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OH  cat n-Bu,;NReO, "
CF3SOaH i D e
Me  CICH,CH,CI, reflux o (OReO, 3
HO H
0S0,Me !

1

MeO

MeOzGMRz DBU % Jn . MeOy ).

n CH2Cl2 MeO,C R2 M =

eO2C

MeO,C o 0 °C G 2%~ N
anti-oxime 0SO,Me

R2

n=1, R’=pPh, R?=Me quant
n=1,R1=Ph, R?=CO,Me 83%
syn-oxime 0 °C: No Reaction n=2,R1=H, R%Me 83%
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) o 1 o
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%‘\[/\/ radical trapping reagent Na* IT
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1,4-dioxane R

= ° -10 h R'O™
R =Ph(CHy); 50°C,6-10 R'= CeH4(NO2)2 80%
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Preparation of Primary Amines from Oximes
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10) 11)

0S0,CgH,4-p-Me
2&6aP R 1ag.HCl

acetone
- CFs R-MgBr Ar/D‘\Ar — -~ R-NHCOPh
toluene
CF; CF,4

2) PhCOC, EtzN
rt, 0.5 h

PhMgBr 96%
cyclo-CgH11-MgCl 87%
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0S0,CgH 4-p-Me Re NH G
R-MgBr Method A or B o 2
Me{ NMe toluene-Et,O MeN  NMe R—NHMe
Method A: 1) CsOHsH,O, ethylene glycol, 150 °C, 1 h. 2) HC|, ELO
Method B: LiAIH,, Et,O/THF, rt or reflux
R Method A Method B R Method A Method B
R-NH,HCI R-NHMe R-NH,*HCI R-NHMe
Q 98% 93% Q\ - 68%

OMe

@ 98% 84% @N 93% 73%
e
84% 92% 96% 84%




gooooboobbobboo oo obbbbbbobbooboooogo
gubbbdgobbbodgoobuogoooNoobbobooobboooobn
Do00000o0ooooooooooo™

C5/\05/“9 Me O\CLOME
(0]
N/ﬂi .\ Me0\©/OMe sncl, N/m
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CH,Cl, 2%

Preparation of Azaheterocycles by Palladium-Catalyzed Cyclization of Olefinic Oximes
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H

OCOCg4F5 3-10 mols Pd(PPh3)s
h/DiN Et,N Me,SiCl /H®
p 7 DMF,80°C,1h  CH2Cl2,1,05h  ppy
from E-isomer 83-85%
from Zisomer 82%
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n-Bu,NCI , Et;N
Me u 2 B
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OCOCgFs 10 mol% Pd (P Phz)4
Et,N, MS 4A
PH A
DMF, 110 °C,0.5h Pl

7%

CgFsCOQ.
R Palladium catalyst \ | ) N
EtgN N MnO,
MS 4A CH,Ch
DMF, 80 °C
R =Ph 78%
R =1tBu 76%

S\2-type Cyclization of Phenethyl K etone and ¥,8-Unsatur ated K etone Oximes *”
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OH cryera
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Me
O

CF4CO,H
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CD2Cl; Me Me
rt B

A :B =5: 4 atequilibrium (22 h)

Me  “Me CD,Ch

OCOCF,CI [
A t
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Me (CF5C0),0 @
— . ~ Me
CH.Cl,, 1t, 20 h
Me ( OGCF3

OH {OH

Me
Me 4-Chloranil m
—CF3CO,H 7 “Me r, 20 h 7 Me

from anti isomer 70 %
fromsynisomer 71%
ODO00Oywé-000000O0000000bO0ODOoDbO7D00D0ODODODOODO
guodobogouobobodguoooooouobooouooooooouon
goodbbooooobobooooguoboooobooooouooooon
guotdgougouoouoooboobo

OMe VR
OT( MeOCH, COOH Hz HO,CCH,OMe f H202CCH;0Me
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M nitromethane
R

R=Ph(CH2)2 70°C

83%

Catalytic Radical Cyclization of v,8-Unsatur ated K etone Oximes'®
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cat. 1,5-naphthalenediol R2 X

OAG acetic acid RS
N~ R2 1,4-cyclohexadiene N
W _ / A: X=OAc
ik R3 1,4-dioxane = B: X=H

reflux

Entry R! RZ RS Time/h Yield/% A B
1 PhCH,CH, H H 6 34 52
2 PhCH,CH, Me Me 6 72 5
3 PhCH,CH, H CN 12 0 69
4 PhCH,CH, H  CO,Et 12 0 72
5 Ph H H 8 0 75 . .
* O-Pivaloyloxime was used
6  Ph(CHy)30,C* H H 6 0 61 instead of O-acetyloxime.
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cat. 1,4-hydroquinone

OAc acetic acid e
h/‘\[/\ 1,4-cyclohexadiene H {
P! X : x
1,4-dioxane PH 67%
reflux
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OR . Br
cat. CuBr, LiBr f
/\/ﬂ\i/\/ A/"i/\/ o .
Ph PH Ph

. 1,4-dioxane, 80 °C
(syn:anti=1:1) 86%
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