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Figure S1. 'H NMR of initiator TTC-COO-,BuyN* in CD,Cl, 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. 3C NMR of initiator TTC-COO-,BuyN* in CD,Cl, A) Freshly prepared. B) After 10
days.
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Figure S3. 'H NMR spectrum of TTC-COO-,NHCH" initiator in THF-dy
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Figure S4. 3C NMR spectrum of TTC-COO-, NHCH" initiator in THF-dg
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Figure S5. A) GPC curve and B) '"H 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

).
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Figure S7. '"H NMR spectrum of initiator TTC-COO-,BusNH" in THF-dg
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Figure S8. 13C NMR spectrum of initiator TTC-COO-,BusNH" in THF-dj.
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Figure S9. GPC curves for PPC initiated by SA(Bu;NH"), using THF as eluent.
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Figure S10. "H NMR spectrum in CDCl; for PPC initiated by SA(Bu;NH"), (entry 4, Table 1)
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Figure S11. MALDI-TOF mass spectrum of PPC initiated by SA(Bu;NH), (entry 4, Table 1).
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Figure S12. GPC curve of PPC initiated by TTC-COO-,BusNH" using THF as eluent (entry 6,
Table 1).
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Figure S13. A) GPC curve using THF as eluent and B) 'H NMR spectrum in CDCl; 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).
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Figure S15. A) GPC curve using THF as eluent and B) 'H NMR spectrum in CDCl; for block
copolymer PPC,yp-b-PMMAg, (entry 3, Table 2).
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Figure S16. A) GPC curve using THF as eluent and B) 'H NMR spectrum in CDCl; for PPCg-
b-PMMA 5 block copolymer (entry 4, Table 2).
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Figure S17. A) GPC curve using THF as eluent and B) 'H NMR spectrum in CDCl; for
PCHC 45-b-PMMA g5 block copolymer (entry 5, Table 2).

11



ik

U\
A 4.0 3.5 3.0 2.5 2.0 15 1.0 0.5 0.0
Chemical shift (ppm)

128.27-
192 =%
4.00 -

99.37 <

_ L

8.0 7.5 7.0 6.5 6.0 5.5 5.0

22 24 26 28
Retention time (min-1)

Figure S18. A) GPC curve using THF as eluent and B) '"H NMR spectrum in CDCl; for PPCgo-
b-PS;¢ block copolymer (entry 6, Table 2).
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Figure S19. A) GPC curve using THF as eluent and B) 'H NMR spectrum in CDCl; for PPCy;,-
b-PDMA3; block copolymer (entry 7, Table 2).
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Figure S20. "H NMR spectrum of PECgo-b-PMMA,g block copolymer in CDCl; (entry 8, Table
2)
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Figure S21. A) GPC curve using THF as eluent and B) '"H NMR spectrum in CDCl; for PPCgg-
b-PMMA 7, block copolymer (entry 9, Table 2).
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Figure S22. A) GPC curve using THF as eluent and B) 'H NMR spectrum in CDCl; for PPC,7-
b-PMMAg, block copolymer (entry 10, Table 2).
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Figure S23. A) DLS curve for PPC4,-b-PDMAj;; block copolymer in 0.1 wt% aqueous solution
(entry 7, Table 2).
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Figure S24. GPC curve using THF as eluent for diblock copolymer PMMA,5-b-PPC¢s (entry 2,

Table 2) and its extension into triblock copolymer PMMA 55-b-PPC,05-b-PEOs9 by sequential
addition of EO (entry 1, Table 3)
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Figure S25. '"H NMR spectrum in CDCl; for a) diblock copolymer PMMA ,5-b-PPC s (entry 2,
Table 2) b) its extension into triblock copolymer PMMA ,5-b-PPC,(5-b-PEOs4 by sequential
addition of EO (entry 1, Table 3).
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Figure S26. A) GPC curve using THF as eluent and B) 'H NMR spectrum in CDCl; for
PMMA ,3-b-(PPOyp4-r-PPC+7)-b-PCHC 15 block copolymer (entry 2, Table 3).
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Figure S27. GPC curve using THF as eluent for diblock copolymer PCHCg-b-PLMAj3;, and its

extension into triblock copolymer PMMA 4-b-PLMA;,,-b-PCHCy, by sequential addition of MMA
(entry 3, Table 3)
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Figure S28. 'H NMR spectrum in CDCl; for a) diblock copolymer PCHC4-b-PLMA3, b) its
extension into triblock copolymer PMMA 4-b-PLMA;,4-b-PCHCy by sequential addition of MMA
(entry 3, Table 3).
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