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SI-1 Synthesis and characterization of PMMA-b-PVBCHAMXx copolymers

The chemical structure of PMMA-b-PVBCHAMX copolymers was verified through ATR-FTIR spectroscopy. As
shown in Figure S1, the characteristic bands of PMMA(1) macro-initiator and PVBCHAM appeared also in the
spectra of PMMA(1)-b-PVBCHAMG65 copolymer, verifying the success of the polymerization. More specifically, the
absorbance peaks of VBCHAM unit at 1610 cm™ and 1510 cm’?, attributed to the aromatic C=C stretching, as well
as the peaks at 1460 cm™ and 1482 cm, assigned to the -CH; bending of the amines and the C-N bond
respectively, appear in all copolymers’ spectra. The aforementioned peaks, in combination with the band at 1730
cml, assigned to the carbonyl stretching, verifying the existence of both VBCHAM and MMA units in the

copolymer.
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Fig. S1 ATR-FTIR spectra of the diblock copolymer PMMA(1)-b-PVBCHAMG65, the macro-initiator PMMA(1) and the
homopolymer PVBCHAM.

This journal is © The Royal Society of Chemistry 20xx J. Name., 2013, 00, 1-3 | 1

Please do not adjust margins



Please do not adjust margins

ARTICLE Journal Name

SI-2 Size Exclusion Chromatography (SEC) measurements of PtBA macro-initiator

SEC measurements were conducted for the PtBA macro-initiator, where the estimated M,, M,, and the
polydispersity were 10379, 11638 and 1.12 respectively, indicating the controlled polymerization of the
monomer. An example of the spectra obtained from SEC is shown in Figure S2.
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Fig. S2 Size exclusion chromatography for PtBA macro-initiator using CHCl; as eluent.

SI-3 Synthesis and characterization of VBCHAM and SSAmC,¢ diblock copolymers

For the synthesis of SSAmC,s and VBCHAM diblock copolymers, two different synthetic routes were followed as it
is analytically described in the main manuscript. Briefly, in the first case, PVBCHAM macro-initiators were initially
prepared via ATRP followed by the polymerization of SSAmC,s, whereas in the second synthetic route, due to
difficulties in the direct polymerization of SSAmC,¢ via ATRP, PSSAmC,¢ macro-initiators were synthesized after
ATRP of SSNa monomer followed by reaction with AmC,s. Subsequently, VBCHAM was polymerized, using
PSSAMC;5 as macro-initiator.

The chemical structure of this new class of block copolymers was verified through ATR-FTIR spectroscopy. As
shown in Figure S3 (first synthetic route) for the PVBCHAM(1)10-b-PSSAmMC,¢ copolymer, the ATR-FTIR spectra
resembles mostly with the spectra of the homopolymer PSSAmC,¢, due to the high molar percentage of the
SSAMC; unit in the copolymer. More specifically, the peak at 1037 cm™ attributed to the S=O stretching
vibrations, while the peak at 1120 cm™ assigned to the S-O stretching vibration.! Despite the low molar
percentage of VBCHAM unit in the copolymer, the peaks at 1465 and 1484 cm assigned to the CH; bending of
the amines and the C-N formation bond respectively. Finally, the peak at 750 cm?, proved also the existence of
the VBCHAM moiety.
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Fig. S3 ATR-FTIR spectra of the diblock copolymer PVBCHAM(1)10-b-PSSAmMC;¢, the macro-initiator PVBCHAM(1)
and the homopolymer PSSAmMCyg.

The chemical structure of the copolymers synthesized according to the second synthetic route was also verified
with ATR-FTIR (Figure S4). The peaks correspondence was described above.
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Fig. S4 ATR-FTIR spectra of the diblock copolymer PSSAmC,¢(1a)-b-PVBCHAMS0, the macro-initiator PSSAmCy6(1)
and the homopolymer PVYBCHAM.
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