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Figure S1. Part of the MALDI-TOF-MS spectrum of the polymer obtained by the polymerization of EDA in 2-MeTHF (A,
run 8 in Table 1) and theoretical isotopic distribution of a Na-adduct of the polymer bearing Cl and ring-opened 2-MeTHF at

the a- and w-chain ends, respectively (B).
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Figure S2. Part of the MALDI-TOF-MS spectrum of the polymer obtained by the polymerization of MDA in 2-MeTHF (A)
and theoretical isotopic distribution of a Na-adduct of the polymer bearing Cl and ring-opened 2-MeTHF at the - and w-chain

ends, respectively (B).
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Figure S3. Part of the MALDI-TOF-MS spectrum of the product obtained by the polymerization of EDA in 3-MeTHF (A, run
9 in Table 1), theoretical isotopic distributions of a Na-adduct of the polymer (DP = 16) bearing EtO and H at the o- and
w-chain ends, respectively (B), and theoretical isotopic distributions of a Na-adduct of the HO-initiated polymer (DP = 16)
terminated by backbiting (C).
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Figure S4. Part of the MALDI-TOF-MS spectrum of the product obtained by the polymerization of EDA with 10 as a catalyst
(A, run 6 in Table 4), theoretical isotopic distributions of a Na-adduct of the polymer (DP = 15) bearing HO and ring-opened

THF at the a- and w-chain ends, respectively (B), theoretical isotopic distributions of a Na-adduct of the polymer (DP = 16)

bearing EtO and H at the o~ and w-chain ends, respectively (C), and theoretical isotopic distributions of a Na-adduct of the
HO-initiated polymer (DP = 16) terminated by backbiting (D).
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Figure S5. "H NMR spectra of the EDA polymers obtained with Pd,(dba)s- CHCl:/allyl compound systems.



