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Creation of All-Carbon Quaternary Center via Asymmetric Conjugate Addition of
Organoaluminum Reagent to a’-OH enoens (Department of Chemistry, Graduate School of
Science, Tokyo University of Science) OTaiyo Yamamoto, Ken Yamanomoto, Kohei Endo

Directing groups play an important role for excellent reactivity and stereoselectivity owing
to its spontaneous interaction with the catalyst and its activation of the substrate. a-
Hydroxyketone motifs (e.g. 1a in the figure) for the intramolecular activation of carbonyl
groups can be converted to various carbonyl compounds such as aldehydes, ketones, carboxylic
acids and esters. Palomo et al. reported the copper-catalyzed asymmetric conjugate addition of
organozinc reagent to o’-oxyenones in which the TES protecting group at the hydroxy moiety
is necessary. Furthermore, the creation of all-carbon quaternary stereocenter using a’-
oxyenones is undeveloped.! We will present the formation of all-carbon quaternary stereocenter
via multinuclear copper-catalyzed asymmetric conjugate addition of organoaluminum reagent
to p-disubstituted a’-hydroxyenones.

Keywords : o ’-hydroxyenoens; Multinuclear Catalyst; All-Carbon Quaternary Center

53 T NEESR B RE IR AREE & ORI 22/ AAER & BB OTRMAL 2 [RIRFICSEBL L, X
R R L OSSR MEZ ) LSS 2 ENMBNTWA., LR =VEED Sy NTE
PbZ B E L7z a- R X b b UAdigbny C-C fABZIC L 0 IR v igex
AT ), TIAT b RNEEBHAETH D Z S ARRMILAMEDYER DN RIAD 5. i
EOWMEIZBNWT o-FF = Tk D a2 F o 7o A SR I o AR 3k
BATIBOGITIE TES R#EENMETH W AKBREEDO AV =flidev. £/, Th
ETIZ @-AF v ) UFERE O D ARF R R OREEITER S TR0

Z ZCARMFETITM B IR LT 2B E W f E i o-8 R X v
T ) AT DT VR =0 DRI O BT NINSENT & D AR Uk R O %
WETD. (EYED o -AFvm ) U EAWD Z & ARSI I ST U SRR
BB % 5 2 7-.

Cul (10 mol%)
0,
BmP (20 mol%) Me Et O

Me3AI (4 equiv) ( PPh,
0 °C-rt, 48 h

(E)-1a 2a, 83%, 93% ee

OH
Et Q--AlMe,
(o]

Me Me \_ J

via

(1) C.Palomo et al. Chem. Eur. J. 2008, 14, 8768-8771.

© The Chemical Society of Japan - [F12101-4am-03 -



