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(1) (2) (3) (4) 

mwaoesy~woulddepmdoatheabilityto~ydistinguishthetwocatboxylgroupsd 

the enhydride functionality of (2). Reduction at site (a) followed by a demboxylative procedm with 

troductiondhaanatolnfunctionalityntsitc@)wouldgiverisctoacompounddtype(4)withthedesircd 

zkocydk- 

The initial pathway for thtse transfarmatiom is shown in Sclmm 1. Acidic hydrolysis of the silyl mol 

ether moiety of (2) using a catalytic amount of concentrated hydrochloric acid in chlamfarm gave the kc- 

(5). Differentiation of the carboxyl groups of (5) was easily effected by treatment with sodium 

cyanobuohydriaeinacaicacidcogive~~acid(~sina709byieMaftaItcryaallisadoa.lhwrmentd 

theacidchlaridederivedfnnn(6)withsodiumazideinanhydrousTHFgavethe~gacyl~~. 

Subaequentheatingatnenla~beazene~ultedinaCuniue~~ttwithntentionds~at 

C_4togi~theisocymm(8)ina98%ykld. 
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(7) (8) 
R* =23,4,&em-O-acetyl-j3-~glucop~yl 

Reagents: i kalytic c HCI, CHCl3; ii, NaCNBH3. HOAc; iii, (COCl~, DMF, CH& 

iv. NaN3, THF, v. A, benzene. 2 h. 
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In conclan, we have demonstrated that the asymmetric Diels-Al&r teamion using the dimly1 
gluakk(l)haa ~adinctMdeffucitnt~tothe~~~disacchatide(1l).Thea~d 

B Wide Iallge of dkllyl ~yCoLlidW3 makes this lI&hodology attf8CtiVC fOr the S@lCSiS Of PSCUdU-SUgSr 

disaccharida and furtim work is undmway extendiag the pmcedm to the synthesis of l,l- aad 1.4- 

glrcosiaicruy= amaombadimc&kk~ tberei3aclosesimiladtyofthefmdadtymd 

s~~~trydtbe~sugcareridued(9)tothatd~g(~~y~y~~ 

fecopyramse).tbe~lNg= cmlponmtoftbeantitumoranti~~lo~modificationtoour 
symbetkluuteiscXpaJmlmdtinanacrynnaetric~ofp~~. 
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Thesavcturtsdnewcompoundswereaasigaedontbet#lsisd300MHzlH~ 5Our75MHz 

13C m infmcd and mass spectral data. All new compounds gave satiafactary elemental analyses 

and/arpamtimidendficationbyhigh~lutionmass~. 
Selected data far (lo):& = -23 (0.2%. CH2Cl2); s, (CDCl3,300 MHZ) 1.12br (1 H, q, J 13, 13, 

and 13 Hz, 7-G). 1.53br (1 H, q, J 12, 12, and 12 Hz, 2-H&, 1.80-1.95 (2 H, m, 5- and 7-b). 

1.97, 1.98,2.01, 203.2.04.2.05, and 2.08 (each 3 H, 7 x s, 6 x OAc and NHAc). 22-2.33 (1 H, 

m, 2-h). 3.70 (1 H, ddd, J 2.5.5, and 10 Hz, 5’-H), 3.74-3.87 (2 I-I, m, 3- aad GH), 4.06-4.16 (3 

H, m, 6’- and 6-H), 4.26 (1 H, dd, J 5 and 12 Hz, 6’-H). 4.55br (1 H, dt, J 10.4, and 4 Hz, 4-H). 

4.62 (1 H, a. J 8 Hz, l’-II), 4.76br (1 H, tt, J 11, 11.4, and 4 Hz, 1-H). 4.91 (1 H, dd, J 8 and 10 

Hz, 2’-H), 5.02 (1 I-I, t, J 10 and 10 Hz. 4’-H). 5.17 (1 H, t, J 10 and 10 Hz, T-H), and 5.4Olx (1 H, 
d, J 10 Hz, NHAc); s, (CDCl3.50 MHz) 20.6,20.7,20.9,21.1 (6 x OCOCH3), 23.2 NHCOCH3), 

28.6 (C-7), 34.0 (C-2). 35.8 (C-5), 46.0 (C-4). 62.0 (C-6), 64.5 (C-6), 68.4 (C-4’), 68.6 (C-l), 71.0 

(C-2’). 71.7 (C-5’). 72.6 (C-3’). 75.0 (C-3). 99.8 (C-l’), 169.5, 169.6, 170.1, 170.5, 170.7, and 

171.0 (7 x CO); FABMS m/z 618 (MH+. 25%). 307 (100%) ; Found: C, 52.23 ; I-I, 6.41; N, 2.20; 
C27H39No15 nzquim C, 52.51 ; Ii, 6.36; N, 2.27%. 

Path&, V. P.; Synch. Commun., 1993.23.83-85. 
Selected data for (ll):[alD = -24 (0.1% H20); S, (D20.300 MHz) l.lObr (1 H. dt.J 11.14. and 14 

Hz, 7-H&, 1.56 (1 H, q, J 12, 12, and 12 Hz, 2-b). 1.75-1.89 (2 H, m, 5- and 7-b). 2.07 ( 3 H, 

s. NHAc), 2.16-2.27 (1 H, m, 2-H&, 3.19 (1 H, dd, .I 8 tutd 9 Hz, 2’-H), 3.31-3.52 (5 H, m, 3’-, 

4’-, 5’-H and dH2), 3.70 (1 H, dd, J 12 and 6 Hz, 6-H), 3.79br (1 H, tt, J 11, 11, 4, and 4 Hz, l- 

H), 3.91 (1 H, dd, J 12 and 2 Hz, 6’-H). 4.06 (1 H, dt, .I 13.4, and 4 Hz, 3-H). 4.53 and 4.56 (2 H, 

ovelappingtcuLdd,J4and4,J8Hz,4_andl’-H);FAB~~366(MH+,~),154(1009b);~ 
C, 46.57 ; H, 7.59; N, 3.46; C15H27NOg.H20 mquircs C, 47.11; H, 7.38; N, 3.66%. Rctmtylation 

of (11) using pyridine and acetic anhy&idf? gave (10) ill a qualltitative yield. 

Lux, J. E.; Golik, J; H&stead, S. f.; Matson, J. A.; Termhe&on f&Z. 1!J92.33,6107-6110. 

Lcct, J. E.; Scbrocdcr, D. R.; Hofstcad, S. J.; Matson, J. A.; Mik, J; Colson, K. L.; Klohr, S. E.; 

Doyle, T. W.; Matson J. A. J. Am. Chem. Sot.. 1992,114,7946-7948. 

(Received in UK 25 August 1993; accepted 8 October 1993) 


