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The synthesis of strongly solubilising multibranched aliphatic side
chains for m-conjugated polymers is reported. The solubilising
capability of the side chains and their effect on the polymer proper-
ties are studied on the example of copolymers composed of up to
six unsubstituted, ‘unshielded’ thiophene units per side chain-
substituted naphthalene diimide unit.

n-Conjugated polymers have been widely studied as organic
semiconductors for applications such as solar cells, thin-film
transistors and light-emitting diodes.” A key advantage of
n-conjugated polymers and other organic semiconductors
over their inorganic counterparts is their processability
from solution. For conjugated polymers, this property is usually
achieved by attaching aliphatic side chains to the n-conjugated
backbone, modifying the interchain packing and enabling
solubility in organic solvents.>® The attachment of linear side
chains such as hexyl or octyl chains can often sufficiently
solubilize the polymers, but for polymers with more rigid,
planar conjugated backbones or donor-acceptor copolymers
with strong intermolecular interactions, branched instead of
linear aliphatic side chains are usually required to achieve good
solubility.® 2-Ethylhexyl or 2-octyldodecyl (20D) chains are
among the most popular branched aliphatic side chains.?
While many well-investigated m-conjugated polymers such
as poly(3-hexylthiophene) (P3HT) or poly(9,9-dioctylfluorene-
alt-benzothiadiazole) (F8BT) feature aliphatic side chains on
every or every other unit of the conjugated backbone, some
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Multibranched aliphatic side chains for
n-conjugated polymers with a high density
of ‘unshielded’ aromaticst
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polymers are composed of two or even three unsubstituted
aromatic units per side chain-substituted unit. Poly(9-(1-
octylnonyl)carbazole-alt-4,7-dithienylbenzothiadiazole) (PCDTBT)
and copolymers of naphthalene diimide (NDI) and bithiophene
(2T), such as PNDI(20D)2T (Scheme 1a), are two examples of such
polymers that show good performance in organic solar cells or
transistors.”®

Interestingly, although attaching simple branched aliphatic
side chains is well investigated, the attachment of side chains
with multiple branching point has, to the best of our knowl-
edge, not yet been reported. Such multibranched aliphatic
side chains (MBS) potentially offer further increased solubiliz-
ing capability, allowing for the synthesis of soluble polymers
with a higher density of unsubstituted aromatic units in
the conjugated backbone than with previously reported side
chains. A high density of unsubstituted, ‘unshielded’ aromatics
in the backbone may have a beneficial effect on various
applications: it may allow for closer interaction with other
semiconductors, dopant molecules, and analytes (if used in
sensors) and may even improve the photocatalytic performance
of the polymers.’
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Scheme 1 (a) Structure of PNDI(20OD)2T. (b) Structures of target
compounds with 4-decyl-2-(2-decyltetradecyllhexadecyl chains as
multibranched aliphatic side chains (MBS) and up to six unsubstituted
thiophene units.
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Here we report a simple synthetic route to an MBS with three
branching points, 4-decyl-2-(2-decyltetradecyl)hexadecyl, and
study its solubilizing capability and effect on the properties of
a series of m-conjugated polymers as an important first step
towards an investigation in above-mentioned applications. We
aimed to introduce the side chain in donor-acceptor copoly-
mers composed of NDI and unsubstituted thiophene units and
to gradually increase the number of thiophene units per NDI
from two, as in PNDI(20D)2T, to four and six (Scheme 1b). As
mentioned, such donor-acceptor copolymers are often difficult
to dissolve as a result of strong intermolecular interactions and
NDI-thiophene copolymers are no exception in this regard."®
Furthermore, the solubility of unsubstituted oligothiophenes
decreases rapidly when increasing the number of repeat units.

For introducing the MBS in the NDI unit, we synthesized the
respective amine MBS-NH, 3 in just two steps (Scheme 2a).
In the first step, acetonitrile (CH3;CN) was dialkylated with
1-bromo-2-decyltetradecane 1 to give the multibranched aliphatic
nitrile 2 in 30% yield following column chromatography.
This reaction was inspired by previous reports of (mono)alkylation
of acetonitrile’ ™ and, in our case, is considered to proceed in two
consecutive deprotonation and alkylation steps. n-Butyllithium
(n-BuLi) served as the base for the initial deprotonation of
CH;CN in our reaction. An excess (2.5 eq.) of the deprotonated
CH,;CN was then reacted with alkyl bromide 1, with the depro-
tonated CH;CN also serving as a base for a subsequent second
deprotonation and alkylation. Nitrile 2 was then reduced to the
amine 3 in the second step of the synthesis. Using LiAlH, for
the reduction, crude amine 3 was obtained in a yield of 90%
and used for the synthesis of monomer M1 without further
purification.

Monomer M1 was obtained by reacting 2,6-dibromonaphthalene-
1,4,5,8-tetracarboxylic dianhydride 4 with amine 3 under conditions
previously used for the introduction of monobranched aliphatic

(a) Ci2oHzs CioHas
n-BulLi,
CioHz1  CHaCN CioHaf CioH21  LiaH, CioHai CioH21
Br — -
Ci2Has  THE, NC CizHos g0, CizHzs
1 -78°C 2 30% reflux NH,

MBS-NH, 3 90%

() 82% | NBS,

AcOH,
CHCls,
50°C

B,

© @ 75%
propanoic

Pdy(dba)s,
acid,
o-xylene, j/ P(o-tol)s,
reflux toluene,
100 C
/ \

N__O RSnBu3 \/ TMS R
o, AcOH
3/ CHCl3,
50°C
\ ,
N ¢] 58%

MBS

MBS @ 50%

Scheme 2 (a) Synthesis of multibranched aliphatic amine 3. (b) Synthesis
of monomers M1-3 using amine 3 for the introduction of the multi-
branched aliphatic side chains (MBS).
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side chains (Scheme 2b)."* Purification by column chromato-
graphy afforded pure monomer M1 as an orange viscous oil in
50% yield. M1 was then used for Stille polymerization with
distannylated bithiophene TT, giving the dark blue polymer
PNDI(MBS)2T in good yields (Scheme 3a). However, M1 was
also used for the synthesis of monomers M2 and M3 by Stille
coupling with monostannylated (bi)thiophenes, yielding com-
pounds 5 and 6, and subsequent bromination (Scheme 2b).
Stille polymerization of these monomers with TT afforded the
dark green polymers PNDI(MBS)4T and PNDI(MBS)6T
(Scheme 3a). In this synthetic approach, which was previously
used for the synthesis of PNDI(20D)4T,'>'® the additional
thiophene units of the polymers are introduced in the NDI
comonomer, as opposed to extending the distannylated bithio-
phene comonomer TT. Direct arylation polycondensation of M1
and the respective oligothiophenes may be a suitable alterna-
tive approach, considering previous reports.'”

All polymerizations were performed in a microwave oven in
a reaction time of approx. 50 min, gradually increasing the
temperature from 100 °C to 200 °C. As for the Stille reactions
towards compounds 5 and 6, Pd,(dba); and tri(o-tolyl)
phosphine was used as the catalytic system for the polymeriza-
tions. The yields given in Scheme 3a represent the soluble
polymer fractions obtained by Soxhlet extraction with hexane (for
PNDI(MBS)2T, PNDI(MBS)4T) or chloroform (for PNDI(MBS)6T).
Medium to high molecular weight polymers were obtained (gel
permeation chromatography (GPC) data provided in Scheme 3a).
The higher molecular weight and dispersity (P) observed for
PNDI(MBS)6T can be attributed to the use of the better solvent
chloroform instead hexane for the final Soxhlet extraction step of
this polymer.

Thermogravimetric analysis (TGA) revealed the high thermal
stability of the polymers, with the decomposition starting above
400 °C in all three cases and a 5% mass loss between 447 °C and
450 °C (Fig. S7, ESIt). For PNDI(MBS)4T and PNDI(MBS)6T,
differential scanning calorimetry (DSC) (Fig. S8, ESIT) showed
endothermic transitions on heating with peaks at 177 °C and
176 °C, respectively, and exothermic transitions with peaks
at 157 °C and 160 °C on cooling. These transitions can be
attributed to melting and crystallization of the polymers. Broad,
lower temperature transitions are also observed for these poly-
mers (midpoints at 91 °C/61 °C on heating/cooling) possibly
corresponding to glass transitions. No transitions were
observed for PNDI(MBS)2T. Comparison to PNDI(20D)2T, for
which a 5% mass loss at approx. 450 °C,'® a glass transition at
74 °C,*® and a molecular weight dependent melting point
between 280 and 310 °C were reported,’” confirmed that the
MBS does not affect the stability of the polymers but has a
pronounced effect on the other thermal transitions.

To evaluate the solubilizing capability of the MBS, we tested
the solubility of the polymers in chlorobenzene (CB), a solvent
often used for processing conjugated polymers from solution,
and in n-hexane. For PNDI(MBS)2T, we found the solubility to
be >200 g L™ " in CB and >20 g L™ " in n-hexane, a surprising
observation considering that the latter is known to be a very
poor solvent for conjugated polymers. For PNDI(MBS)4T, the
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Scheme 3
and PNDI(MBS)6T, respectively. Polymerization conditions: Pd,(dba)s,

solubility was found to be approx. 100 g L™ in CBand 8 g ™"
in n-hexane. PNDI(MBS)6T could not be dissolved in n-hexane,
but the solubility in CB was approx. 70 g L™ ", despite the high
density of unsubstituted thiophene units. For PNDI(20D)2T,
our tests showed a lower solubility of 25 ¢ L™ in CB. Previously,
“solubilities [...] in conventional organic solvents such as
xylene and dichlorobenzene (DCB) as high as 60 g L™"” were
reported, possibly reflecting molecular weight differences.®

UV-vis absorption spectra (Fig. 1) in CB showed an absorp-
tion maximum at 368 nm and a charge-transfer (CT) absorption
band with a peak at 617 nm for PNDI(MBS)2T. The peaks are
clearly blueshifted compared to PNDI(20D)2T, which (despite
having the same n-conjugated backbone) showed peaks at 394
and 706 nm in the same solvent (Fig. S9, ESIT). This blueshift
indicates considerably reduced aggregation of PNDI(MBS)2T
in CB as a result of the MBS, a conclusion further supported
by the fact that the absorption peaks of PNDI(20D)2T shifted
to similar values (approx. 370 and 620 nm) when measured
in chloronaphthalene (CN), a solvent known to suppress
aggregation.’® For PNDI(MBS)2T no further blueshift was
observed when measured in CN and at lower concentrations
in CB (Fig. S11, ESI}).

Measuring PNDI(MBS)4T and PNDI(MBS)6T in CB, we
observed a redshift of both peaks with an increasing density
of thiophene units. Compared to PNDI(MBS)2T, the peaks in
the spectrum of PNDI(MBS)4T redshifted by 26 and 19 nm,
followed by a redshift of another 63 and 31 nm in
PNDI(MBS)6T. Similarly, the absorption onset shifted from
700 nm (1.77 eV) to 760 nm (1.63 eV) and 846 nm (1.47 eV).
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Fig. 1 Normalized UV-vis absorption spectra of PNDI(MBS)2T-6T in CB
(0.1 g L™ and as annealed films.
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(a) Stille copolymerization of monomers M1, M2, and M3 with distannylated bithiophene TT yielding polymers PNDI(MBS)2T, PNDI(MBS)4T,
P(o-tol)s
PNDI(MBS)6T with highlighted unsubstituted, ‘unshielded’ thiophene units.

, chlorobenzene, 100 °C — 200 °C, microwave oven. (b) Structure of

In annealed thin films, a similar trend was observed for the
onsets of the CT absorption bands, which shifted from 783 nm
(1.58 eV) to 855 nm (1.45 eV) and 864 nm (1.44 eV). However,
while the absorption maximum was following the same trend,
the CT absorption peak did not; similar behaviour has been
previously noted in donor-acceptor copolymers as the length of
the donor was increased.”!

In thin films, PNDI(MBS)2T showed the most redshifted
peak at 706 nm, redshifted by 89 nm compared to solution and
very close to the peak of PNDI(20D)2T at 705 nm (Fig. S9, ESI?).
For PNDI(MBS)4T and PNDI(MBS)6T, the smaller redshifts of
61 and 32 nm resulted in peaks at 697 and 699 nm, respectively.
Comparison of annealed and pristine films revealed little
influence of the annealing on the spectra (Fig. S12, ESIY).

Photoluminescence spectra (Fig. 2) in CB showed a pro-
nounced shift of the emission maximum from 828 nm for
PNDI(20D)2T to 716 nm for PNDI(MBS)2T and a significant
increase in intensity. Measuring PNDI(20D)2T in CN for
reduced aggregation shifted its emission maximum to a similar
wavelength of 721 nm and increased the intensity, confirming
that the differences in CB can be attributed to reduced aggrega-
tion as a result of the MBS. In contrast to PNDI(MBS)2T,
PNDI(MBS)4T and PNDI(MBS)6T were found to be very weak
emitters, possibly due to the increased oligothiophene length
leading to enhanced relaxation of the excited state via inter-
annular rotations.”” Similar observations were made at lower
concentration (Fig. S13, ESIt).

Cyclic voltammetry (CV) measurements of drop-cast films
(Fig. 3) revealed that the half-wave potential in the reduction
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Fig. 2 Photoluminescence spectra of PNDI(MBS)2T-6T and PNDI(20D)2T
in chlorobenzene (CB) and chloronaphthalene (CN). Conc.: 0.1 g L™
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Fig. 3 Cyclic voltammetry measurements of drop-cast thin films of
PNDI(MBS)2T-6T on ITO electrodes.
Table 1 UV-vis absorption and cyclic voltammetry data

;Lmax,sol.a ;-max,film Eg,optb EHomobc ELumobc
Polymer (nm) (nm) (eV) (eV) (ev)
PNDI(MBS)2T  368/617 393/706 1.58 —5.93 —3.73
PNDI(MBS)4AT  394/636 437/697 1.45 —5.63 —3.73
PNDI(MBS)6T  457/667 470/699 1.44 —5.61 —-3.73

¢ From measurements in chlorobenzene. ? From film measurements.
¢ Estimated from CV measurements using ferrocene as the reference.

measurements of PNDI(MBS)2T-6T is unaffected by the
increased density of thiophene units. The redox potential was
determined to be —1.07 V vs. ferrocene/ferrocene’ (Fc/Fc') for
all three polymers, which corresponds to an estimated lowest
unoccupied molecular orbital (LUMO) energy level of —3.73 eV
(Table 1) and indicates that the LUMO is dominated by the NDI
units of the polymers. For estimating the highest occupied
molecular orbital (HOMO) energy levels, we determined the
redox potentials from the inflection points in the oxidation
measurements. In contrast to the half-wave potentials in the
reduction measurements, the redox potentials in the oxidation
measurements shifted from 1.13 V to 0.83 V and 0.81 V vs.
Fc/Fc', corresponding to estimated HOMO energy levels of
—5.93 eV, —5.63 eV and —5.61 eV, respectively. As for the
optical bandgap, the redox potentials of PNDI(MBS)4T and
PNDI(MBS)6T are very similar. However, while the peak cur-
rents in the reduction measurements are similar as well, the
anodic peak current in the oxidation measurements increased
drastically when increasing the density of thiophene units.

In conclusion, we can report that the attachment of the
multibranched aliphatic side chain (MBS) 4-decyl-2-(2-
decyltetradecyl)hexadecyl to the backbone of conjugated poly-
mers can have a drastic effect on the polymer properties. We
attached the MBS to donor-acceptor copolymers composed of
naphthalene diimide (NDI) and thiophene units and found it
to drastically reduce the aggregation and blueshift the absorp-
tion and photoluminescence of PNDI(MBS)2T compared to the
well-investigated polymer PNDI(20D)2T, while retaining the excel-
lent thermal stability. The MBS has an impressively high solubiliz-
ing capability, as we could demonstrate by increasing the number
of unsubstituted thiophene units per side chain-substituted NDI
unit in our set of polymers from two (in PNDI(MBS)2T) to four and
six (in PNDI(MBSMAT and PNDI(MBS)6T). The high density of

This journal is © The Royal Society of Chemistry 2020
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unsubstituted, ‘unshielded’ thiophene units in the latter polymers
has a pronounced effect on the oxidation in cyclic voltammetry (CV)
measurements, significantly increasing the current and shifting the
redox potential from 1.13 V to 0.81 V vs. Fc/Fc'. The redox potential
of the reduction remained unaffected.

Considering the properties and facile synthesis of the MBS
presented in this work, we believe it will find broad use in
polymers for applications that benefit from reduced aggrega-
tion, increased solubility, and/or from a high density of unsub-
stituted, ‘unshielded’ aromatics in the polymer backbone.
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