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single enantiomer

Ratio measured by i) HPLC. ii) GC or iii) 'TH NMR
Diastereomers can be separated by conventional methods
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Jlastereoselectivit

Only one enolate geometry formed (cis) due to 1) chelation of Li to the A
carbonyl of the auxiliary and 2) minimisation of steric interaction as H .
ipl:r:_efers to e;!i;:lzeipr gfr;up i?;:ead 01; h::le eclipsing “Pr group. Also the large i O/LJb
"Pr group shields one face of the enolate. >_u<
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ME\HKNJ\O LiAlH4
e N fon

LiOH, H205 oxidation
O (Swern, PCC, etc)
LiOMe

OMe
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O @)
HoN :
‘:é—COzH LiAlH4 or BH3 HoN OH EtOJ'LOEt HN)J\O
- b - 4 o
\| THF \I_*‘\ KZCOS \.-“\\
(S)-valine

Y

O
i 2 steps HN/<

(R)- valine
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Evans Oxazolidinone Auxiliaries

(@] NH 9] NH
\_$—CH3 \_ < >
HiC
(5)-(~)-4-Isopropyl- (8)-()-4-Benzyl-
2-oxazolidinone 2-oxazolidinone

X i

O NH O NH
- 0
H,C
(R)-(+)-4-1sopropyl- (R)-(+)-4-Benzyl-
2-oxazolidinone 2-oxazolidinone

O
D)LNH

(S)-(+)-4-Phenyl-
2-oxazolidinone

A

(R)-(=)-4-Phenyl-
2-oxazolidinone

0
O)LNH
CHa

(45,5R)-(—)-4-Methyl-5-
phenyl-2-oxazolidinone

(4R 55)-(+)-4-Methyl-5-
phenyl-2-oxazolidinone
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Evans Oxazolidinone Auxiliaries

EE
O n-BuLi, THF 0O O OI o O o0

ML _78°C; PIg )J\/\ toa, THE M M PhcHBr M

0O~ "NH = = O "N e 0, D — O N :

-78° PR =

S
90%
an imide chelated F-enolate dr = 99:1

« With reactive alkylating agents (e.g. benzylic halides, allylic halides and iodomethane) the lithium enolate can be used.
» Less reactive alkylating agents require the use of sodium enolates and/or triflate as a leaving group

Jp IS |
0 N)J\/ LDA, THF, —78 °C; o N k/\/\
\_'{ 0-30;GF4 = \"_J‘i : i
" k/\/\ § : dr 97:3 68% S
Ph Ph =
JNg JNpi
NaN(TMS),, THF
A AN NaNmusp THE
— —78 °G; Etl e dr 94:6
PR = i PR =
6 QJ
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i j\ i JOL \)cj)\
- LDA, THF 5 LiOH R
\)LN O  Toam \)LN O " H,0, THF s M
//: /
Me Ph Me Ph
s i i
R LiOH R
LDA, THF
R\)LN)LO e N” o T OH
X C,Hsl "—"
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Evans’s oxazolidinone for Some other reactions

o O NaN(SiMe;),
R \)I\N 5 THF, -78 °C
/ JyaN
\i Ph ~S0,Ph
o O
LDA, THF

o}

Jiine

Xt
j oy OJLN-,NYOt-Bu
o
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,d"l,
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Ph

KN(SiMe;),, THF
T

o O
Rj)Lnﬂ\o Mechanism !!!!
OH \_f'
j\‘ 88-98% de
1) HO™
o a 2) CH,N, o
R\HJ\ )—L 3) TFA R
N O S TT—— OMe
BOC*-N \ / 4) Raney Ni NH
Il - 2
N
Boc
94-98% de
o O o
R 1) LiOH
\I)k”\ ) R, Pac "N “OH
N, . e
3 R NH2
L-amino acids
Ph
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