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Figure S1. Structure of the chain transfer agent, 2-azidoethyl 2-

(dodecylthiocarbonothioylthio)-2-methylpropionate (CTA-Ns).
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Figure S2. 'H NMR and 13C NMR spectra of n-propyl styrene sulfonate, 2.
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Figure S3. 'H NMR and 3C NMR spectra of isopropyl styrene sulfonate, 3.
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Figure S4. IH NMR and 3C NMR spectra of n-butyl styrene sulfonate, 4.
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Figure S5. 'H NMR and 3C NMR spectra of isobutyl styrene sulfonate, 5.
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Figure S6. 'H NMR and 13C NMR spectra of n-pentyl styrene sulfonate, 6.
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Figure S7. 'H NMR and 3C NMR spectra of neopentyl styrene sulfonate, 7.
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Figure S8. 'H NMR spectrum of poly(n-propyl styrene sulfonate), 8.
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Figure S9. 'H NMR spectrum of poly(isopropyl styrene sulfonate), 9.
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Figure $10. 'H NMR spectrum of poly(n-butyl styrene sulfonate), 10.
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Figure S11. 'H NMR spectrum of poly(isobutyl styrene sulfonate), 11.



d 4 e o203
o [ap e o o~ (o]
~ Tiwi 4 e
|| I
a,f,0
c,d,e,m,n
|
.
|
‘b
I H
| w
.
K i ‘

J A
A
\ i A U]
o f\/w/'\_ LN A U 2 Vi U

8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 ppm

[ J J I
= © o - © 0 ar
S ~ @ 3] ~ < Y
o - - =} ) ] ™

Figure S12. 'H NMR spectrum of poly(n-pentyl styrene sulfonate), 12.
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Figure S13. 'H NMR spectrum of poly(neopentyl styrene sulfonate), 13.
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Figure S14. FTIR spectra of R-protected styrene sulfonate before (top) and after deprotection

(bottom), (a) R = n-propyl, (b) R =

neopentyl.

isopropyl, (c) R = n-butyl, (d) R =

isobutyl, (e) R = n-pentyl, (f) R =
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(a) R = n-propyl, (b) R =isopropyl, (c) R = n-butyl, (d) R = isobutyl, (e) R = n-pentyl, (f) R = neopentyl.
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Figure S15. GPC traces of R-protected styrene sulfonate M, evolution for T=32-120 h,
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Figure S16. Pseudo first-order kinetic plots for the polymerisation of monomers (2-7).
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Figure S17. Synthesis of P3HT-b-PiBSS.
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Figure $19. 'H NMR spectra obtained for (a) PSS doped PiBSS containing 41.1 % added PSS, (b) PSS
doped PiBSS containing 11.9 % added PSS PSS, (c) thermally treated (2 h at 150 °C) PSS doped PiBSS
containing 41.1 % added PSS, (d) thermally treated (2 h at 150 °C) PSS doped PiBSS containing 11.9 %
added PSS, (e) commercial PSS (M,, = 75000 g mol?) in d¢-DMSO.
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Figure S21. 'H NMR spectrum for PiBSS-N; in CDCls.
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Figure $S22. 'H NMR spectrum and assignment for PiBSS-b-P3HT in CDCls.
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