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NMR SPECTRA:!

Figure S1. *H NMR spectrum of cis-(R)-limonene oxide in CDCI; (400 MHz) at RT.
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@) C e
) Eig 'H NMR (CDCls, 400 MHz, RT): 5= 4.68 (s, 1H), 4.62 (s, 1H), 2.9 (s, 1H),
C a
o™ ( 2.13-2.00 (m, 2H), 1.83-1.75 (m, 2H), 1.68-1.58 (m, 1H), 1.64 (s, 3H), 1.54-

f 1.43 (m, 1H), 1.25 (s, 3H), 1.23-1.08 (m, 1H).



Figure S2. **C NMR spectrum of cis-(R)-limonene oxide in CDCl; (101 MHz) at RT.
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ppm
N 'O‘h BC{'H} NMR (CDCl;, 101 MHz, RT): & = 148.9 (C,, C=CH,), 109.0
b
g a[/ (C=CH,), 60.4 (OCH), 57.2 (OC,), 36.2 (CH), 30.7 (CH,), 28.6 (CH,), 25.9

: (CH,), 24.2 (CH3), 21.0 (CHsy).
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Figure S3. 'H NMR spectrum of CHO/CO, copolymer (P-0) in CD,Cl, (400 MHz) at RT.
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T0 O  *HNMR (CD:Cl, 400 MHz, RT): 5= 4.65 (m br, 2H), 2.15-1.97 (m br, 2H),
a 0
b

1.78-1.61 (m br, 2H), 1.57-1.41 (m br, 2H), 1.40-1.26 (m br, 2H).
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Figure S4. **C NMR spectrum of CHO/CO, copolymer (P-0) in CD,Cl, (101 MHz) at RT.
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T-Q o:’;‘\z g BC{'H} NMR (CD.Cl,, 101 MHz, RT): § = 153.9 (C,, C=0), 153.3-153.1

b
b
O
C
@C (Cq, C=0), 77.4-76.0 (OCH), 29.8-28.7 (CH,), 23.2-22.3 (CH,).

S6



Figure S5. *H NMR spectrum of LO/CO, copolymer (P-100) in CDCl; (400 MHz) at RT.
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h 2+ ™™ NMR (CDCls 400 MHz, RT): 8= 5.04 (s br, 1H), 4.72 (s, 1H), 4.69 (s,

e 1H), 2.39 (m br, 1H), 2.24 (m br, 1H), 1.90-1.56 (m br, 4H), 1.70 (s, 3H), 1.50

b " (s 3H),1.43-1.30 (m br, 1H).

*LO terminal group: 4.60 and 4.65 ppm
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Figure S6. **C NMR spectrum of LO/CO, copolymer (P-100) in CDCl; (101 MHz) at RT.
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BC{'H} NMR (CDCls, 400 MHz, RT): § = 152.0 (C, C=0), 148.6 (C,,
C=CH,), 109.3 (C=CH,), 81.8 (C,, OC), 75.3 (OCH), 37.4 (CH), 30.9 (CH,),
30.6 (CH,), 25.8 (CH,), 21.5 (CH3), 20.7 (CH5).

*LO terminal group: 70.6 and 77.2 ppm
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Figure S7. *H NMR spectrum of terpolymer T-10 in CDCl; (400 MHz) at RT.
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-0 o} o "o\\\/ ‘ 'H NMR (CDCls, 400 MHz, RT): = 5.04 (s br, 1H"°), 4.75-
C a

f@cf Ol |® g = 4.57 (m br, 2H"° + 2H"), 2.43-2.30 (m br, 1H"°), 2.25-2.17
A h
b n b ™M (mbr, 1H9), 2.11 (m br, 2H®"°), 1.90-1.56 (m br, 4H"°), 1.69

(m br, 2H"° + 3H"°), 1.58-1.45 (m br, 2H"° + 3H'), 1.42-
1.23 (m br, 2H®"° + 1H9),

*CHO terminal group: 4.40 and 3.58 ppm
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Figure S8. **C NMR spectrum of terpolymer T-10 in CD,Cl, (101 MHz) at RT.
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o.alfo o\"{\/' BC{'H} NMR (CD.Cl,, 400 MHz, RT): § = 153.9 (C,
kbfk\\}) ig: 9 C=0°"9), 153.3-153.2 (C, C=0%""9), 152.1-151.9 (C,,
m m n | g m  C=0"), 149.9-148.7 (C, C=CH,"°), 108.9 (C=CH,"), 81.5
(C, OC"), 77.3-76.6 (OCH""°), 76.1 (OCH"), 37.5-37.2
(CH™), 30.9-30.5 (CH,"°), 29.8-29.1 (CH,“"°), 29.0-28.5
(CH,*®), 25.8 (CH,"°), 23.2-22.7 (CH,*"9), 22.5-22.1
(CH5"°), 21.3-20.6 (CH).

*CHO terminal group: 72.1 ppm

*For the LO ether linkages: 71.9, 35.4, 33.8, 26.8 ppm
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Figure S9. *H NMR spectrum of terpolymer T-20 in CDCl; (400 MHz) at RT.
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'H NMR (CDCl3, 400 MHz, RT): 6= 5.04 (s br, 1H°), 4.75-

4.57 (m br, 2H"° + 2H"), 2.43-2.30 (m br, 1H"°), 2.25-2.17

b : b M (mbr, 1H9), 2.11 (m br, 2H®"°), 1.90-1.56 (m br, 4H"°), 1.69

(m br, 2H"° + 3H"°), 1.58-1.45 (m br, 2H"° + 3H'), 1.42-

1.23 (m br, 2H®"° + 1H9),
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Figure S10. *C NMR spectrum of terpolymer T-20 in CDCl; (101 MHz) at RT.
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BC{'H} NMR (CDCl;, 400 MHz, RT): § = 153.8 (C,,
C=0%"9), 153.3 (C, C=0"°), 152.1-151.9 (C, C=0),
148.8-148.4 (C, C=CH,™), 109.2 (C=CH,*°), 81.7 (C,
0C"°), 77.2-76.4 (OCH®"°), 76.0 (OCH"?), 37.3 (CH"?), 30.8
(CH,™), 30.6 (CH,°), 29.7-28.6 (CH,“"?), 25.8 (CH,"°),

23.2-22.0 (CH,“"9), 21.5-21.4 (CH;"°), 21.0-20.7 (CH;).
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Figure S11. "H NMR spectrum of terpolymer T-30 in CDCl; (400 MHz) at RT.
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'H NMR (CDCl3, 400 MHz, RT): 6= 5.04 (s br, 1H°), 4.75-

4.57 (m br, 2H"° + 2H"), 2.43-2.30 (m br, 1H"°), 2.25-2.17

(mbr, 1H9), 2.11 (m br, 2H®"°), 1.90-1.56 (m br, 4H"°), 1.69

(m br, 2H"° + 3H"°), 1.58-1.45 (m br, 2H"° + 3H'), 1.42-

1.23 (m br, 2H®"° + 1H9),

* For the LO ether linkages: 4.04 ppm
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Figure S12. *C NMR spectrum of terpolymer T-30 in CDCl; (101 MHz) at RT.

5.99

153.86
153.31
\152.13
"\ 148.65
109.35
_81.76
76.56

L

T T T T T T T T T T T T
00 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0

n_ b BC{'H} NMR (CDCl;, 400 MHz, RT): § = 153.8 (C,,

-0 a [ lo O—
@) -
Zan( \\}) j g\\\o C=0°"9), 153.3 (C,, C=0°"9), 152.1-151.9 (C, C=0°
k k | - )’ . ( qr - )’ . . ( qr - )l
|
m m n Creyg M 148.8-148.4 (C, C=CH,™), 109.2 (C=CH,*°), 81.7 (C,
o

OC*), 77.2-76.4 (OCH™"), 76.0 (OCH"), 37.3 (CH""), 30.8
(CH,©), 30.6 (CH,°), 29.7-28.6 (CH,c™), 25.8 (CH,°),
23.2-22.0 (CH,®™), 21.5-21.4 (CH,"°), 21.0-20.7 (CH;").

* For the LO ether linkages: 84.2, 70.6, 37.1, 33.8, 26.9 ppm
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Figure S13. 'H NMR spectrum of terpolymer T-40 in CDCl; (400 MHz) at RT.
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0 o 1o ko\\\, ’ 'H NMR (CDCl3, 400 MHz, RT): §=5.04 (s br, 1H,o), 4.75-
c B\ a

f@cf of |e : = 4.57 (M br, 2Hcpo + 2HL0), 2.43-2.30 (m br, 1H, o), 2.25-2.17
A h
b n b ™  (mbr, 1H.o), 2.11 (m br, 2Hcpo), 1.90-1.56 (m br, 4H,o), 1.69

(m br, 2HCHO + 3H|_o), 1.58-1.45 (m br, 2HCHO + 3H|_o), 1.42-
1.23 (m br, 2Hcpo + 1HL o).

* For the LO ether linkages: 4.04 ppm
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Figure S14. *C NMR spectrum of terpolymer T-40 in CDCl; (101 MHz) at RT.
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o n . BC{'H} NMR (CDCls, 400 MHz, RT): & = 153.8 (C,

kbfk\\g ig: 9 C=0"9), 153.3 (C, C=0"°), 152.1-151.9 (C, C=0%9),

! Creyg M 148.8-148.4 (C, C=CH,"°), 109.2 (C=CH,*°), 81.7 (C,
0OC"°), 77.2-76.4 (OCH®"?), 76.0 (OCH"°), 37.3 (CH"°), 30.8
(CH,*®), 30.6 (CH,"°), 29.7-28.6 (CH,“™), 25.8 (CH,"°),
23.2-22.0 (CH,"9), 21.5-21.4 (CH;"°), 21.0-20.7 (CH5"°).

* For the LO ether linkages: 84.2, 70.6, 37.1, 33.8, 26.9 ppm
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Figure S15. 'H NMR spectrum of cross-linked polymer CLP-10 in CD,Cl, (400 MHz) at RT.
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'H NMR (CD,Cl,, 400 MHz, RT): §=5.12-5.00 (s br, 1H"°),
4.64 (s br, 2H©), 2.79, 2.70 and 2.66 (2s br, SCH,, 4H),
2.60 and 2.37 (2s br, SCH,, 4H), 2.25-2.17 (m br, 1H"°), 2.09

(m br, 2H®® + 1H'9), 1.87-1.60 (m br, 5H"°), 1.71 (m br,

2H"©), 1.57-1.40 (m br, 2H®"° + 3H° + 1CH), 1.38-1.30 (m

br, 2H"° + 1H"), 0.94 (s br, CHs).
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Figure S16. *C NMR spectrum of cross-linked polymer CLP-10 in CD,Cl, (101 MHz) at RT.
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BC{'H} NMR (CD.Cl,, 400 MHz, RT): § = 153.8 (C,

C=0"), 153.3-153.1 (C,, C=0"), 152.0 (C,, C=0"°), 81.7

(C, OC'©), 77.6-76.4 (OCH"®), 76.3-75.7 (OCH"), 37.3-
" 37.1 (SCH,CH, SCH,CH, CHCH"?), 32.8 (SCH,CH,S), 30.0-
29.2 (CH,®™°, CH,"9), 29.0-28.5 (CH,°), 23.3-22.1 (CH,*"°,

CH,"°), 21.5-21.1 (CH5"°), 15.4 (CH5™).
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Figure S17. 'H NMR spectrum of cross-linked polymer CLP-20 in CD,Cl, (400 MHz) at RT.
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'H NMR (CD,Cl,, 400 MHz, RT): §=5.12-5.00 (s br, 1H"°),
4.64 (s br, 2H®™), 2.79, 2.70 and 2.66 (2s br, SCH,, 4H),
2.60 and 2.37 (2s br, SCH,, 4H), 2.25-2.17 (m br, 1H"°), 2.09

(m br, 2H®"° + 1H°), 1.87-1.60 (m br, 5H"°), 1.71 (m br,

2HCHY, 1.57-1.40 (m br, 2H° + 3H"°+ 1CH), 1.38-1.30 (M

br, 2H®"° + 1H"°), 0.94 (s br, CH3).

* A C NMR spectrum of cross-linked polymer CLP-20 was not possible as the sample formed a gel and

was not enough soluble.
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Figure S18. 'H NMR spectrum of cross-linked polymer CLP-20a in CD,Cl, (400 MHz) at RT.
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'H NMR (CD,Cl,, 400 MHz, RT): §=5.12-5.00 (s br, 1H"°), 4.63
(s br, 2H®"9), 2.86, 2.80 and 2.70 (2s br, SCH,, 4H), 2.60 and 2.38

(2s br, SCH,, 4H), 2.25-2.17 (m br, 1H"°), 2.08 (m br, 2H"° +

1H), 1.87-1.60 (m br, 1H>", 5H"°), 1.70 (m br, 2H"°), 1.57-1.40
(m br, 2H®"° + 3H° + 1CH), 1.39-1.30 (m br, 2H"° + 1H9),

0.94 (s br, CHs).
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Figure S19. COSY spectrum for cross-linked polymer CLP-20a in CD,Cl, at RT.
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Figure S20. *C NMR spectrum of cross-linked polymer CLP-20a in CD,Cl, (101 MHz) at RT.
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BC{'H} NMR (CD.Cl,, 400 MHz, RT): & = 153.9 (C,, C=0"°),

153.4-153.1 (C,, C=0"9), 152.0 (C, C=0"), 81.9 (C, OC),

77.6-76.4 (OCH"9), 76.2-75.7 (OCH°), 37.6-37.1 (SCH.CH,
SCH,CH, CHCH"®), 36.8 (SCH,CH,SH), 30.1-29.2 (CH,*",
CH,"°), 29.0-28.5 (CH,"°), 24.8 (SCH,CH,SH), 23.3-22.1 (CH,“"°,

CH,"°), 21.5-21.1 (CH5"9), 15.6 (CH5™).
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Figure S21. 'H NMR spectrum of cross-linked polymer CLP-100
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*Note that evidence for the thiolene reaction is provided by *H NMR: the virtual disappearance of the
olefinic protons at 4.77 ppm, and the appearance of a new broad peak assigned to dithiol linkages

(-=SCH,CH,S— and —SCH,—C) around 2.70 ppm, and new methylene protons at 0.98 ppm (—CH,) are

observed.
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Figure S22. *C NMR spectrum of cross-linked polymer CLP-100b in CD,Cl, (101 MHz) at RT.
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*Note that evidence for the thiolene reaction is provided by the virtual disappearance of the quaternary
and secondary carbon peaks pertinent to the olefin groups at 148.9 and 108.9 ppm in the *C NMR

spectrum.
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Figure S23. 'H NMR spectrum of the crude reaction mixture after 48 h (400 MHz, RT, CDCly).
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Terpolymer T-30 containing ~28 % of LO: Reaction conditions: 1:1 ratio of CHO and LO (10 mmol in
total), AI™ = 0.50 mol %, PPNCI = 0.25 mol %, p(CO,)° = 15 bar, neat, T = 40°C. Note that the OCH

protons for CHO at 3.12 ppm were no longer observed at the end of the process.
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Figure S24. Comparative 'H NMR spectra for CHO/CO, copolymer (blue line), CHO/LO/CO,
terpolymer (green line) and LO/CO, copolymer (red line) at 400 MHz, RT in CDCls.
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Figure S25. Comparative *C NMR spectra for T-10 (red line) and CLP-10 (green line) at 400 MHz, RT
in CD,Cl,.

1H NMR of CLP-10

“\\ | C=CH, at 148.8 ppm
I\
J

|
It
iR
C=CH2 at 108.7 ppm
[maTee— A A

IRV R W
1H NMR of T-10

160 150 140 130 120

110 100 20 80 7!

S26



Figure S26. Comparative "H NMR spectra for the terpolymerization process after different time intervals

(400 MHz, RT, CDClsy).

1H NMR at 24 h
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THNMR at 6 h ‘

Reaction conditions: 1:1 ratio of CHO and LO (3.5 mmol in total), cat. AI™® = 0.50 mol %, PPNCI = 0.25

mol %, p(CO,)° = 15 bar, neat, T = 40°C. Polycarbonate yield, and CHO and LO conversions were
determined by 'H NMR analysis of the crude reaction mixture using 1,4-dimethoxybezene as internal

standard (o= 3.76 ppm).
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IR SPECTRA:

Figure S27. IR spectrum of CHO/CO, copolymer P-0.
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Figure S28. IR spectrum of LO/CO, copolymer P-100.
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Figure S29. IR spectrum of T-10.

0.85
1

0.80
|
2865

0.75

2938

1738

1326

1185 —

1278

1227

1091

895 —
849 —

783 —

1020 —

988

T T T T T
3600 3200 2800 2400 2000
Wavenumber cm-1

IR (neat, cm™): 1738 (C=0), 1645 (C=C), 895 (=C—H).

Figure S30. IR spectrum of T-20.
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Figure S31. IR spectrum of T-30.
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Figure S32. IR spectrum of T-40.
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Figure S33. IR spectrum of CLP-10.
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Figure S34. IR spectrum of CLP-20.
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Figure S35. IR spectrum of CLP-30.

@
o
W
@ |
o
™~ %)
o w
&
@« |
= o
©r
&
w |
o
<
o o
&
% ]
T T T T T
3200 2800 2400 2000 1600 1200 800 400
Wavenumber cm-1
-1y. —
IR (neat, cm): 1739 (C=0).
Figure S36. IR spectrum of CLP-40.
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Figure S37. IR spectrum of CLP-100.
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Figure S38. IR spectrum of CLP-20a.
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Figure S39. IR spectrum of CLP-20d.

1646

0.90
I

1452

2866

0.80
1
1326
1021 =

2939

1277,

1230 —

1740

T T T T T
3600 3200 2800 2400 2000 1600 1200 800 400
Wavenumber cm-1

IR (neat, cm™): 1740 (C=0), 1646 (C=C).

Figure S40. IR spectrum of CLP-100a.
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Figure S41. IR spectrum of CLP-100b.
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Figure S42. Comparative IR spectra for CHO/CO, copolymer (red trace), CHO/LO/CO, terpolymer (blue

trace) and LO/CO; copolymer (black trace).
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GPC ANALYSIS OF POLYMERS:

Figure S43. GPC trace of CHO/CO, copolymer, P-0 (Table 1, entry 1).
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Figure S44. GPC trace of LO/CO, copolymer, P-100 (Table 1, entry 6).
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Figure S45. GPC trace of T-10 (Table 1, entry 2).
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Figure S47. GPC trace of T-30 (Table 1, entry 4).
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Figure S48. GPC trace of T-40 (Table 1, entry 5).
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Figure S49. GPC trace of CLP-10 (Table 3, entry 1).
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Figure S50. GPC trace of CLP-100b (Table 3, entry 7).
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MALDI-TOF MASS ANALYSIS OF POLYMERS:

MALDI-TOF-MS. Matrix-assisted laser desorption/ionization time-of-flight mass spectrometry
(MALDI) were performed by the Research Support Group at ICIQ on a BRUKER Autoflex spectrometer
using 1 mg of sample per 1 mL of CH,Cl,. For CHO and LO copolymer, dctb was used as a matrix (10
mg/mL THF) and CF;COONa as additive (1 mg/mL THF). For the terpolymers, dctb was used as a

matrix (40 mg/mL THF) and CF;COONa as additive (5 mg/mL THF).

Figure S51. MALDI-TOF mass spectrum of CHO copolymer, P-0 (Table 1, Entry 1).
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Figure S52. MALDI-TOF mass spectrum of LO copolymer P-100 (Table 1, Entry 6).
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In this MALDI-analysis, the assignment of the peaks in the major distribution was done on the basis of

the incorporation of CF;COO in the end-group of the polymer chain (Note: a NaCF;COO additive was

added during the MALDI experiments).

For the copolymer having n = 14 repeat units of LO/CO, (196.24), one ether linkage (152. 23) and an

OOCCF; end-group (266.26) the calculated mass amounts to 3165.8 (noted: 3165). The difference

between all subsequent peaks equals a LO/CO, repeat unit (196).
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Figure S53. MALDI-TOF mass spectrum of terpolymer T-10 (Table 1, Entry 2).
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Figure S54. MALDI-TOF mass spectrum of terpolymer T-20 (Table 1, Entry 3).

1200 T T T T T
Mo o 3 o o J° Na
1000 ’Lﬁ Wv]m[d qé i
800 .0 O, D
<>r{-—o O_\g],[doq'?
l;:| m n
© 600 - -
%)
c
9
T 4004 -
200 4 ]
04
T T T T T T T
2000 4000 6000 8000
m/z
1400 I L} I T I L} l L) l L) l L} I L} I
n=25
n=20 (5 L0 +20 CHO) |]
1200 4 (4 LO + 16 CHO) = ]
l = n -
- ~$ 8 SRS B . |
10004 n-1s S5 o9 & BT3¢ 3¢ 23
(3 LO +12 CHO) o 2o o o Demle Pt P
ER S AR AR ! '
o 8004 - © g% § ; 42
= S0 8" KRR
2 v gert
Q 600 413 ~ o m 4
1= |5 196 J
42 w
400 — -
200 H -
o T I T I T I T I L) I T | L} I L} I
2600 2800 3000 3200 3400 3600 3800 4000
m/z

S43



Figure S55. MALDI-TOF mass spectrum of terpolymer T-30 (Table 1, Entry 4).
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Figure S56. MALDI-TOF mass spectrum of terpolymer T-40 (Table 1, Entry 5).
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THERMAL (DSC & TGA) ANALYSIS OF POLYMERS:

Figure S57. DSC analysis of the terpolymer synthetized from 1 equiv. of CHO and 1 equiv. of cis-LO in the presence of 1.0 mol % of AI™ and

0.5 mol % of PPNCI , at 45°C and p(CO,)° = 10 bar. Shown are the DSC traces after a first, second and third cycle, where several glass transition

temperatures were observed.
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Figure S58. TGA of CHO/CO, copolymer, P-0 (T4 = 248.64°C at 10 % weight loss of polymer).
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Figure S59. DSC analysis of the CHO/CO, copolymer, P-0 (Table 1, entry 1). Shown are the DSC traces after a second and third cycle (T,'s:

115.14 and 113.81°C, respectively).
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Figure S60. TGA of LO/CO, copolymer, P-100 (Ty4

= 225.69°C at 10 % weight loss of polymer).
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Figure S61. DSC analysis of the LO/CO, copolymer, P-100 (Table 1, entry 6). Shown are the DSC traces after a second and third cycle (T,'s:
72.04 and 71.79°C, respectively).
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Figure S62. TGA of terpolymer T-10 (T, = 262.67°C at 10 % weight loss of polymer).

C408, 31.07.2015 21:53:51
C408, 5.7730 mg Method: TGA 30-5009¢_100Cmin_BLANK
ma Onsst 26438 °C dt 1.00 5
] i — . , [1] 30.0..500.0 =C, 10.00 K/min, N2 20.0 ml/min
:l Synchronization enabled
| Step -10.0181 %
Step -4,2099 % -0.5783 mg
-0,2430 mg Left Limit  203.21 =C
o Left Limit 64,24 =C Right Limit 262.67 °C
Right Limit 156,85 *C
2 "u,
Step -91.5876 % \
-5.2874 mg Y
R Left Limit  203.22 °C !
Right Limit 359.04 °C \
— 1
-
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
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Figure S63. DSC analysis of the terpolymer T-10 (Table 1, entry 2). Shown are the DSC traces after a second and third cycle (T4’s: 111.54 and
110.95°C, respectively).

Method: DSC (-80°C-1909)x2 59Cmin_blank
dt1.00s

[1] -80.0..190.0 °C, 5.00 Kfmin, N2 55.0 m|/min
[2] 190.0..-80.0 °C, -5.00 K/min N2 55.0 ml/min
[3] -80.0..190.0 °C, 5.00 K/min N2 55.0 ml/min
[4] 190.0..-80.0 °C, -5.00 K/min N2 55.0 ml/min
[5] -80.0..190.0 °C, 5.00 Kfmin N2 55.0 ml/min
Synchronization enabled

1
- f
_ Ja[ca06
£406, 5.7000 mg
Onsst 111.44 °C
Endset 101.75 °C
Inflect. Pt 108.03 °C
Inflect. Slp.  8.282-03 mWeC~-1
1
— - r —————— —
2 I2[c40s
mw C406, 5.7000 mg
Onsst 11191 °C
Endsst 102.19 °C
Inflect. Bt 108.28 °C
Inflect. Slp.  8.632-03 mWeC™-1
e
- Onset 82.50 °C - o
Onset 105.83 °C \\x____ -
o -
Endset Basdcc Endsst 114.12 °C —_— E—
Inflect. Pt.  83.88 °C Inflect. Pt 110.95 oC :
Inflect. Slp. -11.07e-03 mW°C™-1 It b o mae s een-t Is[C406
L SR TR C406, 5.7000 mg
- s e
Onset 7551 °C T R _
Endset B1.46 °C = -

Inflect. P 80.80 °C
Inflect. Slp. -9.22e-03 mWoC™-1
T T T 7T T T T T T T T T T T T T T T T T T T T T T

55 60 65 70 75 20 a5 50 S5
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Figure S64. TGA of terpolymer T-20 (T4 = 247.74°C at 10 % weight loss of polymer).

C572, 16.03.2016 16:38:07
C572, 6.7370 mg
mg
1 | « » Onsst 248.34 °C
T |
e Step -10,0407 %
Step -1.5830 % __ DE76amg
0.1086 mg Left Limit 184,84 °C
B Left Limit 40,37 *C Right Limit 247.74 °C
Right Limit 173.37 °C
a-
- \
\
2 \". Step 86,8670 %
\ £.5259 mg
Left Limit 184,84 °C
Method: TGA 30-5000%_109Cmin_BLANK 4 = mE .
\ Right Limit 385.40 °C
de1.00s
[1] 30.0..500.0 °C, 10.00 Kfmin, N2 20.0 ml/min \__ .
0+ Synchronization enabled
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
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mg*C™-17] \CS7
p.op4—5572. 67370 mg — S — — _ — —
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Figure S65. DSC analysis of the terpolymer T-20 (Table 1, entry 3). Shown are the DSC traces after a second and third cycle (T4’s: 108.86 and

108.78°C, respectively).

Mathod: DSC (200C-1609C)3 5°Cmin blank
dt 1.00 s
[1] 20.0..150.0 °C, 5.00 K/min, N2 55.0 ml/min
[2] 160.0..20.0 °C, -5.00 K/min N2 55.0 mi/min
[3] 20.0..160.0 °C, 5.00 K/min N2 55.0 ml/min
[4] 160.0..20.0 *C, -5.00 K/min N2 55.0 mi/min
[5] 20.0..160.0 °C, 5.00 K/min N2 55.0 ml/min
[6] 160.0..20.0 °C, -5.00 K/min N2 55.0 ml/min
Synchronization enabled
I — -
_ - T — —
Onset 110.43 °C
Endset 99.01 °C
Inflect. Pt 105,20 °C 3;[59423 o
5 Inflect. Slp.  13.10e-03 mWOC~-1 . v 3 mg
mw B - P -
Onset 110.63 °C
Endsat 98.88 °C
Inflect. Pt,  105.12 °C J2[c429
Inflect. Slp.  12,882-03 mW=C"-1 I 4 _ €423, 5.2670 mg
— — — r E—
+__hﬁt_—__:_ .
Onsat 104.61 °C o
Endsat 111.56 °C e
Inflect. Pt.  108.78 °C ) .
~ N Js[c429
Inflect. Slp. -51.01e-03 mWeC™-1 425, 5.3670 mg
- - o o o _ - _ e —e——
Onsat 104.58 °C \\«_\ - — —
Endsat 111.78 °C ———" .
Inflect, Pt.  108.86 °C Ja[cazs
Inflect. Slp. -49.01e-03 mWeC~-1 €429, 5.2670 mg
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
76 78 20 a2 84 25 28 20 92 94 95 9 100 102 104 106 w08 110 112 114 116 118 120 122 eC
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Figure S66. TGA of terpolymer T-30 (T4 = 210.09°C at 10 % weight loss of polymer).

C408, 07.08.2015 19:57:06
mg | €408, 4.6650 mg

=1

- Method: TGA 30-5009C a 109C/min,Blank

11 dt1.00s

1 [1]30.0..500.0 °C, 10.00 K/min, N2 20.0 ml/min
Synchronization enabled

Step

Left Limit
Right Limit

-86.2210 %
-4.0222 mg
149,43 °C
338,95 °C

Onset

Skep

207.82 °C

-10.0163 %
-0,4673 mg

Left Limit  149.43 °C
Right Limit 210.09 °C

T
40 &0 80 100 120

ma*C™14 apg, 4.5650 mg
n.-ac:—l— ) o
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0 15E
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Figure S67. DSC analysis of the terpolymer T-30 (Table 1, entry 4). Shown are the DSC traces after a second and third cycle (T,'s: 94.64 and

95.56°C, respectively).

dt 1.00 s

[2] 160.0..20.0 *C, -5.00 Kfmin
[3] 20.0..160.0 °C, 5.00 Kfmin
[4] 160.0..20.0 °C, -5.00 Kfmin
[5] 20.0..160.0 °C, 5.00 Kfmin

Method: DSC (200C-1609C)%3 S2Cmin blank

[1] 20.0..160.0 °C, 5.00 K/min, N2 55.0 ml/min

N2 55.0 ml{min
N2 55.0 ml/min
N2 55.0 mil{min
M2 55.0 mlfmin

[6] 160.0..20,0 °C, -5.00 Kfmin N2 55.0 ml{min Onsst 38,2
Synchronization enabled Endset 88.75 °C
Inflact. Pt 94.43 °C
Inflect. Slp.  5.9%e-03 mW2C~-1
—m _— 1 S— S— .
I S | 2 o e e — e —— e ——
Onsst 97.72 °C
Endset 87.31 °C
Inflect. Pt 94.10 9C (13‘:;[2[:25549—0
Inflect. Slp.  6.20e-03 mWeC~-1 el me
R r
2
mw Onset 96,76 °C
Endset 87.54 °C
Inflect. PR 93.85 °C 12[c42s
Inflect. Slp. 5.90e-03 mWeC™-1 C425, 5.4370 mg
T r
T — — . .
Onset 90.23 oC \_‘—1_,
Endset 39,31 oC — r ]
Inflect. Pt 95.56 °C
Inflect. Slp.  -23.472-03 mWeC™-1 15[c42s
41— - _— _ . C425, 5.4370 mg
— -
Onset T e——— i —
Endsst ~ o
Inflect, Pt 94,64 °C 13[c42s
Inflect. Slp. -22.542-03 mWoC~-1 C415, 5.4370 mg
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
72 74 i 78 80 82 84 85 88 20 52 34 a5 ag 100 102 104 106 108 110 Lo
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Figure S68. TGA of terpolymer T-40 (T4 = 227.90°C at 10 % weight loss of polymer).

C554, 16.03.2016 17:54:12
C554, 5.2380 mg
mg
I— £ Onset 226,51 °C
5]
4 Step -10.0818 %
] -0.5331 mg
] Left Limit  170.29 °C
2] Right Limit 227.90 °C
29 \\ Step -35.6901 %
] \ -5.0601 mg
b i Left Limit  170.29 °C
] Right Limit 312.93 °C
17 Methad: TGA 30-500%_109Cmin_BLANK s y
J dt1.00s \
7 [1] 30.0..500.0 =C, 10.00 Kfmin, N2 20.0 ml/min q
p- Synchronization enabled
] T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
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00043 e — — -
- i
i “\
] \
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| |
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Figure S69. DSC analysis of the terpolymer T-40 (Table 1, entry 5). Shown are the DSC traces after a second and third cycle (Tg's: 85.33 and

83.25°C, respectively).

Method: DSC (200C-1600C) X3 59Cmin blank
dt1.00 s

[1] 20.0..160.0 °C, 5.00 K/min, N2 55.0 ml/min
[2] 160.0..20.0 °C, -5.00 K/min N2 55.0 mi/min
[3] 20.0..160.0 °C, 5.00 K/min M2 55.0 ml/min
[4] 160.0..20.0 °C, -5.00 K/min N2 55.0 ml/min
[5] 20.0..160.0 °C, 5.00 K/min N2 55.0 ml/min
[5] 160.0..20.0 °C, -5.00 K/min N2 55.0 mi/min
Synchronization enablad

Onset
Endsat
Inflect. PE. — —_— o
Inflect. Slp o ———
Onsst 83.95 °C
— - —F - Endsat 78,33 °C
Onsat Inflect. Pt. 22,08 =C }
Endset Inflect, Slp. 5.87e-03 mWoC~-1 };[7‘;"2 reco
Inflact. Pt.  56.17 °C _-__._._._._________1_ - v b mg
Inflect. Slp.  17.882-03 mW=C™-1 I S I M—
- B Onset 87.64 °C
I r — Endsst 79.05 =C
mw . Inflect. Pt 86.17 °C
Onsst 57.20 °C Inflect. Sip. 5.56e-03 MWOC~-1 Jz[c478
Endsst 52.16 °C 476, 6.1650 mg
Inflect, Pt.  54.58 °C e —— -
Inflect, Slp.  23.912-03 mWeC"-1 S r —
e
. . r -
— (]
B Onset 78,48 °C \__ [
Endsst 88.29 °C — i
Inflect. Pt.  83.25 °C I5[c476
Inflect. Slp.  -17.70e-03 mW=C~-1 C476, 6.1660 mg
— —— o -
Onset 78.53 °C — - — — —
Endset 89.06 °C =" 13[c47s
Inflect. Pt.  85.33 °C C476, 6.1660 mg
Inflect. Slp. -16.91e-03 mWoC™-1
— 1 1T T 1 11 1 1 1T 1 [ 1 T 1T 1 [ T 1 T T [ T T T T° 1 ° ° T T 1 T© ° T T°7 | L L L L L L L L L L L L L L L L DL L L L L L L L L L L L L L
30 35 40 45 50 55 &0 &5 70 75 20 a5 30 35 100 105 °C
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Figure S70. TGA of CLP-10 (T4 = 282.18°C at 10 % weight loss of polymer).

Onzst

Left Limit
Right Limit
Step

Left Limit
Right Limit
Step

Left Limit

288.03 °C
208.52 °C
301.48 °C

-10.0297 %
-0.6210 mg
208,92 °C
282,18 °C

-98.3850 %
-6.0920 mg
202.23 °C

Right Limit 399.60 °C

C576, 14.03.2016 22:14:52
mg | €576, £.1920 mg
— .
=
4_
24
-4 Method: TGA 30-5000c_109Cmin_BLANK
dt 1.00s
[1] 30.0..500.0 °C, 10.00 K/min, N2 20,0 ml/min
04 sSynchronization enabled
T T T T T T T
80 100 120
mg*C™-1 | !
0.00
-0.05
-0.10
"3:15 -
- T T T T T T — T T
40 &0 B0 100 120

480
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Figure S71. DSC analysis of the CLP-10 (Table 3, entry 1). Shown are the DSC traces after a first, second, third and fourth cycle (T,’s: 119.9,

117.07, 116.91 and 116.91°C, respectively).

14[c576
€578, 6.1920 mg
12[cs76
C576, 6.1920 mg

1] e — o
€576, 6.1920 mg

Onset
Endset
Inflect. Pt,
Inflect. Slp.

Onsst
118.73 °C Endset
104.70 °C Inflect. PE.
114.06 °C Inflect. Slp.

13.25e-03 mWeC™-1

Inflact. Pt
Inflect. Slp.

119,11 °C
105.91 °C
113.56 °C
13,97e-03 mWeC™-1

Methed: D5C (20 a 160)x4, 108Cmin, blank

5 | Onsst 113.57 °C dt 1.00 5
mi Endsst 122,24 °C [1] 20.0..160.0 °C, 10,00 K/min, N2 80.0 ml/min
| Inflact, Pt 119.30 °C [2] 160.0..20.0 °C, -10.00 K/min N2 50.0 ml/min
| Inflact, Slp.  -75,252-03 mWeC~-1 [3] 20.0..160.0 °C, 10,00 Kfmin N2 80.0 ml/min
| [4] 160.0..20.0 °C, -10.00 K/min N2 80.0 mi/min
| [5]20.0..160.0 °C, 10,00 Kfmin N2 80.0 ml/min
\ [6] 160.0..20.0 °C, -10.00 K/min N2 50.0 mi/min
— [7]20.0..160.0 °C, 10,00 Kfmin N2 80.0 ml/min
\ — [8] 160.0..20.0 °C, -10.00 K/min N2 50.0 ml/min
S . —_— Synchronization enabled
PBics7s —
C576, 6.1920 mg - —_— \_/ !
Is[cs7e -
— 575, 6.1920 mg Onset 111.20 °C Onsst 111.07 °C B \‘//'__ T h
) Endsst 119.77 °C N S0 0a s —
J1fcs7s Endsst  120.02 °C \__ = - T
C576, 61320 mg e L o weca,  Inflect. Pt 117.07 °C <+ I
Inflect. Slip. -59.51e-03 MW C™1 [t gip, -59.102-03 mWeC™-1
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T 1
20 30 40 50 &0 70 80 50 100 110 120 130 140 150 oC
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Figure S72. TGA of CLP-20 (T4 = 279.35°C at 10 % weight loss of polymer).

C577, 14.03.2016 23:30:41

mg -] C577, 9.5200 mg
T Onset 280,58 =C
Left Limit 194,14 °C
84 Right Limit 295.65 °C
1 Step -10.02847 %
-0.9601 mg
6] Left Limit 124,14 °C
Right Limit 279,35 C
4- Step -82.1522 %
-7.8209 mg
Left Limit 194,52 °C
1 Method: TGA 30-5009c_109Cmin_BLANK Right Limit 400,99 °C
dt 1.00 s
24 [1] 30.0..500.0 °C, 10.00 K/min, N2 20.0 ml/min e .
Synchronization enabled '
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
[-1i) 80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 480 480 °C
a°Ce-1 ] \C
ma®C™-1 ] 577, 9.5200 mg
0.004 - — _— e — —
- “\ i
T F)
-0.05 /
. Ay I."I
-0.10 ! |
0.15
0,20 \
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
40 = 80 100 120 140 160 180 200 220 240 260 280 300 320 340 360 380 400 420 440 460 480 oC
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Figure S73. DSC analysis of the CLP-20 (Table 3, entry 2). Shown are the DSC traces after a second, third and fourth cycle (T,’s: 117.89, 118.22

and 118.22°C, respectively).

Onset 119,54 2C
b Onsat 119.91 °C Onsat 115,88 °C Endset 102.37 oC
Endsat 103.03 °C Endsst 104.30 °C Inflect 14.25 5C
T ]czs[g?; 5200 m Inflact. Pt 112.74 oC Inflect. L. 113.74 °C ::g:g - 1:’1;53 —
r T g Inflect. Slp.  19.722-03 mWeC™-1 Inflect. Slp.  19.442-03 mW=C"- -—
[ 14[cs77 T T TTT—
(] €577, 9.5200 mg J -
slcs77 ______‘————-___ﬂ
- — - —
— — — — — . T ‘\
— S
e — — — e I \
| .
|| Islcs77
[\ 577, 9.5200 mg |
| |
5 |, —— Onset 111.68 °C
e T ————— Endest  121.53°C |
| 2577, 2.5200 mg Inflect. PE 118.22°C ———  p |
A o Inflect. Slp.  -65.26e-03 mWoC"-1 T 1
! TT—— S—
R —
o T B
nes77 - Onsst 111.20 °C \,
C577, 5.5200 mg e - . Endsst 121.71 °C o —_—
T T, Inflect. Pt 117.89 °C e _— -___TP
- fle L= £33 70 RAFOE T
\Inflect. Sip. -63.27e-03 mW°C"-1 P Method: DSC {200C-1800C)%4 109Cmin blank
\ 7 dt1.00s
\ - [1] 20.0..180.0 °C, 10.00 K/min, N2 55.0 ml/min
Y Iy [2] 180.0..20.0 °C, -10.00 K/min N2 55.0 mlfmin
Y P [3] 20.0..180.0 °C, 10.00 K/min N2 55.0 ml/min
\ / [4] 180.0..20.0 °C, -10.00 K/min N2 55.0 mlfmin
™, ¥, [5] 20.0..180.0 °C, 10.00 K/min M2 55.0 ml/min
- --_v,/-\f [6] 180.0..20.0 °C, -10.00 K/min N2 55.0 mlfmin
[7] 20.0..180.0 °C, 10.00 K/min N2 55.0 ml/min
[&] 180.0..20.0 °C, -10.00 K/min N2 55.0 ml/min
Synchronization enabled
| L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L L I L L L L D L L L L L L L L L L L L L L L L L L e L |
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Figure S74. TGA of CLP-30 (T4 = 263.84°C at 10 % weight loss of polymer).

C578, 15.03.2016 00:46:27
C578, 12,8330 mg

T—1 - - . r

- Method: TGA 30-5000c_100Cmin_BLANK

5 de100s

[1] 30.0..500.0 °C, 10.00 K/min, N2 20.0 ml/min
7 Synchronization enabled

Onset
Left Limit
Right Limit

Step

Left Limit
Right Limit
Step

Left Limit

262.65 °C
192.20 °C
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Right Limit 423.27 *C
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Figure S75. DSC analysis of the CLP-30 (Table 3, entry 3). Shown are the DSC traces after a second, third and fourth cycle (T,’s: 110.68, 116.01
and 113.51°C, respectively).

T
1 —
Onzst 111.87 °C e
Endsst  95.50°C Endsst 9727
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|
5 Onset [
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| Inflack. Pt Endset 122,35 °C
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Figure S76. TGA of the CLP-40 (T4 = 256.10 C at 10 % weight loss of polymer).

C585, 16.03.2016 21:42:08

ma 535, 9.4200 mg
9 Onset 243,54 °C
— j - I T ——
a -
Shep -10.0552 %
-0.2472 mg
1 Left Limit 178,73 °C
e Right Limit 256.10 =C
| Step -82.2031 %
-8.402% mg
4 Left Limit  178.73 °C
Right Limit 482.90 °C
Method: TGA 30-5000c_109Cmin_BLANK
27 de1.00s
[1] 30,0..500.0 °C. 10,00 K/min, N2 20.0 mlfmin — .
1 Synchronization enabled -
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Figure S77. DSC analysis of the CLP-40 (Table 3, entry 4). Shown are the DSC traces after a second, third and fourth cycle (T,’s: 108.87, 121.19

and 118.69°C, respectively).

Method: DSC (200C-1800C) X4 109Cmin blank
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[1] 20.0..180.0 °C, 10.00 K/min, N2 55.0 mi/min
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Figure S78. TGA of the CLP-100 (T4 = 245.14°C at 10 % weight loss of polymer).
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Figure S79. DSC analysis of the CLP-100 (Table 3, entry 5). Shown are the DSC traces after a second and third cycle (Ty’s:

respectively).

150.46 and 150.29°C,

.

Onset 134.79°C
Ends=t 121.36 °C
Inflect, Pt. 137,17 °C
Inflect, Slp.  11.40e-03 mW=C™-1

Onset 137.87 °C
Endset 125.49 °C
Inflect. Pt.  147.18 °C
Inflect. Slp.  9.33=-03 mWoC™-1

=

Je[cs44

r €544, 15.8910 mg
4

I A

B _ \
—F o
|| Is[C544 Wl
| o4 158510mg Onset °C Method: DSC 20 A 150, 10°Cmin,3ciclos, Blank N
| Endsat °C dt 1.00 s "
10 | o hr:ed Pt 0.51 °C [1] 20.0..150.0 *C, 10.00 Kfmin, N2 80.0 ml/min \
mw 111 14IE544 Inflect. Slp \78e-03 mW=C"-1 [2] 190.0..20.0 °C, -10.00 Kfmin N2 80.0 ml/min \
[ || €544, 15.8310 mg [3] 20.0..190.0 °C, 10,00 Kfmin N2 80.0 ml/min |
1 [4] 190.0..20.0 *C, -10.00 Kfmin N2 80.0 ml/min |
[5] 20.0..1%0.0 °C, 10.00 K/min N2 80.0 mifmin |
[£] 190.0..20.0 °C, -10.00 Kfmin N2 20.0 ml/min |
o Synchronization enabled |
_ _ -
= — —_--__\___v_ — 4_ I
—_ N T T
|
J2[cs44 |
C544, 15.8910 mg Onsat 128,69 °C
Endsst 149,80 °C Onset 130.05 °C T
J1[C544 Inflect, Pt.  150.29 °C Endset 140,55 °C DE
544, 15,8510 mg Inflect, Slp. -25.1%e-03 mWaC"-1 Inflect. Pt.  138.31 °C
Inflect. Slp. -0.11 mWeC™-1
| L L L L N L L L L . L L N N L L L L AL L L LI | | L L L L AL L L L L L L DL L L L L L L L L I L L L L L L L L L L L L . L L L DL L L L L I L L |
20 30 40 50 60 70 80 30 100 110 120 130 140 150 160 170 180 °C

S68




Figure S80. TGA of the CLP-20a (T4

= 264.30°C at 10 % weight loss of polymer).
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Figure S81. DSC analysis of the CLP-20a (Table 2, entry 1). Shown are the DSC traces after a second and third cycle (T4’s: 105.22 and 107.05°C,

respectively).
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Figure S82. TGA of the CLP-20b (T4 =271.63°C at 10 % weight loss of polymer).
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Figure S83. DSC analysis of the CLP-20b (Table 2, entry 1). Shown are the DSC traces after a second, third and fourth cycle (T4’s: 109.75,

108.92 and 108.58°C, respectively).
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Figure S84. TGA of the CLP-20d (T4

= 271.58°C at 10 % weight loss of polymer).
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Figure S85. DSC analysis of the CLP-20d (Table 2, entry 3). Shown are the DSC traces after a second, third and fourth cycle (T4’s: 112.55,

112.55 and 112.22°C, respectively).

Method: DSC (20 a 160)x4, 100Cmin, blank
dt 1.00 s
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Figure S86. TGA of the CLP-100a (T, = 238.61°C at 10 % weight loss of polymer).
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Figure S87. DSC analysis of the CLP-100a (Table 3, entry 6). Shown are the DSC traces after a second and third cycle (T,'s: 83.73 and 83.23°C,

respectively).
Method: DSC (200C-1609C)X3 S0Cmin blank
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Figure S88. TGA of the CLP-100b (T4 = 232.85°C at 10 % weight loss of polymer).
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Figure S89. DSC analysis of the CLP-100b (Table 3, entry 7). Shown are the DSC traces after a second and third cycle (T4’s: 61.63 and 74.46°C,

respectively).
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ADDITIONAL KINETIC DATA:

Table S1. Remaining % of CHO and LO, and terpolymer conversion during the coupling process in time.

t(h) CHO (%) LO (%) Terpolymer conv. (%) LO incorporated (%)
2 76 97 14 12
3 63 93 22 17
4 45 85 35 22
5 23 79 49 21
6 13 76 55 22
9.5 1 69 65 24
24 0.3 65 68 25
48 0 62 70 26

Reaction conditions: 1:1 ratio of CHO and LO (3.5 mmol in total), A" = 0.50 mol %, PPNCI = 0.25 mol
%), p(CO,)° = 15 bar, neat, T = 40°C. Polycarbonate conversion, and amount of CHO and LO (%) were
determined by 'H NMR analysis of the crude reaction mixture using 1,4-dimethoxybezene as internal
standard (& = 3.76 ppm).

Table S2. Relative CHO and LO consumption measured in time.

t(h) mmol CHO mmol LO Ammol CHO Ammol CHO mmolcyo/mmol, o
2 0.42 0.06 0.42 0.06 7.00
3 0.64 0.13 0.22 0.07 3.14
4 0.96 0.26 0.32 0.13 2.46
5 1.35 0.36 0.39 0.10 3.90
6 1.52 0.42 0.17 0.06 2.83
9.5 1.75 0.54 0.23 0.12 1.92
24 1.78 0.61 0.03 0.07 0.43
48 1.80 0.66 0.02 0.05 0.40

Reaction conditions: 1:1 ratio of CHO and LO (3.5 mmol in total), AIM = 0.50 mol %, PPNCI = 0.25 mol
%), p(CO,)° = 15 bar, neat, T = 40°C. Polycarbonate conversion, and amount of CHO and LO (%) were
determined by 'H NMR analysis of the crude reaction mixture using 1,4-dimethoxybezene as internal
standard (6 = 3.76 ppm).
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TABLES CONTAINING ADDITIONAL INFORMATION:

Table S3. Reproducibility data for the terpolymerization processes.

Terpolymer Conversion LO incorporated (%) T, (°C)
T-10 70 10 111
79 13 102
70 11 102
T-20 68 17 109
71 20 100
77 20 103
T-30 75 32 96
75 29 100
79 33 95
T-40 73 42 83
73 42 89
79 42 97
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Table S4. Reproducibility data for the cross-linking reactions.

Cross-Linked Polymer  Solubility in organic solvent T, (°C) AT4(°C)
CLP-10 yes 117 15
yes 118 16
CLP-20 yes 118 18
yes 115 15
CLP-30 no 116 17
no 113 13
CLP-40 no 119 22
no 111 14
CLP-100 no ~150 ~70
no ~150 ~70
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PHOTOGRAPH OF THE REACTOR USED:

Figure S90. Standard autoclave used for the copolymerization reaction between CO, and epoxide(s).
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