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Copper-catalyzed [1,3]-nitrogen rearrangement reactions of O-aryl ketoximes (Graduate
School of Science, Tohoku University) OMao Suzuki, Masahiro Terada, Itaru Nakamura

Ortho-aminophenols are one of the most important skeletons found in many natural products
and pharmaceuticals. Thus, it is highly desirable to develop synthetic methods for these
molecules in a site-selective manner with high functional group tolerance. We previously
reported catalytic [1,3]-oxygen rearrangement of N-alkoxyanilines by using cationic NHC-Cu
catalysts, affording ortho-anisidine derivatives in good yields". In this presentation, we
report that the cationic NHC-Cu catalyst promotes [1,3]-nitrogen rearrangement of O-aryl
ketoximes. The present reaction is expected as a complementary approach to multi-
substituted ortho-aminophenol derivatives.

Keywords : Copper; NHC ligand; rearrangement; aniline

ANET )Tz )= EE L ORRYREERLICA SN EEREHEDO—DOThH
V. ZFONNEBER D OEWVERRETSEZ AT 5 ARIEDORENRRD bNE, Fox
IZLLRT T v a7 = U ATk L F A M NHC $RfiE 2 /E &85 2 & Tle
DMFRIERIZ (1, 3] AL L, AV R T =3 P U BN EINERTHEOND Z L 2 HmE L
T3 (K1) Y, SEFEA1X0-7 Y =Ll b DIk U T4 M NHC Shfidii
ZAESE L 2 & TERPMBANC[L 3] xRl (N2), LRI
AL ZOORINEMAGDLE D ETCEERANL T I ) 7 = ) — VB8R %
FBAICAKT D Z ENARETH B,

Previous work

PG\N,OMe PG\NH
cationic NHC-Cu catalyst
oM
I A . > X e (1)
R~ catalytic [1,3]-oxygen rearrangement R
T4 T4
N-alkoxyanilines ortho-anisidine derivatives
Thi k
is wor Ar
A /g
cationic NHC-Cu catalyst Ar N
*N
f A N Ar L OH (2)
Ry _ catalytic [1,3]-nitrogen rearrangement i N
=
O-aryl ketoximes ortho-aminophenol derivatives

1) Nakamura, 1.; Jo, T.; Ishida Y.; Tashiro, H.; Terada, M. Org. Lett., 2017, 19, 3059.

© The Chemical Society of Japan -D202-1am-14 -



