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Fig. S1. 'H and '*C NMR spectra (CDCl, 25 °C) of M.
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Fig. S2. 'H and ">C NMR spectra (CDCls, 25 °C) of M2.
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Fig. S3. SEC curves of poly(M1) (A) and poly(M2) (B) before and after purification by
preparative SEC.

S3



f,g

trans : cis=81:

|
|

f,g

e

(B)l l — Aol =

180 160 140 120 100 80 60 40 20  Oppm

Fig. S4. *C NMR spectra (CDCls, 55 °C) of poly(M1) (A) and poly(M1)-H..
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Fig. S5. °C NMR spectra (CDCls, 55 °C) of poly(M2) (A) and poly(M2)-H..
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Fig. S6. Hydrogenation of poly(M1) (A) and poly(M2) (B).
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Fig. S7. MALDI-TOF-MS spectra of poly(M1) (A) and poly(M1)-H; (B).
Table S1. ADMET polymerization of M1 under various conditions”
Entry [M], Catalyst Temperature Pressure Time Conversion? Isomerization? M, M,°  MyIMS°
1 bulk G2 50°C  1.01x105Pa(1atm)  400h 81% 26% 1000 1300  1.26
2 bulk G2 50°C <200 Pa (<0.002 atm) 300 h 91% 22% 1900 3200  1.68
3 bulk G2 100°C <200 Pa (<0.002 atm) 270 h 95% 25% 2700 5300  1.96
4 buk G2 120°C <200 Pa (<0.002 atm) 360 h 96% 32% 4000 9400 2.35
5 buk HG2 120°C <200 Pa (<0.002 atm) 360 h 99% 49% 4700 12000 252
6 bulk G3 120°C <200 Pa (<0.002 atm) 360 h 98% 61% 2500 4900  1.94
7 1500 G2 50°C  0.02MPa(0.03atm) 30min  83% >1% 1600 2800  1.75
8 1500 G2 50°C  0.02MPa(0.03atm)  18h 98% 9% 2900 9800  3.40
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“Polymerization condition: [M1]y/[Catalyst]o = 400. ” Determined by 'H NMR. ¢ Determined

by SEC using polystyrene standards.
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