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General. The *H and **C NMR spectra were recorded at 400 MHz and 100 MHz,
respectively. The chemical shifts are reported in ppm relative to MeOH (& = 3.34) for 'H
NMR and relative to the central MeOH resonance (8 = 50.41) for **C NMR. Purification
of reaction products was carried out by flash chromatography (FC) using silica gel 60
(230-400 mesh). The enantiomeric excess (ee) was determined by HPLC. Optical rotation
was measured on a polarimeter (Hg lamp 578, solvent MeOH). Mass spectra were

recorded using electrospray (ES™) ionisation techniques.

Materials. Bisoxazoline ligands and N-oxy-pyridine derivatives were prepared by the
literature procedures." Commercially available starting materials were used without
further purification. Solvents were distilled prior to use: CH,Cl, was dried and distilled
from CaH; and THF, THF and toluene were distilled from sodium metal/benzophenone
ketyl. All reactions were carried out in an inert atmosphere of Ar and in oven dried

glassware.

Figure. X-ray Crystallographic Structure of 5a.
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X-Ray Data Compound 5a:

Formula
Weight, g mol™
Crystal system
Space Group

Z

a, A

b, A

c, A

o
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0.04994
1.054

S3



Mo

5a

T 1.4

F 131

I 0.a8

Hoz7

i
)
=

TFo7o

8.0 70 6.0 50 4.0 3.0 20 1.0 on

a.0
ppm (t1)

2El'Irl
9.6 8%

LCE S

FEEERL

5a

S4



L

A

5b

T o061

T 125

T 062

F o2

7.0 6.0 a0 4.0 3.0 20 1.0 on

8.0

9.0
ppm (1)

FLGED

5b

GLETE

OFE' 54

BLGE0)

FETGEL

FrELel
BEF0EL

LG OFL

FOE FIL

LEE'EG]

a0

100

150

200

ppm (£1)

S5



065'c
joTis= I
fat=: i
=1
Sooe
8006
FlOE
Loe
LPOE
0s0e
jel=ln S
BEOE

BLFG
CEF'G
FEF G
96FG
9EE'G
e G
0L6°G
BLEG
[=TAr s
e
ooy
2:1=l
5087/
2131
1A=
gEEL
2LLL
LLLE
2644
9L L

W2 P2 W2

5c

]
W,

1097

105

F 095

T og2

o0

1.0

20

3.0

4.0

50

6.0

7.0

.0

ppm (t1)

EPEEE

ui={7g= 13

85a0l

SF0FTL
FiEGT)
GBSl
L6LFEL

LFS IS

cEgral

GCEERL

)

a0

I
100

I
150

\
200

pRm (1)

S6



5d

L

T a2

T+ 1.38

Fim

12.31

3.0 20 1.0 00

) 2

7.0

a.0

ppm (t1)

et

LeEaL

FYz=R=nl)
FEBEZL
LESBEL
XA c-TAl
0Ls'aezl
Fa9 0E1
Lo LEL
G953 EEL

86g 051
9cE LGl

LEOGSEL

GGCERL

5d

\
100

I
150

ppm (t1)

S7



o

5e

T a1
F1aa

F o1z

T osa

Foss

ES ER:L

ppm (E1)

gLl

05468

GE9'5L

lafadl

Lrel
al34zl
0rs 621

FEEERL
L LG

FLOGEL

clCERL

)/

)

5e

M

I
100

I
150

pprm (t1)

S8



=Ty
LEe
FoE'E
BEE'T
GBlTE
St
Bice
CETE
L9g'e
cece
0ice
gice

O ERS
2095
0ze's
2E9G
0923
8525
RIS
E0E'S
FLLlL
06 L
08
bas
Leas
==
26E7L
COE L
CLE L
0zaE' s
FoE L
LEGL
LPE L
Qe0a
Ge0g
Lora
oLea
918
aelg
FEX'E
L B

e

5f

===

-

T s

F1.31

F 087

F o057

.0 7.0 6.0 a0 4.0 3.0 20

9.0

ppm (t1)

£lo6e
oLFar ™,
SoYar
AE5EF
050 6%
280 6%
LIT6F
B89 6%

CED 4L

Gosenl
GCLGLL
SEE'6L )
Gip'azl
(A
ez el
FO8 el
3=
FEE Lkl

=il

GleEal

5f

a0

S9

100

180

200
ppm (t1)




LB6°EE

L=l

GZZE0L
arsGal
S0L 921
S AT
LGEDEL

GO LEL
LOLTLEl

langel

CLEBEL
OFs L

GH0°GaL

EBELEAL

W)

50

il

|
4

[
A

I
|

a0

100

150

200
ppm (t1)

50

=

) |

F1a0

173

T 0E2

Foos

T 383
F 264
H1oa

F 1oo

.0 7.0 6.0 a0 4.0 3.0 20 1.0 00

9.0
npm (t1)

S10



Jhk

5h

=

-

= 0860

= 480

= 1.07

I 1.04

F 100

I 1.00

0.0

1.0

20

3.0

4.0

2.0

6.0

7.0

8.0

ppm (£1)

02z'LE

958715
LR85

LBELS

LELER

LELGCL
FEaCl
oL 0el

LBL0%1

EEEFGL

GeZ 0L
BETELL

=
(==

&H

5h

I
100

I
150

pprm {t1)

S11



| M

6a

—

T 254

T 147

T 1.00

ppm (t1)

DeEZ 2

LELER

6a

LO01GEE

aoersnl

aE.mS|/
T ———
roLrsl ——

cogerl

GEF LG

Lle'zal

LFGERL

I
100

I
150

ppm (E1)

S12



=7
ulul=Ru]

arel
aoal

Gog's
Frae
E58°E
lage

_

\V/

|

N

6b

T 4.08

g

gy

0.95

a0 7.0 6.0 50 4.0 30 20 10 00

9.0

ppm (t1)

ol
GLE Pl
LELEL ———

GEEOF

jotan A}

ooLELL
150671
PLE Lzl H/ff
cec0gl —————
706 L7l

EGE 251
[AzaA=1)

eLieal

6b

I
100

I
150

ppm (t1)

S13



6c

= 388

e

T 104

T 100

on

1.0

20

an

4.0

5.0

6.0

70

3.0

ppm (1)

08658

gLy

FLG LG
L& 55

CEFGL

0816

cBL Gl
E02'571
FGEOEL

FES LTI

G5 G5l

colL oLl
LCETLL

6c

a0

I
100

\
150

ppm (t1)

S14



Refer ences

1. Landa, A.; Minkkila, A.; Blay, G.; Jargensen, K. A. Chem. Eur. J. 2006, 12, 3472.

S15



