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Scheme 1 Synthetic Strategy of Monomer Units
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Table 1 Preparation of Monomer Units
Cl
|
O N
)—Q ~—~—0Q
Ph (RO,
o L- or D-2 EtsN VQ]
(RO)4D/ \ (3.0 equiv) (7.0 equiv) 0., N
THF, -78 °C then rt, 30 min P\
[¢]

OH

la—c (Rp)- or (Sp)-3a—c Ph

diastereo ratio®

entry 2 product R Man/Glc vyield (%) transicis o:p”
1 L (Rp)-3a Bn Man quant >09:1  >99:1
2 D (Sp)-3a Bn Man 74 >09:1  >99:1
3 L (Rp)-3b Bz Man 90 >09:1  >99:1
4 D (Sp)-3b Bz Man 83 >00:1  >99:1
5 L (Rp)-3c Bz Glc 82 >00:1 95:5
6 D (Sp)-3c Bz Glc 65 >09:1  >99:1

*Estimated by *'P NMR. °For isolated product.
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Table 2 Stereocontrolled Synthesis of Dimers of Glycosyl Boranophosphate and
Phosphorothioate Derivatives

HO

Q . o}
Rlo}/ RZO_\A:& " OD/ .. cleavage of RlOD‘:&l X=S.BHs
o'f,, _N activator O\P/ [X] chiral auxiliary oQ ®
1 CN\H\/O \OA/O CJ//P\OQ/
Ph ) 5 o RZO_\A
Monomer unit P-modified analogs
diastereo ratio®
entry target compounds yield (Rp:Sp)

1  (Rp)-Man-PB-Glc (Rp)-4b 79% >99:1
2  (Sp)-Man-PB-Glc (Sp)-4b 76% >1:99
3  (Rp)-Glc-PB-Man (Rp)-4c  77% >09:1
4 (Sp)-Glc-PB-Man  (Sp)-4c  96% >1:99
5 (Rp)-Man-PS-Glc  (Rp)-5b  82% >09:1
6 (Sp)-Man-PS-Glc  (Sp)-5b  80% >1:99
7 (Rp)-Glc-PS-Man  (Rp)-5¢c  77% >99:1
8 (Sp)-Glc-PS-Man  (Sp)-5¢  73% >1:99

2Estimated by 'H, *'P NMR.
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