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SCHEME C-B-A

= B
Ph / Ph Lo &n o9 4
/\M’Y \ — e oao
OH c "
X, B

OAc
C
0 N\F
BnO A
OBn
OH
H:
OBn
§ ] Bnof ; o:p = 2.2:1 < ‘
SCHEME B-A-C
oN\F
Ph’ t 0 0 H,C
Bn Sph 4+ Bn A

/'/' g 080 oen |

Ph 0o F
" H3 C
Bnf Ph Bn A
OAc OBn




Ph
R Ph

OR.
BnBr, NaH, CuCl, I Ri=R,=H
DMF, 70% =Bn,R=H
Ac,0, Py, 959
c20, Py, 95% R,=Bn,R,=Ac

M MCPBA, CHZClz

BnBr, NaH DMFI: R= a
=8n

SYNTHESISOF A-B-C/D-E-F

Ph

MCPBA, CH,Cl,
Bn

-78°C, qu.

H,C
0 Bn
& BnO
BnO
Bn
H
OBn

T£,0, DTBMP, CH,Cly:Et,0 2:1
-78°C, 70%

SYNTHESISOF A-B/D-E

-78°C qu.

90% TFA, CH,Cl,, 0°C

then
Bu,Sn0, BnBr, TBAI, toluene

reflux, 72% o.y.

T1,0, DTBMP, CH,Cl,:Et,0 2:1
-78°C, 84%

o’v

R,,R; = CHPh

=H,R,=Bn




INVERSION GLUCOSE — MANNOSAMINE

AF
C
Bn Bn
OBn R OBBn 0
-
Ph/v . Bnl BuN*N3, toluene Ph 0 Bn n
n refl. on
Bn -
OR Bn %0% Bn
NaOMe, MeOH, then [— R=Ac Zn-Cu/THF/AC,0/AcOH E. R=N,
$O,im,, NaH, -40°C =~ R= 67% R = NHAc
o.y. 87% R= SOzlm
Im= -NVN
SYNTHESIS OF ABC-SPACER
X Y
c c
Bn A . Bn A
BnO 2 BnO
NHAC . . NHAC
Ph 0 g _THRHO 4T en 0 o
Bn B qu. Bn B
C Bn (o] Bn
DBU, Wilkinson cat., EtOH 9s°/.l: x= 0NF CCI,CN, DBU, CH,Cly E Y=0H W
qu. —_ Xz TN 85% Y= o—é—ca,

CF;CONH(CH,),0H, TMSOTI, 0°C E
Et©0, 90% (a:f ca. 3:1)

Y= 07 N\“"nmHcocF,

R 2




SYNTHESIS OF ABC-SPACER

— R, Ry = CHPh
90% TFA, CH,Cl,, 0°C
then —*>R=Ry=H
Bu,SnO, BnBr, TBAl, toluene [
reflux, 67% o.y.

SYNTHESIS OF D-E-F
X
H
Bn
NHAC BnO 4 l2
R BnO THF:H,0 4:1 Bn
R, .0 Bn n —_— Ac
Bn 82% Bn

OBn

0% TFA, CH,Cl, 0°c | FrR1=CHPh ; X= 0" NF

aJen >y = . --
Ju,SnO, BnBr, TBAl, [— =M =H iX= 0 NF

Sluene reflux,81%o.y.__R Bn: RycH :X= 07 N\&
— = s Hy= A=

Ac,0, Py, 96%
0. Py "LeR=Bn; Ry=AciX= 0 N\F
DBU, Wilkinson cat.,

EtOHQG%,qu. L R=Bn; R1=Ac;x= ON

@

NHAc

Hy
BnO

OBn
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SYNTHETIC TARGETS

E D
HO HO oH
o]
&o&ﬁ/°\/\
(o) HAC
Wou

HO OH

HC F' ;do*'
H

NHAc

E

HO OH H

O

HO 0
; O
|

E

HO _oH

SR _o

OH

E D c
HO _OH OH
o o 0
HO 0.

D

HO

D C
O o4 |HO OH
SR
0
AcNH HOO

H.C
3 wm
OH

HO

c
on  HO_OH
L2y
NHAC H o\|\

NN



E D C
0]

HO OoH HO OH HO OH
(o) o]
H - Y B A
0 NHAc O oH
H,C HO
OH ol'l OCer
F HO OH H (o) .
OH OH
0
H_NJL/W\/\NV\
Cer= X
OH
Globo-H
D c

HO o oH  HOOH

o @A o 0
H O % B A
o
HO
HSWOH \ 2 OH OCer
F HoOH H 0

B-Gal(1->3)-pGalNAc(1 >4)-pGal(1->4)-Gic

!

a-Fuc(1->4)
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