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Figure S1. 'H-NMR spectra of initiator N-(2-hydroxy-1-methylethyl)-2-nitrobenzenesulfonamide |
(300 MHz, in CDClz at 25 °C).
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Figure S2. 13C-NMR spectra of initiator N-(2-hydroxy-1-methylethyl)-2-nitrobenzenesulfonamide |
(500 MHz, in CDCl3 at 25 °C).



7.28 CDCI3
— 1.62 HDO

<+ I bl =] @ 24
o 2 =0 & ™
oo -~ ™ N (o] -—
| [ (| | I
e
b a
NO,
O=?=0
N .
c/ \H'd
b g Hd
d .
d
I
a
c
1 1 l |
|
A_J ] Lmd__ ...
ERE N EaY Iy 2
2 S S e = &
=] o - - - o
85 80 75 70 65 60 55 50 45 40 35 30 25 20 1.5 1.0 05 0.0

ppm

Figure S3. 'H-NMR spectra of 2-methyl-1-(2-nitrophenylsulfonyl) aziridine (NsMAz) (300 MHz, in
CDCl; at 25 °C).

o
ok
a
a — = ™ e
< naS S ¢ - = o
% T+ ool = b Lol %2
x Mo ;e = g ) ©
| ~ \ Y |
b
Aromatic d e
a
@ C
NO,
O=?=O
N
AH'
e d H
a
I
L
T T T T T T T T T T T T T T T T
150 140 130 120 110 100 920 80 70 60 50 40 30 20 10 0

ppm
Figure S4. 13C-NMR spectra of 2-methyl-1-(2-nitrophenylsulfonyl) aziridine (NsMAz) (500 MHz, in
CDCl; at 25 °C).
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Figure S5. Experimental MALDI TOF mass spectrum of PNsMAz-OH (Entry 2, Table 1).
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Figure S6. 'H NMR spectrum of a) PNsMAz-OH (Entry 1, Table 1) and b) its a-carbamate derivative
obtained after postfunctionalization (300 MHz, in d®-DMSO at 25 °C).
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Figure S7. 'H NMR spectrum of mixture in reaction solution (300 MHz, in d®-DMSO at 25 °C, Entry

5, Table 1).
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Figure S8. 'H NMR spectrum of a) mixture in reaction solution using BnOH as initiator and b) final
purified PNsMAz (300 MHz, in d®-DMSO at 25 °C, Entry 1, Table 2).
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Figure S9. Experimental MALDI TOF mass spectrum of PNsMAz initiated by BnOH with a PA (Entry
1, Table 2).
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Figure S10. 'H NMR spectrum of a) mixture in reaction solution using BA as initiator and b) final
purified PNsMAz (300 MHz, in d®>-DMSO at 25 °C, Entry 2, Table 2).
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Figure S11. Experimental MALDI TOF mass spectrum of PNsMAz initiated by BA (Entry 2, Table 2).
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Figure S12. Experimental MALDI TOF mass spectrum of PNsMAz-OH initiated by initiator I in PO.
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Figure S13. SEC traces of “two step in one pot” polymerization of NsMAz and PA in PO by using BA
as initiator (Entry 3, Table 2).
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Figure S14. SEC traces of “two step in one pot” copolymerization of a) PNsMAz,,-OH and
PNsMAz,q-b-Poly(PO-alt-PA),q (Entry 4, Table 2); b) PNsMAzs,-OH and PNsMAzsq-b-Poly(PO-alt-
PA)so (Entry 5, Table 2) ¢) PNsMAZz140-OH and PNsMAz;og-b-Poly(PO-alt-PA)1o, (Entry 6, Table 2) d)
PNsMAZz,q0-OH and PNsMAz,qy-b-Poly(PO-alt-PA),q0 (Entry 9, Table 2)
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Figure S15. SEC traces of final copolymers PNsMAz-b-Poly(PO-alt-PA) (Entries 4-6 and 9, Table 2);
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Figure $16. 'H NMR spectrum of PNsMAz-b-Poly(BO-alt-PA) (300 MHz, in CDCl; at 25 °C, Entry 13,
Table 2).
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Figure S17. 'H NMR spectrum of PNsMAz-b-(Poly(GMA-alt-PA)-co-Poly(PO-alt-PA)) (300 MHz, in
d®-DMSO at 25 °C, Entry 14, Table 2).
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Figure S18. SEC traces of PNsMAz-b-Poly(PO-alt-PA) and L-PPI-b-Poly(PO-alt-PA)
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Figure $19. DOSY NMR spectrum of L-PPI-b-Poly(PO-alt-PA) (400 MHz, in d®-DMSO).
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Figure $20. 1H-1H COSY spectrum of PNsMAz-b-Poly(PO-alt-PA) (600 MHz, in d®>-DMSO).
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Figure S21. 1H-'H COSY spectrum of L-PPI-b-Poly(PO-alt-PA) (600 MHz, in d°>-DMSO).
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Figure S22. DSC traces of PNsMAz-b-Poly(PO-alt-PA).
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Figure S23. TGA traces of PNsMAz-OH and PNsMAz-b-Poly(PO-alt-PA).
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Figure S24. WCA tests of PNsMAz,qq-b-Poly(PO-alt-PA),qo and L-PPl,go-b-Poly(PO-alt-PA),qo.



