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Figure S1 '"H NMR of rac-1-MeTMC.
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Figure S2 3C NMR of rac-1-MeTMC.
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Figure S3 Semilogarithmic plots of monomer conversion over time for comparative sets of reactions. Each plot
corresponded to the following figure in the manuscript: a) temperature dependence in THF (Figure la); b) reactant
ratios dependence in THF (Figure 1b); ¢) temperature and reactant dependence in toluene (Figure 2a); d) solvent and
temperature dependence (Figure 2b); e) catalyst and temperature dependence (Figure 3a).
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Figure S4 Relationship between In[M],, and 1000/T in the system using THF as a solvent and with
[1]:[cat.]:[M]o=1:1:40. The linear fitting of the data points gives the following equation according to Dainton’s
equation' In[M], =AH,/RT- AS,/R: In[M], =2.60373-1312.48/T. The calculated values are: AH,= -10.91 kJ*mol-1
and AS,~ -21.647 J*mol '*K-!.
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Figure S5 Compiled *C NMR spectra showing the carbonyl region of the raw product after the respected reaction
time, using entry 6 as the model system.
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Figure S6 'H NMR showing a slight preference of secondary alcohol as chain-end over primary alcohol as chain-end.
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Figure S7 MALDI-ToF of the raw polymerization product using monomer with impurities. The molecular structure
of each population is color coded respectively. The apparatus and sample preparation were used according to
previous literature.?
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