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Nowadays, biodegradable and biocompatible aliphgdayesters are widely used as
environmentally friendly thermoplastics and biomats. Nevertheless, the absence of any pendant
functional group is a severe limitation for the eepment of novel applications. Our strategy
aiming at functionalizing aliphatic polyesters eslion the “click” copper-catalyzed cycloaddition
(CuAAC) of alkynes duly substituted by functionalogps or even chains onto PCL bearing
pendant azides’ The aliphatic polyesters bearing pendant azides Hzen very efficiently
synthesized by a straightforward approach, whidieseon the ring-opening copolymerization of
aCleCL (or yBreCL) and eCL (or lactide) followed by reaction with sodiumide to convert
pendant chlorides or bromides into azides.

6 O;ﬁi’i%%ﬂ “cur e M%H

THF or DMF, 35°C
R= CO-PEO, OH, NMg \\N R

The alternative reported by Emrick et al. is bagedhe CuAAC reaction of azides substituted
by any functional group onto copolyesters of pelgéprolactone) bearing pendant alkyfes.
Interestingly enough, Emrick et al. carried out GeAAc reaction in water at 80°C. Unfortunately,
it turned out, at least in our hands, that theselitimns can not be extended to the derivatizatibn
more sensitive aliphatic polyesters because detioadaas then unavoidable. Nevertheless, we
found out that degradation can be minimized whenédwe CuAAC reaction is carried out in an
organic solvent at lower temperature. Typicallye tBuAAC reaction was carried out in DMF or
THF at 35°C. Recently, it was shown that supewaiticarbon dioxide can be used as a more
environmentally friendly solvent than DMF or THF.

The contamination by catalytic residues of aliphablyesters functionalized by the CUAAC
reaction is a severe limitation in view of futungpéications, especially in the biomedical field. In
the last part of this talk, a special attentionl Wwé paid on our current efforts to get rid of cepp
residues.
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