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Figure S1. Chiral GC trace of racemic (top) and enantio-enriched (&f¢bottom)trans-(R,R)-
1,2-cyclohex-4-ene-diol.

Figure S2. 'H NMR spectrum (400 MHz, CDg123 °C) oftrans-rac-CHDC.

Figure S3. *C{*H} NMR (CDCls, 100 MHz, 23 °C) ofrans-rac-CHDC.

Figure $4. *H NMR spectrum (400 MHz, CDg23 °C) of enantio-enriched (83% ¢gns-(RR)-
CHDC.

Figure S5. *C{*H} NMR (CDCls, 100 MHz, 23 °C) of enantio-enriched (83% &ahs-(R,R)-
CHDC.

Figure S6. *H NMR spectrum (400 MHz, CDg;123 °C) of aPCHDC prepared by ROP rdc-
CHDC with the [(NNO)ZnEt]/BnOH system (Table 1, sn3).

Figure S7. *C{*H} NMR (CDCls, 100 MHz, 23 °C) of &CHDC prepared by ROP pdc-CHDC
with the [(NNO)ZnEt])/BnOH system (Table 1, entry 3)

Figure S8. *H NMR spectrum (400 MHz, CDg;123 °C) of aPCHDC prepared by ROP ndc-
CHDC with the TBD/BnOH system (Table 1, entry 4).

Figure S9. *C{*H} NMR (CDCls, 100 MHz, 23 °C) of a PCHDC prepared by ROPanfCHDC
with the TBD/BnOH system (Table 1, entry 4).

Figure S10. *H NMR spectrum (400 MHz, CDg;123 °C) of a PCHDC prepared by ROP BfR)-
CHDC with the [(NNO)ZnEt]/BnOH system (Table 1, snt).

Figure S11. *C{*H} NMR (CDCls, 100 MHz, 23 °C) of a PCHDC prepared by ROPRRJ-
CHDC with the [(NNO)ZnEt]/BnOH system (Table 1, sn7).

Figure S12. *H NMR spectrum (400 MHz, CDg;123 °C) of a?CHDC prepared from ROCOP of
CHDO and CQusing arac-(Salen)CoBr catalyst.

Figure S13. *C{*H} NMR (CDCls, 100 MHz, 23 °C) of #CHDC prepared from ROCOP of
CHDO and CQusing arac-(Salen)CoBr catalyst.
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Figure S14. SEC trace (CHG] 30 °C) of a PCHDC prepared by ROPat-CHDC with the
[(NNO)ZnEt]/BnOH system (Table 1, entry 1).

Figure S15. SEC trace (CHGJ 30 °C) of a PCHDC prepared by ROPa¢-CHDC with the
TBD/BnOH system (Table 1, entry 4).

Figure S16. SEC trace (THF, 30 °C) of a P(CH©B-CHDC) prepared by ROP oac-CHDC and
rac-CHC with the [(NNO)ZnEt])/BnOH system (Table 2, sn2).

Figure S17. DSC thermogram (second heating cycle; heating=di@ °C.min*; argon flow) of a
P(CHC+<€0-CHDC) prepared by ROP oac-CHDC andrac-CHC with the [(NNO)ZnEt]/BnOH
system (Table 2, entry 2).

Figure S18. *H NMR spectrum (400 MHz, CiTl,, 23 °C) of a P(CH®-CHDC) copolymer
prepared by sequential copolymerizatioma-CHC followed by that ofac-CHDC (Table 3).
Figure S19. **C{*H} NMR spectrum (100 MHz, CECl,, 23 °C) of a P(CH®-CHDC) copolymer
prepared by sequential copolymerizatiomaf-CHC followed by that ofac-CHDC (Table 3).
Figure S20. DSC thermogram (first heating cycle; heating ratid °C.min*; argon flow) of a
P(CHCHh-CHDC) prepared by sequential copolymerizationaafCHC followed by that ofac-
CHDC (Table 3).

Figure S21. 'H NMR spectrum (400 MHz, CDgl 23 °C) of a P(CHD@o-LLA) copolymer
prepared fromac-CHDC andL-LA (Table 4, entry 2).

Figure S22. *C{*H} NMR spectrum (100 MHz, CDGJ 23 °C) of a P(CHD@o-LLA) copolymer
prepared froomac-CHDC andL-LA (Table 4, entry 2).

Figure S23. DSC thermogram (second heating cycle; heating=di@ °C.min*; argon flow) of a
P(CHDC<o-LLA) copolymer prepared fromac-CHDC andL-LA (Table 4, entry 2).

Figure S24. DSC thermogram (second heating cycle; heating=di@ °C.min*; argon flow) of a
P(CHDC<o-LLA) copolymer prepared fromac-CHDC andL-LA (Table 4, entry 3).
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Figure S1. Chiral GC trace of racemic (top) and enantio-enriched (&d{bottom)trans-(RR)-

1,2-cyclohex-4-ene-diol.

S3



—7.26
5.67
5.66

29
28
27
27
26
70
69

{
4
4
4
4
4
2
2
2
2
2
2
2
2
2
2
2
2

(0] d
O O
a a
b, c b, c
d d
a
b, c
. b, ¢
* ﬁ
o < o <
8 & g 8
7.0 6.4 5.8 5.2 4.6 4.0 3.4 2.8 2.2

ppm

Figure S2. 'H NMR spectrum (400 MHz, CDg23 °C) oftrans-rac-CHDC (* stands for residual
CHCI).
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Figure S3. *C{*H} NMR (CDCls;, 100 MHz, 23 °C) ofrans-rac-CHDC (* stands for residual
CHCly).
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Figure $4. *H NMR spectrum (400 MHz, CDg|23 °C) of enantio-enriched (83% ¢ens-(R R)-
CHDC (* stands for residual CHg}I
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Figure S5. °C{*H} NMR (CDCls, 100 MHz, 23 °C) of enantio-enriched (83% &ehs-(RR)-

CHDC (* stands for residual CHg}I

S5



o) < N = O M o o
~ N a O & 0N N —
N ) <+ < < N~ N
| | —— N2 N2

E
—

- T e _—
o o wn ~
8 & Q 8
T T T T T H\' ‘Q T T T T o T — T T T T
80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 0S5

ppm
Figure S6. *H NMR spectrum (400 MHz, CDg|23 °C) of 8PCHDC prepared by ROP odc-
CHDC with the [(NNO)ZnEt]/BnOH system (Table 1, 8n8) (* stands for residual CHg}!
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Figure S7. *C{*H} NMR (CDCls, 100 MHz, 23 °C) of &CHDC prepared by ROP rdc-CHDC

with the [(NNO)ZnEt]/BnOH system (Table 1, entry(3)tands for residual CHg)l
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Figure S8. *H NMR spectrum (400 MHz, CDg|23 °C) of 8PCHDC prepared by ROP odc-
CHDC with the TBD/BnOH system (Table 1, entry 4)stands for residual CHg}!
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Figure S9. **C{*H} NMR (CDClIs, 100 MHz, 23 °C) of a PCHDC prepared by ROPanfCHDC
with the TBD/BnOH system (Table 1, entry 4) (* sdarfor residual CHG]).
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Figure S10. *H NMR spectrum (400 MHz, CDg;123 °C) of a PCHDC prepared by ROP BfR)-
CHDC with the [(NNO)ZnEt]/BnOH system (Table 1, sn¥) (*, +, @ and # stand for residual
CHCl;, MeOH, CHCI, and CHDC, respectively).
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Figure S11. **c{*H} NMR (CDCls, 100 MHz, 23 °C) of a PCHDC prepared by ROPRRJ-
CHDC with the [(NNO)ZnEt]/BnOH system (Table 1, 8n?) (*and # stand for residual CHCI

and CHDC, respectively).
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Figure S12. *H NMR spectrum (400 MHz, CDg;123 °C) of @®CHDC prepared from ROCOP of

CHDO and CQusing arac-(Salen)CoBr catalyst (* stands for residual C§ICI
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Figure S13. **C{*H} NMR (CDCl3, 100 MHz, 23 °C) of &CHDC prepared from ROCOP of

CHDO and CQusing arac-(Salen)CoBr catalyst (* stands for residual CECl
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Figure S14. SEC trace (CHGJ 30 °C) of a PCHDC prepared by ROPa¢-CHDC with the
[(NNO)ZnEt]/BnOH system (Table 1, entry 1).
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Figure S15. SEC trace (CHG] 30 °C) of a PCHDC prepared by ROPa¢-CHDC with the
TBD/BnOH system (Table 1, entry 4).
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Figure S16. SEC trace (THF, 30 °C) of a P(CHB-CHDC) prepared by ROP ofac-CHDC and
rac-CHC with the [(NNO)ZnEt])/BnOH system (Table 2, gn2).
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Figure S17. DSC thermogram (second heating cycle; heating=di@ °C.min®; argon flow) of a
P(CHC<€0-CHDC) prepared by ROP o&c-CHDC andrac-CHC with the [(NNO)ZnEt]/BnOH
system (Table 2, entry 2).
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Figure S18. 'H NMR spectrum (400 MHz, CiTl,, 23 °C) of a P(CH®-CHDC) copolymer
prepared by sequential copolymerizationrad-CHC followed by that ofac-CHDC (Table 3) (*

stands for residual Gi&l, resonances).
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Figure S19. **C{*H} NMR spectrum (100 MHz, CECl,, 23 °C) of a P(CH®-CHDC) copolymer
prepared by sequential copolymerizatiorrad-CHC followed by that ofac-CHDC (Table 3) (*
stands for residual GICl, resonances).
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Figure S20. DSC thermogram (first heating cycle; heating ratid °C.min*; argon flow) of a
P(CHCHh-CHDC) prepared by sequential copolymerizationaafCHC followed by that ofac-

CHDC (Table 3).
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Figure S21. 'H NMR spectrum (400 MHz, CDgl 23 °C) of a P(CHD@o-LLA) copolymer
prepared froomac-CHDC andL-LA (Table 4, entry 2) (* stands for residual CH€sonances).
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Figure S22. **C{*H} NMR spectrum (100 MHz, CDGJ 23 °C) of a P(CHD@o-LLA) copolymer
prepared frontrac-CHDC andL-LA (Table 4, entry 2) (# and * stand for resid@H,Cl, and

CHCI; resonances, respectively).
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Figure S23. DSC thermogram (second heating cycle; heating=rdi@ °C.min®; argon flow) of a
P(CHDC<o-LLA) copolymer prepared fromac-CHDC andL-LA (Table 4, entry 2).
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Figure S24. DSC thermogram (second heating cycle; heating=di@ °C.min®; argon flow) of a
P(CHDC<o-LLA) copolymer prepared fromac-CHDC andL-LA (Table 4, entry 3).
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