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S1. Synthesis of NHS- and Mi-functionalized acyl chlorides
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Figure S1. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of the acyl chloride 1.

M~
o~ (¥=] O g M
SIS ] b
~ o o wn oy n o
o A o~
Vs AN
1
o) Q
cl
N-O

wL Wy i AN WA

T T T T T T T T T T
200 190 180 170 160 150 140 130 120 110 100 20 80 70 60 50 40 30 20

Figure S2. 13C NMR spectrum (101 MHz, CDCls, 20 °C) of the acyl chloride 1.
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Figure S3. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of the acyl chloride 2.
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Figure S4. 13C NMR spectrum (101 MHz, CDCls, 20 °C) of the acyl chloride 2.
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Figure S5. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of the acyl chloride 3.

~No o~
~a ™~ ™
a0 <+ ]
O O (a2} M~
— — T
N
0 0O
S
| N
o]
[
- " A |
Vv ¥ ey L
&, ppm
T T T T T T T T T T T T T T T T T T T
190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10

Figure S6. 13C NMR spectrum (101 MHz, CDCls, 20 °C) of the acyl chloride 3.



6.73
3.87
3.85
3.84
3.26
3.24
3.23

/
L
V4
A\

2.00
2.08
2.06

L J“J"

S, ppm
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 35 3.0
Figure S7. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of the acyl chloride 4.
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Figure S8. 13C NMR spectrum (101 MHz, CDCls, 20 °C) of the acyl chloride 4.



S2. Synthesis of functionalized polymers
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Figure S9. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of NHS-terminated poly(eCL) (Table 1,

Entry 1).
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Figure $10. *H NMR spectrum (400 MHz, DMSO-d, 20 °C) of SA/NHS-terminated poly(eCL)
(Table 1, Entry 2).
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Figure $12. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(eCL)-1 (Table 1, Entry 3).
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Figure $13. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(eCL)-2 (Table 1, Entry 4).
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Figure $14. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(eCL)-3 (Table 1, Entry 5).
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Figure $15. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(eCL)-4 (Table 1, Entry 6).
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Figure $16. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(L-LA)-1 (Table 1, Entry 7).
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Figure S17. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(L-LA)-4 (Table 1, Entry 8).
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Figure $18. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(EtEP)-1 (Table 1, Entry 9).
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Figure $19. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(EtEP)-4 (Table 1, Entry 10).
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Figure $20. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(eCL)-b-poly(EtEP)-1 (Table 1,
Entry 11).
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Figure S21. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(eCL)-b-poly(EtEP)-4 (Table 1,

Entry 12).
~ 0 W w0 b3
o S 9 N h
~ wn N - H
N ! ‘
c i
o
5 e f d -
= RS 23 8 in
o NN NN ~ i d
. | I f 2 .
| b o c g f o o
0 ﬁ\o/\/o h N
0o 0 o e
o
™
=
g
T T T T T T T T T T
29 28 27 26 25 24 23 22 21 20
_ = _ 9 _8&a @ __ = 4
= ~ < - o~
o
0
&
I
&}
.
j_J b e f d h
M e A l\_..n
—_ — —_ —_ - — — —
8, ppm
T T T T T T T T T T T T T T T
8.0 7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 35 3.0 25 2.0 15 1.0

Figure $22. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(EtOEP)-1 (Table 1, Entry 13).
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Figure S23. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(EtOEP)-1 obtained
usingTBD/BnOH initiation.
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Figure $24. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of NHS-functionalized poly(eCL) obtained

by the reaction of acyl chloride 1 with poly(eCL).
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Figure $25. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of NHS-functionalized poly(EtOEP)
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S3. Reactions of functionalized polymers with ‘BuNH, and HSCH,COOMe
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Figure $26. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(eCL)-1-N.
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Figure $27. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(L-LA)-1-N.
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Figure $28. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(EtEP)-1-N.
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Figure $29. 3P NMR spectrum (162 MHz, CDCls, 20 °C) of poly(EtEP)-1-N.
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Figure S31. 3P NMR spectrum (162 MHz, CDCls, 20 °C) of poly(EtOEP)-1-N.
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Figure $30. *H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(EtOEP)-1-N.
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Figure $32. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(eCL)-4-S.
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Figure $33. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(L-LA)-4-S.

18



—7.36
*+ CHCl,

—5.06

—4.26

~4.18

8
a
| b
‘JL L
3, ppm
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
Figure S34. 'H NMR spectrum (400 MHz, CDCls, 20 °C) of poly(EtEP)-4-S.
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Figure $35. 3P NMR spectrum (162 MHz, CDCls, 20 °C) of poly(EtEP)-4-S.
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