b]thiophenediyl]], also known as
PBDTTT-EFT and PCE-10 [9]). PTB7-Th is an example of a low band gap (1.58 eV [8]) donor co-
polymer whose monomers consist of donor-acceptor (D-A) parts, i.e. the electron donating alkyl-
thienyl-benzodithiophene (BDTT) and the electron accepting thienothiophene with carbonyl and
fluorine (F) substituents (TT-CF) units [1] (see Scheme 1). PTB7-Th has oxy-ethylhexyl side chains on
TT-CF and thienyl ethylhexyl side groups on BDTT. The thienyl ethylhexyl side groups extend the
polymer’s conjugation along the backbone plane giving rise to better interchain m—mt overlapping
which leads to higher charge mobility of PTB7-Th which, in turn, leads to better device performance
[1,2].

The above mentioned and other (experimentally determined) properties of PTB7-Th have been
studied extensively (see [1,2,9-15] a small sample of recent examples). Fewer computational
investigations of PTB7-Th have been carried out [15-19]. However, we found that in spite of its
importance, the lowest energy structure of PTB7-Th is not unambiguously established in the current
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scientific literature. This is because, the detailed (conformational) knowledge of its lowest energy
structure is not essential for experimental/device investigations. Furthermore, the structure of
PTB7-Th used in computational studies (typically involving heterogeneous donor-acceptor pairs) is
one without alkyl side chains and often without considering which of its possible many
(conformational) structures has the lowest energy.

As a result of this ambiguity, different chemical structures of PTB7-Th are displayed in literature
(see examples in Scheme 1). For instance, in the reference [13] the structure of PTB7-Th has sulfur on
the same side as the single bonded oxygen in the TT-CF part of the monomer while, in the review [1]
the structure of PTB7-Th has fluorine in the same plane as the single bonded oxygen. Also, in some
studies (e.g. [8,9]) the S-C-C-S dihedral angle along the chain backbone of PTB7-Th is in a cis-like
whereas it is in a trans-like conformation in others (e.g. [10-12]). In this work, we address this
structural ambiguity of PTB7-Th (as related to its most stable structure) by carrying out the
conformational analysis.

It is important to note that, in most organic devices and applications, PTB7-Th is combined with
different acceptor materials (SMs, fullerenes or other polymers) [7-19]. Hence, the understanding of
intra- and inter-molecular interactions of the PTB7-Th and PTB7-Th/acceptor blends is critical for the
enhanced device performance. This means the most stable structure of PTB7-Th must be determined
accurately for the use in its computational/modelling investigations. We have found that the
conformational analysis of the relatively large molecular systems (such those employed to model
PTB7-Th) must be carried out with the help of a high-level quantum mechanical approach such as
DFT since the low-level approaches such Molecular Mechanics (MM) and Molecular Dynamics (MD)
give unphysical results for their chemical structures. In this work, we perform a careful (full) DFT
conformational study of monomers and dimers of PTB7-Th which we then use to determine the
structure and energies of (stable) longer oligomers such as tetramers.

Based on our earlier work [20], DFT/B3LYP [21,22] and dispersion corrected DFT/B3LYP-D3 [23]
methods are reliable in determining the electronic structures and conformational energies of organic
oligomers mentioned above. We also employ long-range corrected (LC) DFT methods such as
CAM-B3LYP [24], LC-BLYP [25] and wB97xD [26]. Moreover, as mentioned above, most (if not all) of
computational studies that are available consider PTB7-Th without (alkyl) side chains [15-19].
Experimental works have illustrated that varying side chains/groups of PTB7-Th (and of other similar
conjugated polymers) has a significant effect on device performance [10,27-29]. For example, it is well
known that length of alkyl side chains may have a negligible effect on energy levels and optical
absorption spectra of polymers, but can have profound effect on their aggregation in solution and
self-assembly in thin film since side chains can cause steric hindrance and twisting of the conjugated
backbone, which in turn could lead to a larger band gap and lower carrier mobility and lower device
performance [30,31]. For all of the above reasons, in this work, we carry out the first detailed
conformational analysis of PTB7-Th (with model systems that include side chains) and determine its
most stable structure using B3LYP, B3LYP-D3 and LC-DFT (CAM-B3LYP, LC-BLYP and wB97xD)
methods. In addition, we extensively study the effect of branched ethylhexyl side chains (henceforth
simply referred to as side chains (SdChs)) on the structure and energy of an isolated PTB7-Th
oligomers.
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Scheme 1. Examples of the different chemical configurations of PTB7-Th found in literature (the
differences are colored).

2. Computational Approach

Our main theoretical/computational tool that is used to carry out the proposed research is the
density functional theory as implemented in Gaussian 16 software [32]. We use the hybrid B3LYP
functional [21,22] to determine electric and conformational structures and energies. Experimental
studies show that material properties are sensitive (apart from the chemical structure) to their 3D
morphology and microstructure. For this reason, weak non-covalent van der Waals forces should be
included in our simulations. DFT approach has been extended to include the long-range electron
correlations (known as the dispersion forces) which allow for more accurate description of molecular
configurations and conformations where the interactions are dominated by the dispersion forces [23].
Hence in addition to DFT/B3LYP, we employ B3LYP-D3 as the dispersion corrected DFT [23] (that
(explicitly) includes dispersion Cs (~1/r¢) corrections) in our calculations especially those that focus
on investigating the effect of the alkane side chain interactions on the polymer structure. In addition,
we employ (other) LC-DFT methods (CAM-B3LYP, LC-BLYP and wB97xD) [24-26] in our
computational analysis of dimers with SdChs.

3. Conformational Analysis - Most Stable Structure of PTB7-Th

In order to determine the most stable structure of PTB7-Th, we first focus on the determining
the lowest energy state of its repeat unit, consisting of a dimer (i.e. two monomers of PTB7-Th), which
in turn requires that we begin with studying the conformational states of monomers of PTB7-Th.
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3.1. Monomers of PTB7-Th

It is clear from the structure of PTB7-Th (see Scheme 1) that there are two possible chemical
geometries for the monomers of PTB7-Th defining two intra-monomer S-C-C-S dihedral angles ®:
and @2 (see Figure 1). In the first case (top part of Figure 1), the TT-CF unit is oriented with fluorine
(F) pointing towards the BDTT part (®1) and in the second case (bottom part of Figure 1) sulfur (S) is
pointing towards the BDTT part (®2). In addition to the differences in the orientation of S-C-C-S
dihedral angles, the double bonded oxygen (=O) can be rotated and can either be placed on the side
of F or the side of S of the TT-CF part of the PTB7-Th monomer. Hence we consider four initial
structures of the monomers (see again Figure 1): (1) F=O...F meaning F facing in (®1) with =O on the
same side as F; (2) S=O...F meaning S facing in (®2) with =O on the same side as F; (3) F=O...5 meaning
F facing in (®1) with =O on the same side as S; (4) S=O...S meaning S facing in (®2) with =O on the
same side as S.

In order to determine the most stable structures of monomers we carry out one dimensional (1D)
potential energy curve (PEC) DFT/B3LYP scans for the two S-C-C-S dihedral angles, ®1 and @, as
defined in Figure 1. The scans are performed for the four structures of monomers without and with
side chains (SdChs) present (see Scheme 1). Figure 2 illustrates the results of the 1D-PEC scans and
of the geometry optimizations near scan minima for monomers. This figure clearly shows that in all
cases, the minima are associated with their either cis-like (@1 and ®: are close to 0°) or trans-like (®1
and ®: are close to +180° or -180°) conformations. Therefore, their optimized structures will be our
focus in this section (see Table 1) and will be used for studying the structures of longer oligomers in
the following sections (3.2 and 3.3).

In order to determine more precisely the orientation of a =O relative to S and F of TT-CF part,
we have carried out 1D-PEC scans for the C=C-C=0 dihedral angles of the two ®1 and ®: structures
(see Figure 3). These scans show that =O strongly prefers to be located in plane containing F or S, i.e.
be in the plane of TT-CF (and not be either perpendicular or in some other orientation relative to that
plane).
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Figure 1. A representation of the four possible structures of PTB7-Th monomers, defining the dihedral
S-C-C-S angles @1 (top part) and @2 (bottom part) and the orientations of =O in TT-CF units. Also
defining the naming of monomers as F=O...F etc as shown in the figure (see text for more details).

Monomers are shown without SdChs.
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Figure 2. 1D-PEC B3LYP scans for monomers of PTB7-Th with and without SdChs.
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Figure 3. 1D-PEC B3LYP scans for =O relative to F or S in the TT-CF part of the PTB7-Th monomer
with and without SdChs.
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Table 1. S-C-C-S Dihedral Angles, Conformational Energies (E), and Conformational Energy
Differences (AE) for the four conformational sets of PTB7-Th monomers without and with SdChs
optimized with BSLYP and B3LYP-D3 methods.

DET Without SdChs With SdChs
Method Monomer S-C-C-S E (eV) AE S-C-C-S E (eV) AE
Angle (eV) Angle (eV)
(degrees) (degrees)

1PTB7-Th -149.49 -97925.0728  0.05 -149.37 -123599.6890  0.05
(F=0...F) 2523 297925.1094  0.02 24.82 -123599.7130  0.02
26.14 -97925.1008  0.02 26.54 -123599.7280  0.01
148.53 -97925.0796  0.05 148.34 -123599.6910  0.04
1PTB7-Th -148.56 297925.0917  0.03 -148.69 -123599.7009  0.03
(F=0...S) 26.10 297925.1191  0.01 2637 -123599.7212  0.01
26.80 297925.1151  0.01 19.41 -123599.7123  0.02
B3LYP 148.51 -97925.0931  0.03 147.88 -123599.6980  0.04
1PTB7-Th _158.92 297925.1080  0.02 _158.78 -123599.6706  0.06
(S5=0...F) -23.89 -97925.1040  0.02 28.61 -123599.6750  0.06
22.72 297925.1070  0.02 21.39 -123599.6559  0.08
159.56 297925.1040  0.02 158.78 -123599.6675  0.07
1PTB7-Th -158.53 97925.1236 0 ~158.90 ~123599.7017  0.03

(8=0...S) 23.01 297925.1182  0.01 22.04 -123599.7351 0

22.09 -97925.1252 0 14.83 -123599.7324 0
160.97 297925.1170  0.01 160.40 -123599.6951  0.04
1PTB7-Th -148.37 -97926.6013  0.06 -148.70 -123603.4816  0.31
(F=0...F) 28.30 297926.6459  0.01 25.86 -123603.4624  0.33
27.68 -97926.6212  0.04 28.93 -123603.5159 0.8
14738 297926.6123  0.05 147.42 -123603.4634 0.33
1PTB7-Th -147.53 -97926.6191  0.04 -148.86 _123603.5422 025
(F=0...S) 29.04 297926.6537  0.01 -14.71 -123603.5857 021
28.30 -97926.6346  0.03 30.36 -123603.5860  0.21
B3LYP- 147.30 -97926.6244  0.04 165.20 -123603.4900 0.31
D3 1PTB7-Th -156.07 97926.6337  0.03 -156.91 -123603.5052  0.29
(S=0...F) 24.98 -97926.6286  0.03 16.26 -123603.7738  0.02
25.66 297926.6424  0.02 16.26 -123603.7738  0.02
157.01 -97926.6268  0.03 159.27 -123603.4941  0.30
1PTB7-Th -155.89 297926.6483  0.01 -157.01 -123603.4961  0.30
(8=0...5) -24.10 -97926.6429  0.02 26.09 -123603.5893  0.21

25.17 -97926.6598 0 37.94 -123603.7959 0
158.08 297926.6382  0.02 160.01 -123603.4828  0.31

Table 1 shows the relative (fully optimized) B3LYP and B3LYP-D3 conformational energy
differences of the cis-like and trans-like conformations of PTB7-Th monomers (that were obtained
from the results of Figure 2). For the monomers without SdChs, the B3LYP and B3LYP-D3 results
show that cis-like S=O...5S structure has the lowest energy. However, all of the other (B3LYP and
B3LYP-D3) conformations (two trans-like and the other cis-like) for the S=O...S structure have
energies that are within 0.02 eV (or less) of the global minimum energy. Meaning that they are all
nearly degenerate. Moreover, for the B3LYP calculations, with the exception of trans-like
conformations of F=O...S and F=O...F structures, all of the other conformations and structures also
have energies within the 0.02 eV of the global minimum. For the B3LYP-D3 computations, the cis-
like conformations have energies within 0.02 eV of the global minimum in F=0...5, 5=0O...F and
F=0...F configurations (other conformations have higher relative energies). This means that, both
B3LYP and B3LYP-D3 computations indicate that, for the PTB7-Th monomer without SdChs all of
the cis-like structures have energies close to the global minimum energy irrespective of whether S or
F is facing in and whether =O is on the same side as S or F of the TT-CF unit. In particular, for
monomers with F facing in, ®1is equal to -26.10° (B3LYP) or -29.04° (B3LYP-D3) in their lowest energy
(cis-like) states, and with S facing in, ®2is equal to 22.09° (B3LYP) or 25.17° (B3LYP-D3) in their lowest
energy (cis-like) states. For these systems trans-like conformations have somewhat higher relative
energies. In both (B3LYP and B3LYP-D3) cases energy differences range from 0 to 0.06 eV, which
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means that dispersion energy does not affect relative energies very much when there are no SdChs
present in the monomers.

For monomers with SdChs, the B3LYP results show that cis-like (-22.04° and 14.83°)
conformations of 5=0...S structure have the lowest energies (with differences less than 0.003 eV)
which, in turn, are nearly degenerate (energies differ by 0.02 eV or less) with cis-like conformations
of F=0...S (-26.37°) and F=0...F (-24.82°, 26.54°), and with trans-like conformation of F=O...S (-
148.69°) monomers. It should be noted that for these monomers, the B3LYP relative energy
differences range from 0 to 0.08 eV which is again a relatively narrow energy range similar to the case
when no SdChs are present as discussed above. The B3LYP-D3 removes many degeneracies, giving
5=0...S cis-like (37.94°) as the lowest energy state which is only nearly degenerate (energy difference
of 0.02 eV) with the cis-like state (16.26°) of S=O...F. The lowest energy state with F in (which is 0.21
eV above the global minimum) is given by cis-like conformations (-14.71° and 30.36°) of F=0O...5
monomer. In this case, the B3LYP-D3 relative energy differences range from 0 to 0.33 eV (which are
significantly higher compared to the B3LYP results). This indicates that the inclusion of the dispersion
energy in the B3LYP-D3 computations introduces stronger intermolecular interactions between
SdChs which bring the SdChs closers in the cis-like compared to the trans-like conformations of the
monomers (see an example in Figure 4, and Figures S1 and S2 in Supplementary Information (SI) for
the remaining B3LYP and B3LYP-D3 optimized geometries of the four conformational sets of
monomers with SdChs). In summary, these computations indicate that, for the PTB7-Th monomers
with SdChs, the cis-like conformations in S=O...S (B3LYP, B3LYP-D3), S=O...F (B3LYP-D3), and
F=0...S and F=0O...F (B3LYP) have some of the lowest energies (see their optimized geometries in
Figure 5). Figure 5 illustrates again the stronger interactions between SdChs in the B3LYP-D3 cis-like
conformations of S=O...S and S=0O...F. Based on the above discussion, we expect that since cis-like
conformations are preferred in the monomers of PTB7-Th, that they will be preferred in the longer
oligomers as well (i.e. the lowest energy state will be cis-like for the whole polymer).

doi:10.20944/preprints202302.0270.v1
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Figure 4. Representative examples of the intermolecular interactions between SdChs for the cases of
(a) cis-like and (b) trans-like within (5=O...S) and (5=O...F) optimized monomer using B3LYP-D3

method.
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Figure 5. The optimized geometries of the lowest-energy cis-like conformations in S=O...S and

S=0...F (B3LYP-D3) monomers, and F=0...5 and F=0...F (B3LYP) monomers.

3.2. Repeat Units (Dimers) of 2PTB7-Th

3.2.1. DFT/B3LYP and DFT/B3LYP-D3 results

10

The monomer prediction (as discussed above) is first tested on repeat units (dimers) of PTB7-Th
(referred to as 2PTB7-Th). Once again there are four possible configurations for the dimers: (1) S=O...S;
(2) S=O...F; (3) F=0...5; (4) F=0...F. Based on the previous results of Figure 2, we expect that these
dimer structures will have the low conformational-energy states when the 5-C-C-S dihedral angles
are either cis-like (c) or trans-like (t). Therefore, we consider the orientation of S-C-C-S dihedral angles
of the dimers that can take the form of all-cis (c-c-c) or all-trans (t-t-t) or a mix of both cis and trans
(c-t-c and t-c-t). Theses four types of S-C-C-S dihedral angles along the backbone chains of 2PTB7-Th
are illustrated in Figure 6 for an S=O...S structure as an example. The results of the relative B3LYP
and B3LYP-D3 conformational energy differences for the 16 optimized dimers without and with

SdChs are given in Table 2.
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(3) t-c-t

(4) t-t-t

Figure 6. An example of the four types of S-C-C-S dihedral-angles for the 2PTB7-Th (S=O...S)

structure. Dimers are shown without SdChs.

Table 2. B3LYP and B3LYP-D3 results for the representative 2PTB7-Th dimers.

DFT | 2PTB7-Th |  Angle Without SdChs With SdChs
Method | Dimer | Structure S-C-C-S Dihedral- E (eV) AE (eV) | S-C-C-S Dihedral- E (V) AE (eV)
of Dimer Angles (degrees) Angles (degrees)
F=0...F s 24.9,22.1, 24.2 -195817.9151 0.02 21.7,22.4, 24.3 247167.1964 0

ctc 247,-162.4, -24.1 -195817.9143 0.02 22.1,-162.1, 23.8 | -247167.1064 0.09

teet 149.7,22.5, 151.5 -195817.9056 0.03 149.7.22.8, 151.7 247167.0290 0.17

-t 149 8, -160.5, 151.6 -195817.8544 0.08 1499, -167.5,150.3 | -247166.9696 0.23

F=0...S c-cc 25.6,21.4, 24.9 -195817.9350 0 24.6,20.7,-29.1 -247167.0340 0.16

ctc -25.6,-164.0, -24.8 -195817.9313 0 24.3,-1622,-242 | -247167.0691 0.13

teet 149.8,21.7, 151.7 -195817.8792 0.06 149.2,20.8, 152.8 247166.9618 0.23

B3LYP ttt 149.6,-161.9, 151.6 _195817.8794 0.06 149.7,-169.8, 1509 | -247166.9695 0.23

S=0..F ccc 217, 233.-19.3 _195817.8934 0.04 21.2,23.0, 232 247166.9764 0.22

ctec 21.7.155.0, 20.1 -195817.8672 0.07 215, 154.4, -23.1 -247166.9221 0.27

to-t -160.8, -24.9, -160.8 -195817.9056 0.03 -161.3,-23.9,-162.0 | -247167.0290 0.17

tt -160.6, 152.6, -159.9 -195817.8805 0.06 1597, 151.8,-160.8 | -247166.9995 0.20

$=0...S coc 212, 24.1,-172 _195817.9266 0.01 213,232,162 247167.0544 0.14

ctee 212, 1537, -18.5 -195817.9051 0.03 21.4,152.2,-17.5 247167.0545 0.14

teet -160.4, -25.6, -160.3 -195817.9362 0 160.1,-27.3,-160.2 | -247167.0887 0.11

-t -160.3. 1517, -159.6 -195817.9286 0.01 -160.4, 150.4,-160.6 | -247167.1034 0.09

F=0...F c-cc -28.0, 23.4, -26.9 -195821.1899 0.02 -29.6.-28.0,-26.0 2471754492 0

ote 27.9.-160.2, -26.9 -195821.1868 0.02 33.6,-165.5,27.1 | -247175.0470 0.40

teot 148.3,23.4, 150.1 -195821.1206 0.09 149.3, -13.4, 155.9 247174.9212 0.53

it 148.4,-159.3, 150.1 195821.1233 0.08 151.7,-166.8, 153.9 | -247175.0165 0.43

F=0...S coc 287,287, 276 -195821.2058 0 _18.5,21.0, 419 247175.2243 0.22

ctec 28.6,-161.4, -27.6 -195821.1997 0.01 33.2,-1629,-34.0 | -247175.3570 0.09

tot 148.3,22.6, 150.2 -195821.1457 0.06 154.3, 18.3, 161.1 -247174.7090 0.74

B3LYP- -t 148.2,-160.5, 150.0 -195821.1453 0.06 1533, 155.6,-167.6 | -247174.9856 0.46

D3 =0..F coc 249, 249,207 _195821.1506 0.06 4.6, 24.1, 158 247175.1022 0.35

ctee 24.9,153.7, 153.7 -195821.1332 0.07 189, 154.7, -19.0 ~247175.0080 0.44

teet -157.8.-263,-157.9 -195821.1550 0.05 161.5,-26.1,-169.3 | -247174.7713 0.68

-t -157.6, 151.8, -157.3 -195821.1405 0.07 -160.6, -154.0, 163.7 | -247175.0656 0.38

$=0... ccc 24.5, 25.7.-18.5 -195821.1822 0.02 24.5.-16.8, 23.0 247175.1521 0.30

ctee 24.5,24.5,-19.6 -195821.1693 0.04 20.7, 138.8,25.4 247174.8989 0.55

teot _157.5,-27.0,-157.7 -195821.1838 0.02 158.7,-13.9,-159.2 | -247174.9675 0.48

ttt _157.4, 1509, -157.1 -195821.1738 0.03 _158.5,165.0,-157.8 | -247175.1349 031
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Table 2. shows that, once again, the B3LYP and B3LYP-D3 energy differences are relatively close
to each other (the largest energy difference is close to 0.09 eV) for the various conformations for the
dimers without the SdChs in comparison to dimers with SdChs. The representative B3LYP results
show that c-c-¢, t-c-t, and t-t-t conformations of S=O...S dimers, and c-c-c and c-t-c conformations of
F=0...5 dimers have the lowest energies (with differences less than 0.01 eV). The representative
B3LYP-D3 results show that c-c-c and c-t-c conformations of F=O...S dimers have the lowest energies
(with differences less than 0.01 eV), followed closely (to within 0.02 eV of energies) by c-c-c and c-t-c
conformations of F=O...F dimers and c-c-c and t-c-t conformations of 5=O...S dimers. Clearly for
dimers without SdChs, we obtain a number of conformational states that are nearly degenerate in
energy.

When SdChs are added, the number of degeneracies is significantly decreased. The
representative B3LYP results show that c-c-c conformation of F=O...F dimer has the lowest energy
(with the next lowest state having energy 0.09 eV above the global minimum in c-t-c conformation of
F=0...F dimer and t-t-t conformation of 5=O...S dimer). The B3LYP-D3 results agree with B3LYP
computations and give c-c-c conformation of F=O...F dimer as the lowest energy state. Similar to the
monomers results in precious section, it is clear that the presence of SdChs has a considerable effect
on determining the lowest energy state of 2PTB7-Th. In order to illustrate the behaviour of SdChs,
dimers with SdChs are shown in Figures S3 and S4 in SI. For example, Figures S3 (containing
B3LYP-D3 results) shows that SdChs in c-c-c conformation of F=O...F dimer has the two pairs of
SdChs strongly interacting (see also Figure 9 below). Similarly in the second lowest (B3LYP-D3)
energy conformation c-t-c of F=0...S dimer also has two pairs of SdChs strongly interacting. In all of
the other conformations, SAChs are relatively far apart from each other and relative energy
differences (ranging from 0.2 to 0.7 eV) are considerably above the lowest energy state (this is
especially true for all of the S=O...S and 5=O...F dimer conformations).

It is interesting to note that the lowest (B3LYP and B3LYP-D3) energy configurations for dimers
occur for F=O...F (with SdChs) (c-c-c) and F=0O...S (without SdChs) (c-c-c) configurations. This
appears to contradict the monomer results which showed that S=O...S and 5=O...F structures give
the lowest energy. However, it can be noted that dimers can be also equivalently considered as central
monomers with end groups (TT-CF and BDTT). In this case the F=O...F (c-c-c) dimer can be
equivalently thought of as 5=O...F monomer with the TT-CF and BDTT end groups (see Figure 7 (a)).
Similarly, F=O...S (c-t-c) dimer can be thought of as 5=0...S monomer with the TT-CF and BDTT end
groups (see Figure 7 (b)). This does agree with the above-mentioned monomer results (which show
that 5=O...F and 5=0...S monomers tend to have the lowest conformational energies). This analysis
shows that the lowest energy configurations/conformations in monomers tend to dominate the dimer
results (i.e. the configuration/conformation of central monomer determine dimer’s lowest energy
state).
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(b) F=0...S

Figure 7. The optimized geometries of (a) F=O...F dimer (S=O...F central monomer) and (b) F=O...S
dimer (5=O...S central monomer). Dimers are shown without SdChs.

The dimer and monomer computational results also show that most trans-like dihedral angles
are close to either +/-150° or +/-160° and cis-like angles are close to +/-20° (ranging from +/-15° to +/-
30° in most cases). Moreover, most trans-like conformations for monomers are higher in energy than
cis-like conformations and appear to be more or less equivalent in energy irrespective of their
configuration. This equivalency of trans-like conformations also appears to be true for dimers
(although here larger energy differences are observed, see Tables 1 and 2 for comparison).

3.2.2. LC-DFT results

To further verify the conformational behavior of 2PTB7-Th dimers as obtained using B3LYP and
B3LYP-D3 in previous subsection, we optimize the 16 configurations of 2PTB7-Th with SdChs using
LC-DFT methods (CAM-B3LYP, LC-BLYP and wB97xD). The results of these computations are given
in Table 3. The three LC-DFT methods show that, in most cases, the conformations of 2PTB7-Th with
predominantly cis-like S-C-C-S dihedral angles (such as c-c-c and c-t-c) are more favorable (i.e. they
have lower total energies) than those with predominantly trans-like dihedral angles (such as t-c-t and
t-t-t). This behaviour is particularly evident in the F=O...F and F=0O...5 configurations. For the S=O...F
and S5=0...5S configurations, conformational energy differences are smaller for those conformations
that include all-cis and all-trans S-C-C-S dihedral angles than those that include a mix of cis-like and
trans-like S-C-C-S dihedral angles (such as c-t-c and t-c-t). We find that in all cases, for a given LC-
DFT method (consistent with the B3LYP and B3LYP-D3 results) the F=O...F all cis (c-c-c)
configuration has the lowest total energy. Also consistent with the B3LYP and B3LYP-D3 results, we
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find no energy degeneracies for the optimized LC-DFT configurations. This is mainly due to the
presence of SAChs as discussed in the previous subsection.

In order to illustrate the above results more clearly, the calculated (B3LYP, B3LYP-D3, CAM-
B3LYP, LC-BLYP, and wB97xD) conformational (relative) energy differences for the 16 conformations
of 2PTB7-Th are displayed in Figure 8. The hybrid DFT, DFT-D3, and LC- DFT methods, all show
similar trend for the results of F=O...F and F=0...S configurations. For the S=O...F and S=0...5
configurations there are some differences in trends. In this case, B3SLYP-D3 and wB97xD perform
similarly but are somewhat different from B3LYP, CAM-B3LYP and LC-BLYP results. However, in
all of these cases, the conformational energy differences are far above the energy of the most stable
structure (F=0...F all cis) and hence these differences in trends do not affect our final conclusion of
what constitutes the most stable structure of 2PTB7-Th. Hence, we conclude that the three LC-DFT
methods confirm our findings as obtained using the B3LYP and B3LYP-D3 functionals. Because of
this consistency in the results, the remaining part of this conformational analysis (that will involve
energy optimizations of longer oligomers) is carried out with only B3BLYP and B3LYP-D3 DFT
functionals. This is done primarily for computational expediency.

Table 3. DFT-B3LYP, DFT-B3LYP-D3, and LC-DFT (CAM-B3LYP, LC-BLYP, and wB97xD) results for
the representative 2PTB7-Th dimers with SdChs.

Config. Angle B3LYP B3LYP-D3 CAM-B3LYP LC-BLYP @BY7xD
E (eV) AE (eV) E (eV) AE (eV) E (eV) E (eV) E (eV) E (eV) E (eV) E (eV)
F=0...F c-c-¢ | -247167.1964 | 0 -247175.4492 0 -247099.7328 0 -246734.2996 0 -247127.4090 0
c-t-¢ | -247167.1064 0.09 -247175.0470 0.40 -247099.6063 0.13 -246734.0860 0.21 -247127.0335 0.38
t-c-t | -247167.0290 0.17 -247174.9212 0.53 -247099.4780 0.25 -246733.8880 0.41 -247126.9471 0.46
-t | -247166.9696 0.23 -247175.0165 0.43 -247099.5372 0.20 -246734.0198 0.28 -247127.0441 0.36
F=0...S c-c-¢ | -247167.0340 0.16 -247175.2243 0.22 -247099.6121 0.12 -246734.1405 0.16 -247127.2969 0.11
c=t=c [ -247167.0691 | 0.13 -247175.3570 0.09 -247099.5866 0.15 -246734.1659 0.13 -247127.3594 0.05
t-c-t | -247166.9618 | 023 -247174.7090 0.74 -247099.4432 0.29 -246733.8775 0.42 -247126.8492 0.56
t-t-t | -247166.9695 0.23 -247174.9856 0.46 -247099.5203 0.21 -246733.9761 0.32 -247126.9514 0.46
$=0...F c-c-¢ | -247166.9764 |  0.22 -247175.1022 0.35 -247099.5311 0.20 -246733.9685 0.33 -247127.2174 0.19
c-t-¢ | -247166.9221 | 027 -247175.0080 0.44 -247099.4364 0.30 -246733.9940 0.31 -247127.0729 0.34
t-c-t | -247167.0290 | 0.17 -247174.7713 0.68 -247099.5077 0.23 -246733.9300 0.37 -247126.7845 0.62
t-t-t | -247166.9995 0.20 -247175.0656 0.38 -247099.5676 0.17 -246734.0463 (.25 -247127.0989 0.31
$=0...8 c-c-¢ | -247167.0544 | 0.14 -247175.1521 0.30 -247099.6835 0.05 -246734.1933 0.11 -247127.1104 0.30
c-t-¢ | -247167.0545 0.14 -247174.8989 0.55 -247099.5354 0.20 -246734.0129 0.29 -247126.9935 0.42
t-c-t | -247167.0887 0.11 -247174 9675 0.48 -247099.5734 0.16 -246734.1139 0.19 -247126.9934 0.42
t-t-t | -247167.1034 0.09 -247175.1349 0.31 -247099.5693 0.16 -246734.1697 0.13 -247127.1716 0.24
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Figure 8. Conformational energy differences for the representative 2PTB7-Th conformations and
configurations using B3LYP, B3LYP-D3, CAM-B3LYP, LC-BLYP, and wB97xD methods.

3.3. Longer Oligomers of PTB7-Th

First, we make a note regarding the naming of longer oligomers (extended dimers). It can be
seen from the discussion above that dimer names such as F=O...F etc are somewhat ambiguous. That
is, because of the symmetry of the monomers, dimers can be equivalently thought of as central
monomer with end groups (e.g. 5=O...F monomer in the case of F=O...F dimer). In order to be
consistent, we name the longer oligomers based on the initial monomers that were used to build the
longer oligomers of PTB7-Th. Appropriate comments regarding their structures and energies will be
made as it is needed.

In order to further assess the lowest energy state of PTB7-Th, we carry out conformational
analysis of longer oligomers of PTB7-Th. The dimers that exhibited relatively lower conformational
energy differences in the previous section 3.2 (such as, for example, F=O...F (c-c-c) and F=0O...S (c-t-
c)) are extended to two-and-half (2.5) oligomers, trimers and tetramers. They are referred to as
2.5PTB7-Th, 3PTB7-Th, and 4PTB7-Th oligomers, respectively. The 2.5PTB7-Th is purposely selected
for its symmetrical structure (that is, for example, its F=O...S configuration can be thought of as
consisting of either two F=O...S monomers or equivalently of two S=O...S monomers with a
corresponding end group).
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Table 4 gives the conformational energy results for the representative longer oligomers without
SdChs. The B3LYP and B3LYP-D3 computational data in the table predict that all cis-like
conformations of F=0O...S configurations of constituent monomers have the lowest energies for the
respective oligomers (2.5, trimers and tetramers). There are some near degeneracies in the case of
B3LYP results. This is very much consistent with the conformational analysis of the monomers, which
predicted that both cis-like conformations of S=O...S and F=0O...S configurations have the lowest
energies. As described above, it should be noted that for longer oligomers denoted by, say, F=O...5
name, the F=0...5 or equivalently 5=O...S monomers are alternating along the chain backbone with
possible end groups (see also Figure 7). Hence, it is expected that all cis-like oligomers without SdChs
denoted by 5=0O...S or F=O...5 would produce the lowest energy states.

Table 4. B3LYP and B3LYP-D3 conformational energy results for the representative PTB7-Th
oligomers without SdChs.

Oligomer | Configuration Angle B3LYP B3LYP-D3
Structure E (eV) AE (eV) E (eV) AE (eV)
of dimers

F=0...F c-c-C -231573.8045 | 0.035 -231577.6068 0.017
c-t-c -231573.8046 | 0.035 -231577.6127 0.011
2.5PTB7-Th F=0...S c-c-C -231573.8396 0 -231577.6234 0
c-t-c -231573.8342 |  0.005 -231577.6124 0.011
S=0...S t-c-t -231573.8380 | 0.002 | -231577.5939 0.030
t-1-t -231573.7952 | 0.044 | -231577.5694 0.054
F=0...F c-c-C -293710.7215 | 0.030 | -293715.7376 0.021
c-t-c -293710.7203 | 0.031 -293715.7288 0.030
3PTB7-Th F=0...S c-c-C -293710.7514 0 -293715.7589 0
c-t-c -293710.7445 | 0.007 | -293715.7469 0.012
S=0...S t-c-t -293710.7507 | 0.001 -293715.7214 0.038
t-t-t -293710.7101 | 0.041 -293715.7010 0.058
F=0...F c-c-C -391603.5278 | 0.040 | -391610.2830 0.029
c-t-c -391603.5258 | 0.042 | -391609.9560 0.356
4PTB7-Th F=0...S c-c-C -391603.5678 0 -391610.3116 0
c-t-c -391603.5576 | 0.010 | -391610.2940 0.018
S5=0...S t-c-t -391603.5655 | 0.002 | -391610.2594 0.052
t-1-t -391603.5041 | 0.064 | -391610.2282 0.083

Table 5 presents the BBLYP and B3LYP-D3 energies and the main S-C-C-S dihedral angles along
the chain backbones for the representative longer oligomers with SdChs (the optimized structures for
all of the oligomers with SdChs are displayed in Figures S5 and S6 in SI). In contrast to the results for
oligomers without SdChs, the results of Table 5 show no degeneracies in the conformational energies
for all of the studied oligomers with SdChs. This clearly indicates the significant role of SAChs in the
conformational energy analysis. The data in Table 5 also show that all cis-like conformations of
F=0...F oligomers with SdChs (or equivalently consisting of cis-like S=O...F configurations of
constituent monomers) have the lowest energies for all of the representative systems studied (i.e. 2.5
oligomers, trimers and tetramers). These results for the longer oligomers with SdChs are consistent
with the dimer results which found that the lowest energy configurations occur for F=O...F (c-c-c)
dimers with SdChs. The main conclusion that can be made for both dimers and longer oligomers with
SdChs is that the preferred state is an all cis-like conformation with the =O in the plane with F (see
optimized geometries in Figure 9). Whereas for longer oligomers without SdChs the =O is located in
plane with S in their lowest energy structures.

To understand why F=O...F (all cis) structure exhibits the lowest conformational energy, we
consider the optimized geometries of the longer studied oligomers as shown in Figure 9. This figure
shows that in the all cis-like conformations the SdChs tend to bunch in groups of three along the
oligomer backbones. These SdChs intermolecular interactions provide extra (attractive) energy that

doi:10.20944/preprints202302.0270.v1
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makes these structures more stable relative to other conformations (where the SdChs are either
unevenly distributed on both side of the backbone in mixed conformations or are farther apart in the
all trans-like conformations). As an example, we look at the optimized structures of 4PTB7-Th’s as
shown in Figure 10 in some greater details. It appears that F=O...F (all cis) 4PTB7-Th displays a slight
twist along oligomer chain backbone, which causes a stronger intra-chain interactions within the
twisted backbone, thus lowering its conformational energy (see Figure 10 (a)). The backbone twists
in all cis-like conformations further enhances the SdChs interactions by bunching them in groups of
three as mentioned above. This twist is not present in the geometries of other structures (such as
5=0...5 (all trans) in Figure 10 (b)). When cis- and trans-like S-C-C-S dihedral angles are mixed (such
as c-t-c), the chain backbone bends (see Figure 10 (c) and (d)). We also note that these mixed
conformations have an uneven distribution of SdChs (with one side having significantly more SdChs
than the other) in comparison to the all cis-like (or all trans-like) conformations.

Table 5 also includes the main S-C-C-S dihedral angles along the chain backbone of the longer
oligomers. Similar to dimer and monomer computational results, the longer oligomers also show
that most trans-like dihedral angles are close to either +/-150e or +/-160e (ranging from +/-150e to +/-
1800) and cis-like angles are close to +/-25¢ (ranging from +/-10e to +/-400). In general, in comparison
to oligomers without SdChs there are more fluctuations in dihedral angles (and they tend to be
somewhat larger) when SdChs are present due intermolecular interactions between SdChs for both
B3LYP and B3LYP-D3 results. Also, due to explicit inclusion of the van der Waals intermolecular
energy, BSLYP-D3 dihedral angle values tend to be larger than the corresponding B3LYP values,
again due to SdChs interactions (see discussion above). For example, Table 5 show that cis-like angles
for longer oligomers with SdChs tend to be closer to 30e (B3LYP-D3) rather than 25¢ (B3LYP) and
similarly BSLYP-D3 trans-like angles tend to be larger by approximately 5o in comparison to the
corresponding B3LYP results for oligomers with SdChs.
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Table 5. B3BLYP and B3LYP-D3 conformational energy and S-C-C-S dihedral angle results for the
representative PTB7-Th oligomers with SdChs.
Angle
Oligomer Configuration Structure of E (eV) AE (eV) Angle 1 Angle 2 Angle 3 Angle 4 Angle 5 Angle 6 Angle 7
Dimer
2.5PTB7-Th F=0...F c-c-C -291481.2334 0 -25.03 26.49 -21.54 23.26
c-t-c -291481.0924 0.141 -21.78 -160.7 -23.88 163.02
F=0...S c-c-C -291481.1770 0.056 -30.19 -11.65 -22.57 20.59
c-t-c -291481.0511 0.182 -27.36 -162.95 -25.86 160.19
$=0...8 t-c-t -291481.0757 0.158 -160.82 -27.42 -162.64 30.28
tt-t -291481.0676 0.166 -161.45 158.37 -151.9 14841
3PTB7-Th F=0...F c-c-c -370734.7199 0 -21.93 -20.96 -22.32 -26.08 -20.88
c-t-c -370734.5141 0.053 -21.83 -161.12 -22.94 164.85 -22.85
F=0...S c-c-¢ -370734.5252 0.206 -29.53 -12.64 -22.05 20.03 -29.31
c-t-c -370734.4323 0.195 -26.94 -162.29 -25.87 -160.57 -26.21
tc-t -370734.5669 0.288 149.27 12.55 152.95 13.39 152.06
tt-t -370734.4942 0.153 149.30 169.26 151.22 169.49 150.92
$=0...8 t-c-t -370734.5271 0.226 -161.08 -27.11 -162.09 30.06 161.30
tt-t -370734.4486 0.193 -161.53 158.01 -151.74 150.51 -160.26
4PTB7-Th F=0...F c-c-c -494302.1137 0 -22.19 2275 -23.77 26.06 -21.12 22.16 -24.22
c-t-c -494301.9205 0.193 -21.92 -162.49 -23.78 162.46 -22.34 -161.58 -23.89
F=0...8 c-c-c -494301.9326 0.181 -24.47 20.18 -28.78 -12.83 -22.36 20.21 -29.42
c-t-c -494301.7956 0318 -27.07 -162.87 -25.95 -160.43 -25.5 -162.48 -26.25
t-c-t -494302.0026 0.111 149.2 12.75 152.45 12.54 153.65 13.27 152.44
tt-t -494301.8946 0.219 149.9 167.3 152.37 167.14 152.64 169.82 150.63
$=0...8 t-c-t -494301.9123 0.201 -161.45 -27.23 -162.66 29.64 162.23 -26.95 -160.65
{-t-t -494301.8781 0.236 -160.31 149.82 166.01 15221 164.36 -173.77 -159.41
%0 S601
DFT/B3LYP-D3 results
2.5PTB7-Th F=0...F c-c-¢ -291491.1309 0 -28.33 -14.11 -24.02 -28.83
c-t-c -291490.5853 0.546 -27.82 -162.7 -26.97 -170.52
F=0...S c-c-c -291490.8638 0.267 20.83 -10.17 -35.94 -44.15
c-t-c -291490.5821 0.549 -33.14 -163.98 -33.13 159.38
$=0...8 t-c-t -291490.3418 0.789 -160.46 -20.12 -159.24 24.97
t-t-t -291490.5835 0.547 -159.29 163.28 -153.9 14539
3PTB7-Th F=0...F c-c-¢ -370747.5692 0 -29.75 -28.03 -25.43 -20.21 -36.6
c-t-c -370747.1992 0.370 -27.74 161.62 -26.09 -160.38 -37.7
F=0...S c-c-c -370747.2293 0.340 -44.07 -38.39 22.88 20.20 -42.44
c-t-c -370747.299 0.270 -33.05 -165.48 -33.69 -159.23 -26.96
$=0...8 t-c-t -370747.1600 0.409 -159.82 21.13 156.77 26.95 171.84
-t -370747.0127 0.556 -158.72 164.98 -154.29 162.05 -157.84
4PTB7-Th F=0...F c-c-c -494319.1629 0 -29.81 -28.42 -25.67 -20.24 -38.81 -27.55 -25.89
c-t-c -494318.6955 0.467 -27.66 -161.61 -25.73 -163.57 -32.65 168.5 -22.16
F=0...8 c-c-¢c -494318.6240 0.539 -18.78 20.79 -41.63 -22.64 -10.98 20.38 -42.18
c-t-c -494318.9417 0.221 -32.88 -162.06 -33.59 -157.85 -27.37 -164.33 -33.77
$=0...8 t-c-t -494318.2377 0.925 -160.97 -20.5 -161.6 21.12 -170.04 -21.04 -159.81
{-t-t -494318.7870 0.376 -159.29 -179.61 -162.71 172.09 156.58 164.74 -157.24
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Figure 9. The B3BLYP-D3 optimized geometries for the preferred states of the longer oligomers of
PTB7-Th (F=0...F, all-cis). Hydrogens are removed for visual clarification.
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Figure 10. Representative examples of the BSLYP-D3 optimized geometries of 4PTB7-Th oligomers.
Hydrogens are removed for visual clarification.

3.4. Electronic Structure of PTB7-Th

Conformational analysis of the PTB7-Th is the main focus of this paper. However, to verify that
our conformational results are physically meaningful, we compare the computed electronic structure
(HOMO, LUMO and band gap) values of PTB7-Th with the respective experimental values. The
experimentally determined band gap (Eg) of PTB7-Th is 1.59 eV and its HOMO and LUMO energy
values estimated to be —-5.23 eV and -3.64 eV respectively [1,8,33]. Table 6 (a) lists the HOMO and
LUMO eigenvalues and band gaps for the most stable DFT/B3LYP and DFT/B3LYP-D3 structures of
oligomers from monomers to tetramers as found above (to obtain B3LYP energies from B3LYP-D3
computations, we employ B3LYP-D3 optimized geometries in single point B3LYP
calculations). Figure 11 estimates the band gap for the infinite chain length (PTB7-Th) polymer by
plotting oligomer band gaps as a function of the inverse of their lengths and extrapolating to zero.
These extrapolations give value of 1.8 eV and 1.86 eV for the B3LYP and B3LYP-D3 band gap of PTB7-
Th respectively. As expected [34], these gas-phase values differ by approximately 0.2 eV from the
experimental (bulk phase) value. Hence, we can conclude that our conformational analysis resulted
in a structure of PTB7-Th with electronic properties that are in good agreement with the respective
experimental results.
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Figure 11. Band gaps of B3LYP and B3LYP-D3 optimized geometries of PTB7-Th oligomers versus
the inverse of their chain lengths.

In addition, we look at the variation of HOMO and LUMO eigenvalues and band gap energies
with the changes in conformation and configuration of the oligomers. We focus on the results for the
4PTB7-Th since it is the longest oligomer we consider (and hence, it can be thought of as the best
model for the polymer). Table 6 (b) shows that band gaps (and HOMO and LUMO) values change
very little with different conformational changes in 4PTB7-Th. The average value for the band gap is
2.1 eV with HOMO and LUMO eigenvalues are close to — 4.8 eV and — 2.7 eV respectively for all of
the tetramers. We also study the effect of SAChs on the electronic structure energies by considering
again results for 4PTB7-Th’s. We found that for all of the tetramers without SdChs, HOMO and
LUMO eigenvalues are close to — 4.9 eV and — 2.9 eV respectively and the average band gap energy
is 2.09 eV. In agreement with our previous findings, alkane (linear or branched) SdChs do not affect
significantly the band gap energies and HOMO/LUMO eigenvalues of organic polymers [35].

Table 6. HOMO (€pgpp) and LUMO (€,ypmo) eigenvalues, and band gaps (Eg) calculated using (a)
(B3LYP and single point B3LYP on B3LYP-D3 optimized geometries) for the most stable structures of
PTB7-Th (from 1PTB7-Th monomer to 4PTB7-Th tetramers), and (b) B3LYP for various configurations
of 4PTB7-Th with and without SdChs.

Oligomer Configuration Angle DFT With SdChs DFT With SdChs
Structure | Method | €440 (eV)| €1ymo (eV) | E4 (V) Method | e,5y4 (eV)| €1ymo (eV) | E,y (eV
of Dimer

1PTB7-Th $=0...8 c-c-¢ -5.11 -2.07 3.04 -5.12 -2.04 3.08

2PTB7-Th F=0...F c-c-¢ -4.89 -2.51 2.38 -4.91 -2.49 243

@) | 25PTB7-Th | F=0..F cec | BILYP 03 261 232 B3IL)§P' 493 2.63 230
3PTB7-Th F=0...F c-c-¢ -4.85 -2.62 2.22 -4.87 -2.60 227
4PTB7-Th F=0...F c-c-C -4.79 -2.68 2.11 -4.83 -2.64 2.20

With SdChs Without SdChs

F=0...F c-c-¢ -4.79 -2.68 2.11 -4.95 -2.83 2.12

(b) [ 4PTB7-Th F=0...F c-t-c B3LYP -4.77 -2.68 200 | B3LYP -4.93 -2.85 2.08
F=0...S c-c-c -4.82 -2.69 2.13 -4.97 -2.85 2.12

F=0...S c-t-c -4.79 -2.70 2.09 -4.94 -2.87 2.07

$=0...8 t-c-t -4.77 -2.67 2.10 -4.93 -2.86 2.07

$=0...8 t-t-t -4.78 -2.68 2.10 -4.94 -2.85 2.09

Average -4.79 -2.68 2.10 | Average -4.94 -2.85 2.09
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4. Conclusions

In this work, we carry out an extensive conformational analysis on the PTB7-Th oligomers
(ranging from monomers to tetramers) using the DFT-B3LYP, DFT-B3LYP-D3, and LC-DFT (CAM-
B3LYP, LC-BLYP, and wB97xD) computations. The fully geometry optimized conformational energy
states were calculated for various orientations of S, F, and =O in the TT-CF part relative to the PBDTT
part. Particular attention was paid to the role of branched ethylhexyl SdChs, and the S-C-C-S dihedral
angles along the chain backbones of the PTB7-Th oligomers. Our findings show that SdChs remove
the degeneracies in the conformational energy calculations of the oligomers without SdChs. The
results of B3LYP, B3LYP-D3, CAM-B3LYP, LC-BLYP, and wB97xD predicted that all cis-like
conformation with the S-C-C-S dihedral angles between 20e and 30e (in most cases) with preference
for F on the TT-CF part of the monomer being in the same plane and the same side as the =O in the
lowest energy (ground) state for PTB7-Th oligomers with SdChs (see Scheme 2). In contrast, for
B3LYP and B3LYP-D3 oligomers without SdChs, there is a slight preference for S on the TT-CF part
of the monomer to be in the same plane and the same side as the =O in their lowest energy states. The
preference of the F=O...F structure over other configurations (such as the 5=0...5) is mainly due to
their stronger (grouped) SdChs interactions in oligomers with SdChs. Conformations with mix cis-
and trans-like dihedral angles along the backbone have an uneven distribution of SdChs (with one
side having significantly more SdChs than the other) in comparison to the all cis-like conformations.
All trans-like conformations have similar SdChs distributions as all cis-like conformations but they
are not energetically preferred for the lowest energy state of PTB7-Th. Finally, DFT electronic
structure energies agree well with the corresponding experimental values (e.g. to within expected
accuracy of 0.2 eV for band gaps).

N
L\
S A
N
(0]

0

TT-CF BDTT

Scheme 2. Chemical Composition for the most stable conformation of PTB7-Th monomer.
Supplementary Materials: SI displays structures of all of the optimized oligomers with SdChs.

Data Availability Statement: The raw/processed data required to reproduce these findings cannot be shared at
this time due to technical or time limitations.
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