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Abstract

The development of diastereoselective methods where a chiral catalyst must control the
absolute configuration of a given stereocenter independently of a stereochemically complex
environment is a contemporary problem in selective catalysis.*2

Herein, we describe the catalyst-controlled diastereoselective isomerization of multi-
functionalized optically active primary allylic alcohols. Under identical experimental
conditions with iridium catalysts supported by a chiral (P,N) ligand, both anti- and syn-

aldehydes could be obtained with high enantioselectivity, diastereoselectivity and in
moderate to good yields.3

R3
R « cat.1 5 YPh _I BAr,:
OH \o 2
R2 Ir
anti- £BY t By
from9.4:1.0t039:1.0dr cat.1
24 examples ent-cat.1 39-89%y 94-99% ee
L th _| BATF
i /Ir/K
RS R® R
R cat.1 R t+Bu” gy
X X0 ent-cat.1
R? OH R? syn- Standard conditions:
7.5 mol% of cat.
R' = alkyl; R? = alkyl, aryl, OTBS from 1.0 : 5.4 to 1.0 : >50 dr H, (5 min), degassed
R3 = alkyl, aryl, heteroaryl 30-87%y 89-99% ee THF, 23 °C, 24 h
Representative results
T . .
z Ph z
Xo Ph/\l/\AO X0
Me Ph OoTBS

from (R)-(Z), 97% ee
48%, 46:1, 89% ee

from (R)-(Z), 99% ee

60%, 30:1, 99% ee
References

[1] Fundamentals of Asymmetric Catalysis; Walsh, P. J.;
University Science Books: Sausalito, CA, 20009.

[2] H. Li, C. Mazet Acc. Chem. Res. 2016, 49, 1232-1241

[3] J. Guillemin, H. Li, C. Mazet, Manuscript in preparation

from (S)-(E), 98% ee
59%, 12:1, 99% ee

Kozlowski, M. C., Eds;


mailto:Clement.Mazet@unige.ch

