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- Other methods of regioselective enolate formation

chemical modification of pre-existing functionality
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: Other methods of regioselective enolate formation

chemical modification of pre-existing functionality

conjugate addition of soft nucleophiles such as cuprates to enones

Li/Cu
Me-oCulLi -
SiEts
[(PPhs)3RhCI]
EtsSiH
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: Other methods of regioselective enolate formation

chemical modification of pre-existing functionality

IDirect deprotonation of enonesl

<OfAL LDA, -78°C_

BUOH ® LiO

—
—

KO

thermodynamic product Kinetic enolate
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Other methods of regioselective enolate formation

OTMS OTMS
ij/ KtOBU @/ ©/ KtOBU
PhCH,Br
s CH,
CH,Ph
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2 Other methods of regioselective enolate formation

chemical modification of pre-existing functionality

from o—bromo ketones \)I\/Br Zn or Mg o M
HO, 0
HOBr

: Br* - -

A d A Br ¥
BancKCJ3

g

zinc enolate
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: ¥ Other methods of regioselective enolate formation

chemical modification of pre-existing functionality

OSiMe, O OSiMe;
Y TMS-CI, Et;N TMS-OTf
e -
Et;N
OTM OLi
CHLi
—
DME

More reactive
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Other methods of regioselective enolate formation

Trapping of Kinetic Enolates

]} NaH. DME
Ph/\"/ 2) Ac,0 > S B ph/\f
O kinetic O\I/ \|/

O isolatable
separate & purify

CH;L1. THF CH;Li, THF

Regiochemicall
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pure enolates
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Other methods of regioselective enolate formation

Trapping of Kinetic Enolates

I silyl enolethers I

1) LDA
2) Me,SiCl N Ph/\(
Ph 3 Ph
' . ~ % OTMS
@] kinetic OTMS
1solatable
separate & purify
CH;Li, THF PEEES
-01- el

Bu 4}413 -or- T1Cl 4

Geometrically Ph /h\l/ Ph /\(

pure enolates o M* o M
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Other methods of regioselective enolate formation

A. Cleavage of trimethylsilyl ethers

12 0SiMe, oL
. CH(CH,)
CH(CH 3/2
@/ (CHa)z CHali /@ + (CHq)4Si
DME
CH4™ CH
" CH, * CHj
20 1
OSi(CHa)s O~ PhCH;N(CHg)s

-
CHy PhCHoN(CHa)sF~  CHa + (CHa).SFF
THF

B. Cleavage of enol acetates

o)
C 2 x
2w —cor:chﬂ 2 squiv GHaLl PRCH=CO™LI* + (CHglsCOL
DME
CHs CHa
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Other methods of regioselective enolate formation

C. Regioselactive silylation of ketones by in situ enolate trapping

o OSi(CH OSi(CH
4::1 | [G Hg]gSiGl '[ EII'E. | 'I 3]'3
CgHisCCH3 adq DA at CeH1aC=CHy + CsHyyCH=CCHs
—78°C 05% 5%
o OSI(CHa)4 0Si(CHa)q
ge | (CH3)4SI02SCF I |

20°C, (GzHg)aN A%, 16%

D. Reduction of o,p-unsaturated ketones

+Li—= —
o) 07 X~ Hro” s

7 O OSi(i-

\ Oﬁ _(FPr)gSH
/k:O# PHCH,=CHSI(CH,),1,0 )<
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