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Figure 1. Glycosyl phosphate derivatives
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Scheme 2. Synthesis of Gle-PB-Cit 7.
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Scheme 3. Synthesis of glycosyl phosphate analogs 9, 10 via A-phosphonate 8.
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Scheme 4. Unexpected formation of a glycosyl phosphites from glycosyl iodides
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Table 1. Synthesis of glycosyl phosphites 17-19 and phosphoramidites 20-22.2

Hw__OMe H. _N(Pr), -~ .
o™ ~ome " 07" NocH,CHCN (R‘O)../\A,MO\ BH
11 (10equiv)  12(10 equiv) 0 2 BHyTHF N
Q T~ R 3 MeO OMe
(R1O)H/N DMAN (2.5 equiv) (R10)"ww0—l=( (5 equiv) 3a (rom 17)
1316 | solventr,MS3Ao0r4A 17-22 R ue 3¢ (from 19)
. 3e (from 18)
- . Ratio of
Starting materials Product’ OBn OBn OBn I
Entry . 17-22 ) BnQ OBn
and conditions b (yield, a:f)  Bno Q 0 BnO -Q 0
(OL[_’)) BnO. BnO. BnO Ton OBn
1 18+11 toluene,65h 982  3a(83%) oo Al L
2 13+11  CHOCN,2h 937  3a(82%) ofin B0 OBn
3 14411 CHON,2h 919 3e(78%) BM/XEZ:XW e e
4 15+11 CHiCN, 24 h 75:25 3c (62%) BnO. - O—P( BrO 8o O-R, \
) 3 R
: 20 RLRS-OMe (1) R?, R® = OMe (18)
5 13+12  toluene, 48h 973 (73%, 99:1) RZ, R® = N(-Pr);, OCH,CH,CN (20)  R2. R® = N(-Pr),, OCH,CH,CN (21)
21 OBn (FPr)zN. . OCHZCH,CN

1 :
6 1§+ 2 toluene, 48 h 90:10 (82%, 97:3) %n ’ v o
BnO ~ /OM"" .
22 BnO- 0"P\ OBn
19 OMe OBn

7 16 + 12  toluene, 18 h 87:13 (82%, 92:8) o v

a MS 3A was used for MeCN. MS 4A was used for other solvents.
b Anomeric ratios of 17-22 determined b}r 3'p NMR. ¢ Isolated yields
and anomeric ratios (o3, determined by *'P NMR) of 20-22 and 3a,
3¢, 3e derived from 17-19, respectively.

(@ BRI % T2NHTF S/ FRX T — f RO T I FDEMK) RHEINTRIEERZD &
W2, 37{EFE 13-15 & 11 L ORIGERAIE IS, WIETBT7VavVFERAT 74 M 17-19 %
mo BRIz (Table 1, entries 1-4); TNHT V) IAVIWHERAT 74 M. RT /{Lz2RETE
WBOT) AVWRT ) HFAT 2 — "IN EBNICEBARETH 7z, I HIZ, T ULHE 13, 14
16 EAHRAFRLT7IT— b 12 LOKIGHFARRICETL. Wing 57U AV VEAFTT IF A b
20-22 % & o FEIRIZEz (Table 1, entries 5-7),

(B87%) AME TR BITHEOBR/KEERICIZL 27 AV VERT )RR T 2 — FOShRA L&
BRIz, £, BoNZVaVIVERT /KRR T — e, BRI VRTENHER 7 o
TDERATRAETH 2 HARARF— NVTRATIALERBINIERT 2 RIGHEEZ RB LTz, 7
Vav ks JERRAT7z— N, 7V av VA7 z— hOLEM 7o o—o& Lk
BRI TR, ZOREEREL DV VBRHAEH T Fu /N FEUETH L H00 Db, TR
RTVHREDILEEH T T O OERICBTHIBDTERATH S L 25,

Fhz, AVHEE Y TIVFIV HBRARR— %&Uﬂ?Zﬂ“/7E FT—heDRIGIZEYD, 7)o
UWERRT7A M, ZUaViVERT JHFRAT 2— NROKRAKRO 7 I 44 Mo BRI AT
B LFEERBLE, 2V aV VAT JHRAT7z— e Y av VR0 7 I Mk
ART VU H L DERBRERFPEARTH 25, ZNEDa BIRNREKZ ZR L 723D THR
Wy, AP, BERVAETNIIART 2 A HETH o7z, a7V AVIVET JRAT 2 —
RERUT7 5L FO—BRNZERTFIELEZVEZHDTH S,





