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Abstrakt: An efficient

0,

COR PSI\(AO‘SAg)(i((JSn:r:)T‘!/f))) COR and practical Ijblcata}lyzgd

_NH 0, (1 atm) X—N mtra}mole(_:ula_r OX|_dat|ve
XN H 1W , (eq 1) allylic amidation provides a
R1WR2 NaOAc (20 mol%) R ' R facile access to derivatives
THF, rt X =0, cis of 1,3- and 1,4-amino

(50-98%; dr >30:1) X = NCO,IPr, trans alcohols and 1,3-diamines.
The method operates under

PdCl, (5 mol%), CO + O, (1 atm) mild conditions (rt) with

Cu(OAC)4*2H,0 (1.2 equiv) molecular oxygen (1 atm) as
RN RN C0Me eq2) the sole  stoichiometric
Bu,N"Br™ (10 mol%) reoxidant of Pd (eq 1).
MeOH, MeCN, 60 °C, 24 h 60-87%; pure frans Excellent
diastereoselectivities were attained with subsirbtsaring a secondary stereogenic center.
Modification of the reaction conditions by introding CO atmosphere and MeCN/MeOH
as a solvent results in the novel carbonylatiorctrea that converts terminal olefins into
the trans-configureda,B-unsaturated esters (eq 2). Application of thishoeblogy to the
construction of biologically significant moleculedl be illustrated.




