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We have recently discovered that La(OPr), brings about the polymerization of
diethylketene (Et,CCO) via a La enolate as the growing species to afford a polyester.
Taking into account this finding, in the present study, by using as initiator a La enolate
obtained by the reaction of La(OPr), and ketene, we succeeded in the polymerization of
MMA which cannot be achieved with La(OPr), alone as initiator. For example, the
reaction mixture of La(OPr), with 10 equiv of Et;CCO in THF for 4 min brought about the
polymerization of MMA (200 eq) at room temperature to give a polymer in 69 % in 24 h
(Mn = 15,000). Under similar conditions, the polymerization of MMA (100 eq} with the
La(O'Pr), - diphenylketene system (1 : 10) gave a polymer with MMA and diphenylketene
units as revealed by GPC with UV detection in 17 % (Mn = 12,000).
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Figure 1. '"H NMR Spectrum of Poly(MMA) Figure 2. GPC Profiles of Poly(MMA)

Obtained by the La(O fpry 3~ PhyCCO System in CDCl 5. Obtained by the La(dPr)3 = PhoCCO System.
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