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Abstract : The resolution of chiral nitrones via derivatization of hydroxylamines was applied
to MiPNO, a new, stable, easily prepared chiral cyclic nitrone. The application of MiPNO in
totally regio- and diastereo- selective 1,3-dipolar cycloadditions provides an expeditious

enantioselective access to unusual y-hydroxy a-aminoacids
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ORTEP drawings of 1 and 10a S39
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product 3, ®C NMR, CDCls, 100 MHz
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product 1, '"H NMR, CDCls, 400 MHz
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product 1, ®C NMR, CDCls, 100 MHz
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product 5a, *H NMR, CDCl3, 400 MHz

9¢'L

AcO

N~

)
(™
o ||o

(o))

10'L

ppm (1)

y y
o o
0]

R
[ A
o oo O ©

NO

138

|
10.0

ppm (t1)



S7

product 5a, *C NMR, CDCl;, 100 MHz
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product 5b, '"H NMR, CDCls, 400 M Hz
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product 5b, *C NMR, CDCls, 100 MHz
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product 5¢c, '"H NMR, CDCls, 400 MHz
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product 5¢, *C NMR, CDCls, 100 MHz
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product 5d, '"H NMR, CDCls, 400 M Hz
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product 5d, *C NMR, CDCls, 100 MHz
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product 5e, '"H NMR, CDCls, 400 MHz
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product 5e, *C NMR, CDCls, 100 MHz
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product 5f, '"H NMR, CDCls, 400 MHz
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product 5f, *C NMR, CDCls, 100 MHz
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product 5g, *H NMR, CDCl3, 400 MHz
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product 5g, *C NMR, CDCl;, 100 MHz
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product 5h, '"H NMR, CDCls, 400 M Hz
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product 5h, *C NMR, CDCls, 100 MHz
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product 7, *C NMR, CDCls, 100 MHz
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product 8c, '"H NMR, CDCls, 400 MHz
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product 8c, *C NMR, CDCls, 100 MHz
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product 8e, *C NMR, CDCls, 100 MHz
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product 8f, '"H NMR, CDCls, 400 MHz
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product 8f, *C NMR, CDCls, 100 MHz

eV 9l
S.91
8¢'I¢c
1G'Ge
91'9¢

)y

€2¢'Ge

G ——
029§ ——
1265
129
¥8'9/
9l'2L
8L/
1808 ——

),

GL¢l)

L

\JLL

50

|
100

|
150

|
200

ppm (t1)



S32

product 9, '"H NMR, CDCls, 400 MHz
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product 9, ®C NMR, CDCls, 100 MHz

18°GlL
LULL N
wiL —7
eLog

0€°'se

1169

89,
OLLL ——

8Ll —-

/2’88

90°0.L}

HO\N

50

|
100

|
150

|
200

ppm (1)



S34

VI

product 10a, *H NMR, CDCls, 400 MHz
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product 10a, *C NMR, CDCl;, 100 MHz

LE91
0T Ll —— O\
Y§LL —

19'9¢

019 ——
69'8E

09°'¢s

0L'vS
€289

v8'9L
OLULL —

8v'lL —

¥5°68

v9'L2)
96'82} N

qe'6ct
L2’SEL

0€'9G1

G691 —
>

cv'oLL

|
100

|
150

|
200

ppm (1)



S 36

N

product 11, *H NMR, CDCls, 400 MHz
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product 11, 3C NMR, CDCl;, 100 MHz

99°61
9612 \
828 —— O\

8e'le ——

9€'8¢

8€°6€
0ge'LS

SL°9/
OLLL —— O\

8y’ LL —

2v'08 -

1G°GG1

GL'GLL

50

|
100

|
150

|
200

ppm (t1)



Sipfor Organic & Biomolecular Chemistry 1 -"_f'? \
Society of Chemistry 2009 | E J

Reaction
mth_hdrogena 06/04/2009 13:08:32 User: CEM 10mL Vessel Snap Cap

Method Parameters

Name: mth_hdrogena |Prestirring(mm:ss): | 00:15 |
Type: Dynamic Stage|Temp(C)| Time(mm:ss) |Pressure(BAR)|Power(W)|PowerMAX| Stirring
1 150 15:15 11,0 100 No Low

Method Summary

Reaction started: 06/04/2009 13:08:43
Temperature setpoint reached: 06/04/2009 13:09:59
Reaction cooling started: 06/04/2009 13:25:15

Reaction Completed Successfully!

Maximum temperature: 157 C

Maximum pressure: 7 BAR

Time to obtain setpoint: 01:16 mm:ss

Time at setpoint: 15:16 mm:ss
g SEv2a Accelerating the transformation of concept to cure
S 7= S5V pO, Box 200 Matthews, NC 28106 ® 800.726.3331 @ www.cemsynthesis.com
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ORTEP representations of 1 and 10a
The ellipsoids are plotted at the 25% probability level.

MiPNO 1

(racemic sample)

(enantiopure sample)
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