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MR RO (J3T) : Vinyl ethers cannot be inherently polymerized via radical mechanism. In
contrast, the vinyl ethers can be polymerized into high molecular weight products only by cationic
polymerizations. The cationic polymerization is known to be influenced by the presence of nucleophiles
such as water and monomer with a hydroxyl group. However, the vinyl ether with a hydroxyl group is an
interesting monomer with the potential to polymerize by radical process. This is because the electron
density of the vinyl moiety in vinyl ethers is changed by the hydrogen bonding between the hydroxyl
group and the ether of the monomer. Thus, direct radical polymerization using the vinyl ether having a
hydroxyl group was investigated in this project as the basis of precision radical polymerization of
non-radically polymerizable monomers.
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Fig. 1 Radical bulk polymerization of HBVE in
the presence of DMF.
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Fig. 2. Lving cationic polymerization of IBVE in
toluene at 0 °C: [1-TFA], = 5 mM, [IBVE], =
0.38 M, [EtAICL ], = 10 mM, [CH3;COOEt]= 1.0
M; (a) M, or M/M,-conversion, and (b)
representative GPC curves.
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Fig. 3. MALDI-TOF-MAS spectrum for
PIBVE initiated from 1-TFA (e). The interpeak
distances correspond to the mass of the IBVE
repeating unit.
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Fig. 4. MALDI-TOF-MS
poly(TBVE)-b-PVAc.
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Fig. 6. "H NMR spectra of PVA(i)-b-PVA(a),
(a) in dg-DMSO and (b) in CDCl;.
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