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Figure S1. 1H NMR of initiator TTC-COO-,Bu4N+ in CD2Cl2 A) Freshly prepared. B) After 10 
days. C) GPC chromatograms for poly(propylene carbonate) prepared from freshly prepared 
initiator entry 1, Table 1 and initiator after 10 days of storage  entry 2, Table 1.
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Figure S2. 13C NMR of initiator TTC-COO-,Bu4N+ in CD2Cl2 A) Freshly prepared. B) After 10 
days.

Figure S3. 1H NMR spectrum of  TTC-COO-,NHCH+ initiator in THF-d8 
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Figure S4. 13C NMR spectrum of  TTC-COO-, NHCH+ initiator in THF-d8 

Figure S5. A) GPC curve and B) 1H NMR spectrum of poly(propylene carbonate) prepared from 
TTC-COO-, NHCH+  as initiator (entry 3, Table 1).
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Figure S6. MALDI-TOF mass spectrum of PPC initiated by TTC-COO-,NHCH+ (entry 3, Table 
1).

Figure S7. 1H NMR spectrum of  initiator TTC-COO-,Bu3NH+ in THF-d8 
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Figure S8. 13C NMR spectrum of  initiator TTC-COO-,Bu3NH+ in THF-d8.

26 28 30 32 34

 Entry 4, Table 1
 Entry 5, Table 1

Retention time (min-1)

Figure S9. GPC curves for  PPC initiated by SA(Bu3NH+)2 using THF as eluent.
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Figure S10. 1H NMR spectrum in CDCl3 for PPC initiated by SA(Bu3NH+)2 (entry 4, Table 1) 

Figure S11. MALDI-TOF mass spectrum of PPC initiated by SA(Bu3NH+)2 (entry 4, Table 1). 
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Figure S12. GPC curve of PPC initiated by TTC-COO-,Bu3NH+ using THF as eluent (entry 6, 
Table 1).

Figure S13. A) GPC curve using THF as eluent and B) 1H NMR spectrum in CDCl3 of PMMA 
obtained in the presence of  TTC-COOH (entry 1, Table 2). 
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Figure S14. MALDI-TOF spectrum of PMMA obtained in the presence of  TTC-COOH (entry 
1, Table 2).

Figure S15. A) GPC curve using THF as eluent and B) 1H NMR spectrum in CDCl3 for block 
copolymer PPC100-b-PMMA82 (entry 3, Table 2).
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Figure S16. A) GPC curve using THF as eluent and B) 1H NMR spectrum in CDCl3 for PPC78-
b-PMMA150 block copolymer (entry 4, Table 2).

Figure S17. A) GPC curve using THF as eluent and B) 1H NMR spectrum in CDCl3 for 
PCHC46-b-PMMA98 block copolymer (entry 5, Table 2).
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Figure S18. A) GPC curve using THF as eluent and B) 1H NMR spectrum in CDCl3 for PPC69-
b-PS19 block copolymer (entry 6, Table 2).

Figure S19. A) GPC curve using THF as eluent and B) 1H NMR spectrum in CDCl3 for PPC42-
b-PDMA32 block copolymer (entry 7, Table 2).
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Figure S20. 1H NMR spectrum of PEC89-b-PMMA29 block copolymer in CDCl3 (entry 8, Table 
2)

Figure S21. A) GPC curve using THF as eluent and B) 1H NMR spectrum in CDCl3 for PPC66-
b-PMMA72 block copolymer (entry 9, Table 2).
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Figure S22. A) GPC curve using THF as eluent and B) 1H NMR spectrum in CDCl3 for PPC127-
b-PMMA80 block copolymer (entry 10, Table 2).
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Figure S23. A) DLS curve for PPC42-b-PDMA32 block copolymer in 0.1 wt% aqueous solution 
(entry 7, Table 2).



15

Figure S24. GPC curve using THF as eluent for diblock copolymer PMMA28-b-PPC105  (entry 2, 
Table 2) and its extension into triblock copolymer PMMA28-b-PPC105-b-PEO59 by sequential 
addition of EO (entry 1, Table 3)

0.51.01.52.02.53.03.54.04.55.05.56.06.57.07.5
Chemical shift (ppm)

C12H25
S S

S

O O

CNm
n OH

O

O
OO

O
a

a b

b

c

c

d

d
e

e-f

f
g

g
h

h

i

i

C12H25
S S

S

O O

CN
m

O
O O

O

O

On
O H

o
a

a b

b

c

c

d

d
e

e-f

f g

g
h

h

a)

b)

Figure S25. 1H NMR spectrum in CDCl3 for a) diblock copolymer PMMA28-b-PPC105  (entry 2, 
Table 2) b) its extension into triblock copolymer PMMA28-b-PPC105-b-PEO59 by sequential 
addition of EO (entry 1, Table 3).
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Figure S26. A) GPC curve using THF as eluent and B) 1H NMR spectrum in CDCl3 for 
PMMA208-b-(PPO404-r-PPC77)-b-PCHC180 block copolymer (entry 2, Table 3).

Figure S27. GPC curve using THF as eluent for diblock copolymer PCHC60-b-PLMA310 and its 
extension into triblock copolymer PMMA140-b-PLMA310-b-PCHC60 by sequential addition of MMA 
(entry 3, Table 3)
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Figure S28. 1H NMR spectrum in CDCl3 for a) diblock copolymer PCHC60-b-PLMA310 b) its 
extension into triblock copolymer PMMA140-b-PLMA310-b-PCHC60 by sequential addition of MMA 
(entry 3, Table 3).


