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1. MALDI-TOF mass spectrum of copolymer P2a
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Figure S1. MALDI-TOF mass spectrum of (non-end-capped) copolymer P2a (M, = 14 kg/mol, b =
2.1). The majority of the polymer chains is defect-free, whereas a smaller part contains one homo-

coupling somewhere along the polymer backbone.
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2.1H and 3C NMR spectra of monomers and polymers (in CDCIs)
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Figure S2. 'H NMR spectra (zoom from 3.0 to 4.2 ppm) illustrating the different products formed
upon performing the Sonogashira reaction with TMSA on diiodobenzene precursor 3 and subsequent
deprotection: a) Precursor 3 (the triplets of the CH, groups next to the O and Br atoms are indicated in
red and green, respectively), b) after Sonogashira coupling and deprotection with K,COs3 (a new triplet
at 3.19 ppm from the CH; group next to | appears), ¢) after Sonogashira coupling and deprotection

with TBAF (a new triplet at 3.52 ppm from the CH: group next to F appears).
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1,4-Bis(8-bromooctyloxy)-2,5-diiodobenzene (3)
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1,4-Bis(8-bromooctyloxy)-2,5-diethynylbenzene (4).
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1,4-Bis(8-azidooctyloxy)-2,5-diethynylbenzene (5)
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1,4-Diiodo-2,5-bis(octyloxy)benzene (7)
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1,4-Bis(8-azidooctyloxy)-2,5-diiodobenzene (8)
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1,4-Diethynyl-2,5-bis(octyloxy)benzene (9)
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{[2,5-Bis(8-azidooctyloxy)-1,4-phenylene]bis(ethyne-2,1-diyl) }dibenzene (model compound)
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PPE copolymer P1a’
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PPE copolymer P1b’

=t m./

LEE—F
oF m\

0 v./.

YO +—F
90 v.\.

Z0'L—
9CL—

BI'CgH160

CgH17O

S WL

!

¥ 69'9

wmv.mv

Foear

F T6E

F zos

 00'%

35 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -05

4.0

9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5
Chemical shift (ppm)

95

10.0

92T —
18°ZC

mm.mw./
mo.wmw

S1°92

52'82
T6'8C
9E'6C
Lb'6C
95'6C
B6'TE
T6'ZE
E0°vE

CL'E8—

o

i I

|

B89 T6—

EFFIT—
PLIT—

09'E5T —

L

ot

o

-10

180 170 160 150 140 130 120 110 100 a0 80 70 60 50 40 30 20
Chemical shift (ppm)

190

S12



PPE copolymer P1b’ after post-polymerization functionalization with NaN3
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PPE copolymer P2a’
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PPE copolymer P2b’
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PPE copolymer P3’
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3. Cyclic voltammograms
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Figure S3. Cyclic voltammograms of a) P1b’, b) P2b’ and c) P3’ (in film).
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4. FT-IR spectra
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Figure S4. FT-IR spectra of copolymer P1b’ before (black) and after (red) post-polymerization
functionalization with azide moieties.
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