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1. Characterization of LO rearrangement products by GC-MS
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Figure S1.a) LO secondary reactions. b) *H-NMR spectrum of the filtrate of the ROP
reaction of LO with catalysts 1 where LO side products cannot be identified.
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Figure S2. GC-MS of LO alcohol derivatives present in the filtrate of the ROP reaction
of LO with catalysts 1.
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Figure S3. GC-MS of LO alcohol derivatives present in the filtrate of the ROP reaction

of LO with catalysts 1.
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Figure S4. GC-MS of LO ketone derivatives present in the filtrate of the ROP reaction
of LO with catalysts 1.



2. NMR spectra
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Figure S5. 'H-NMR spectrum of an aliquot of the reaction of 250 equivalents of LO in
bulk at RT.
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Figure S6. *H-NMR spectra in CDCl; of the reaction carried out with a [Al]:TPhN:LO
ratio of 1:2:250 in bulk at 130 °C. (Top: before addition of catalyst; bottom: t=30 min)
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Figure S7. HSQCed H-3C-NMR spectrum of PLO (CD,Cl, 400 MHz, RT).
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Figure S8. HMBC *H-*C-NMR spectrum of PLO (CD-Cl,, 400 MHz, RT)
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Figure S9. COSY 'H-'H-NMR spectrum of PLO (CD,Clz, 400 MHz, RT).
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Figure S10. DOSY 2D NMR spectrum of PLO (CD.Cl, 400 MHz, RT).



Table S1. Experiments of ROP of LO with catalysts 1 and 2.

Ent. | [Al] | [Al]:[LO] | T (°C) %Conv. % Yield PLO
cis/trans-LO?
1 1 1:100 130 >99 /70 28
2 1 1:100 25 94 /83 54
3 1 1:250 130 >99 /70 28
4 1 1:250 25 80 /67 60
5 2 1:100 130 >99 /70 28
6 2 1:100 25 91/78 60
7 2 1:250 130 >99 /70 28
8 2 1:250 25 77162 58

?Determined by 'H-NMR spectroscopy.

3. GPC traces of polymers
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Figure S11. GPC traces of PLO obtained with 1 at RT




211,000
10,000
9,000
8,000
7,000
6,000
5,000
4,000

4,000

IR

2,000
1,000

o
1,000
2,000

3,000

4,000

Molecular Wm!hl Averages

2 4 G 8 10 12 14 16 18 20 22 24

Tanes {rranites)

mol] | Wn {gmol) }“w{gimol) [ Wz {gimol] | Waz+1 (gimol) | Wv (gimolh | PD
2265

|Pesk 1 |

|
2415 3112] 4257 5612 2965| 1374|

Figure S12. GPC traces of PLO obtained with 2 at RT

4. Isothermal analysis under air atmosphere

1
100 :
fr - - m —
1
RTZCMA,_ 1g0°c |  isothermal at 180°C
80 + |
- [
= 1 2% weight loss after 3 min
@ 60 : 4% weight loss after 15 min
o [
= |
R |
® 40 [
= I
[
1
20 |
|
|
1
0 L] 1 : 1 v ! v 1
0 5 10 15 20 25 30 35
Time (min)

Figure S13. Isothermal TGA scan at 180°C under air flow.
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