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Understanding the stability of conjugated polymers towards mechanical stimuli is critical for optimizing
the processing and use of these materials in a range of electronic and optoelectronic devices, such as
transistors, light emitting diodes and solar cells. The fast-growing field of mechanochemistry aims to
tame the destructive mechanical forces to perform specific chemical changes in mechanophores but it
can also be used to probe the stability of conjugated polymers towards destructive mechanical forces.

Received 6th January 2023,
Accepted 27th March 2023

DOI: 10.1039/d3py00021d

Using ultrasonication it is possible to benchmark the mechanical integrity of phenylenevinylene block
copolymers and show, through experimental studies and DFT simulation, that conjugated olefins are
highly stable to cis—trans isomerisation upon extensive elongation, a useful property for the development
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Introduction

n-Conjugated polymers have been processed from solution
into the active layer of electronic devices such as organic light
emitting diodes (OLEDs),"™ organic photovoltaics (OPVs)>®
and organic field-effect transistors (OFETs).”** The perform-
ance of these devices is greatly influenced by the morphology
of the active layer, and this is strongly influenced by the kine-
tics of thin film formation during device fabrication.®'*"> In
addition, there is an increasing focus on printing or roll-to-roll
processing of these materials to fabricate flexible light-weight
devices over large areas.’® Rod-coil block copolymers are of
interest due to the possible long range order of the self-
assembled thin film morphologies."””® These significantly
influence the optoelectronic properties of the conjugated
polymer blocks and can dramatically affect the polymer solubi-
lity, crystallization, morphology, aggregation and self-
assembly.>"?

Many modern consumer electronics are designed to be con-
formable, bent or flexed in use. This means that the individual
components (i.e. transistors, diodes, resistors, capacitors) need
to be mechanically robust to extension and flexing and the per-
formance of these devices must be stable under repeated
mechanical deformation.?® Semiconducting polymers often do
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not exhibit the same mechanical strength and toughness of
traditional engineering polymers as they have rigid planar
backbones that are ordered in the solid state but are sur-
rounded by long, flexible side chains to enhance solubility,
reducing the cohesive forces within thin films of these
materials.”* Although the thickness of the active semiconduct-
ing layer of most flexible electronic devices is more than an
order of magnitude less than that of other layers, mechanical
change or damage within these layers leads to dramatic
changes in device performance.”® An understanding of the
destructive nature of mechanical energy on the chemical struc-
ture of conjugated polymers will help in the design of
materials for mechanically robust, functional devices.
Application of elongational force to organic molecules
embedded in the polymer backbone can be achieved in solu-
tion using high intensity ultrasound (as solvodynamic shear is
generated in the surrounding of collapsing -cavitation
bubbles).>**” This technique has been used to activate a
variety of mechanophores,*® sometimes along unusual reac-
tion pathways,**" prepare functional materials,®* carry out
in situ catalysis, or induce the release of small molecules,*
amongst others. Here we investigate the mechanical strength
of cis, trans-poly(p-phenylene vinylenes) (PPVs) under ten-
sional force. The mechanical activation was performed in solu-
tion using high-intensity ultrasound. We anticipated the poss-
ible cis to trans isomerisation of the olefins upon elongation, a
phenomenon previously observed by AFM,***” but we found
that the structural integrity (notably the stereochemistry of the
double bonds) and the optical properties are conserved upon
mechanical activation. The origin of PPV mechanical strength
was investigated computationally by DFT wusing the
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Constrained Geometry Simulates External Force (CoGEF)
technique.?®%#

Results and discussion

Mechanical activation of polymers by ultrasonication requires
that the polymer molecular weight is above a limiting value
(Myim) above which mechanochemical coupling is effective. In
this work triblock copolymers were prepared with a central cis,
trans PPV segment for mechanical activation linked to long
PMMA chains to ensure that the molecular weight of the
chains exceeded the My, to allow for mechanochemical coup-
ling. This is known to be more than 30 kDa for PMMA.*° The
preparation of the cis, trans PPV block was achieved via ROMP
of substituted paracyclophanediene monomers 1 and 2
(Scheme 1).*" The target length for the PPV block was 10 mono-
meric units and it was capped at both ends by an
a-bromoester functional group. The macroinitiators 5 and 6
were used to grow PMMA blocks from both ends using ATRP.
The ROMP process gives alternating cis, trans stereochemistry
polymers due to the ring opening of only one vinylene of the
cyclophanediene monomer (1, 2) and the choice of cyclopha-
nediene (1 or 2) enables the optoelectronic properties of these
triblock copolymers to be modified.

Incorporation of the a-bromoester end group in 5 and 6 was
achieved by quenching the living ROMP of cyclophanediene 1
and 2 with 20 eq. of vinyl ether E/Z-4 (f = 96% and 76%)
(Scheme 1). Polymers 5 and 6 were isolated as yellow solids
after purification, in yields of 95 and 97%, respectively. The
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Scheme 1 Synthesis (a) and mechanical activation (b) of coil-rod—coil
ABA phenylene-vinylene triblock copolymers 7a and 8a.
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presence of the a-bromoester end groups in polymers 5 and 6
enable these polymers to be used as macroinitiators in ATRP.
The PMMA-PPV-PMMA triblock copolymers 7a and 8a were
prepared by copper-catalyzed ATRP of MMA at 90 °C.>"** High
molecular weight PMMA segments (Scheme 1) were obtained
after heating for 16 and 15 hours, respectively. The polymeriz-
ation was terminated by exposure of the reaction to air and the
polymeric products were isolated by precipitation into metha-
nol, followed by reprecipitation into diethyl ether from
chloroform.

The molecular weights of 7a and 8a were determined by
size exclusion chromatography (Table 1) in THF, calibrated
using polystyrene standards. The number average molar
masses (M,) determined by SEC were 64.3 (D = 1.40) and
79.3 kDa (P = 1.41) for 7a and 8a, respectively. The 'H NMR
spectra of triblock copolymers 7a and 8a are shown in
Fig. S5-8.1 Resonances relating to PPV and PMMA segments
are apparent, with the key signals assigned for each block. The
resonances below 2.00 ppm are associated with the 2-(R/S)
ethylhexyl and alkyl side chain and the C-CH; and CH, of the
PMMA segment. An approximate degree of polymerization for
the PMMA segment was calculated by integration of the OMe
group of MMA (§ = 3.17-3.98 ppm) against the combined
phenyl and vinylene protons for 7a (6§ = 6.40-7.53 ppm) and
methylene protons for 8a (§ = 2.16-2.86 ppm) respectively. The
degree of polymerization of the PMMA segment determined by
'H NMR spectroscopy allowed for an absolute M,, value to be
calculated (see Table 1). The discrepancy between the apparent
M, from SEC and the absolute M, calculated from 'H NMR
spectroscopy is due to the difference in hydrodynamic volume
between the triblock copolymer and the PS standards.**

Mechanochemical activation of the polymers 7a and 8a was
performed by ultrasonication (20 kHz, 15.6 W cm 2, 1 s on/2 s
off) of dilute (~2 mg mL™") polymer solutions in the dark,
while maintaining the temperature between 5 and 10 °C. The
complete cleavage of both polymers was observed after
120 min of sonication (Fig. 1a, M,, = 25.1 and 25.7 kDa for 7b
and 8b respectively). This transformation was indicative of the
destructive mechanical forces acting on the triblock copolymer
backbone, resulting in covalent bond scissions in the PMMA
blocks. Despite the broad dispersity of polymers 7a and 8a (P
~1.4), the PPV block should be placed in the central region of

Table 1 Structural and optical data of the investigated polymers

Xn Xn Mnc Mnb Amax Aem

(PPV)® (PMMA)Y (kgmol™) P°  (kgmol™) (nm) (nm)
5 — — 5.86 1.24 5.19 451 527
6 — — 6.24 1.32 4.72 382 495
7a 10 806 64.31 1.40 85.85 452 528
7b 10 806 25.08 1.42 — 452 528
8a 10 958 79.30 1.41 100.55 374 493
8b 10 960 25.69 1.34 — 374 493

“ From [5]/[catalyst 3] or [6]/[catalyst 3]. ” Determined by 'H NMR spec-
troscopy. ¢ Determined by SEC with RI detection (calibrated against
narrow D PS standards).
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Fig. 1 SEC traces (a), UV-PL spectra (b), and partial *H NMR spectra
(500 MHz, CD,Cl,) (c) of pre- and post-sonication polymers 7a and 7b
respectively, along with all-trans reference polymer 7c. Spectra aligned
on the —OCH- peak of PMMA.

the block copolymer in most of the chains. In any case, as
force is distributed along the backbone (with its highest inten-
sity in the centre), it is possible to activate a mechanophore
that is located off-centre,*** especially for a low-force process
such as olefin isomerisation (which typically occur ~1 nN).**?”

The '"H NMR spectra of 7a,b and 8a,b pre- and post-soni-
cation showed no substantional changes in the olefin signals
(Fig. 1c and Fig. S5-87), indicating that no cis, trans isomerisa-
tion occurred in the PPV block during sonication. This was
also confirmed by the absorption and emission spectra of rod-
coil triblock copolymer 7 (Fig. 1b), which show no difference
between pre- and post-sonication samples (7a and 7b). The
UV-vis spectrum exhibits a Ay, of 452 nm, with a PL,, at
528 nm while polymer 8 shows a Ay Of 374 nm and a PLyjay
at 493 which is blue shifted from 7 (Table 1).

As the mechanical elongation led to polymer backbone
degradation before chemical changes could occur at the PPV
block, the scission very likely occurred within the PMMA back-
bone. To gain better understanding of the PPV moiety under
stress, calculations were performed on models of polymers 7a
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Fig. 2 Structure of 7' used for CoGEF simulations with constrained
atoms marked in bold and scissile bond highlighted in red (a), along with
its energy minimized structure (b). The evolution of energy upon simu-
lated elongation (CoGEF, DFT B3LYP/6-31G*) of this model (c) reveals
the most elongated (E.x) and post-scission structures (d).
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Fig. 3 Changes in selected angles (plain) and dihedrals (dashed) upon
simulated elongation of 7'.

(Fig. 2 and 3) and 8a (Fig. S1}), which were constructed from
the initiator and one ROMP monomer unit on each side,
capped by pivalate moiety simulating the PMMA attachment
point (7' and 8', respectively). The elongation of these models
was simulated by incrementally increasing the distance
between the anchor atoms and optimizing the geometry at
each step (CoGEF, DFT B3LYP 6-31G" (d', 3p’) level of theory in
Gaussian 16). Both models experience a high degree of defor-
mation upon simulated elongation before the scission of a
terminal bond is observed (Fig. 2c¢), which is indicative of a
non-selective scission within PMMA block. Both 7' and 8' show
a similar Fp,,, value of 5.5 nN (Fig. 2c and S1%), while COGEF
simulation of a PPV segment derived from 7’ (i.e. without piva-
late groups, see ESIf) leads to the scission of the C-C bond
separating the cis-olefin from the substituent-free ring at a con-
siderably higher force of 6.9 nN, which is beyond the force
required to cleave the PMMA backbone (see ESIY).

This journal is © The Royal Society of Chemistry 2023
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Remarkably, no isomerisation takes place during the
elongation (Fig. 3). Instead, the simulated force led to the dis-
tortion of ¢rans-olefins from 129° up to 140° (angle ABC), while
the cis-olefins have bent from 131° to nearly 162° (angle EFG)
at Enax (i, Fig. 2c and d) for 7. Moreover, the ring-adjacent
bonds (e.g. AB) elongated from ~1.46 A to as high as 1.65 A,
while the vinylene bonds (e.g. BC) elongated from ~1.35 A up
to 1.44 A. Unsurprisingly, the cis-olefins experienced a higher
level of distortion than the trans-isomers. The rings themselves
experience a lower deformation as cross-ring distance D-E
elongates from 2.86 A up to 3.09 A for example. Taken together
these observations explain why the PPV polymers do not iso-
merise during stretching, as the elongational force applied
during sonication does not provide the torsional momentum
(i.e. the opening of dihedral angle EFGH) required to flip the
olefins from Z to E stereochemistry.

Conclusions

The mechanical stability of cis, trans-PPVs was investigated in
solution by sonicating PMMA-PPV-PMMA triblock copoly-
mers. The mechanical stress induced by the sonication led to
the scission of the PMMA blocks instead of isomerisation or
scission of the central conjugated fragment. Despite the effec-
tively higher elongational forces acting on the conjugated
segment of the triblock chain, this PPV block maintained its
initial photophysical properties as no bond scission or isomer-
isation occurred. Computational simulation of the elongation
process using the CoGEF technique reveals that the elonga-
tional force applied during sonication did not provide the tor-
sional momentum required for the isomerisation of olefins.
The results bode well for the development of flexible organic
electronics utilising PPVs and using mechanochemistry to
benchmark stability of conjugated polymers in general.
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