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WALCOSB, one of the antibiotic chnlcomycin acid dedraaation products, 

was isolated in 1961. This sugar being 4,6-dil;eoxy-3-O-methyl-D-glucose was 

cwfirmeu by a series of che.oicol transformations as well as by IM&s,ectra 

born of c:,alcose and methyl p-chalcoside 112 . Lankavose isolated later from 

t..e xid ;lydrolysate of l:~nha~g'cin pmved to be identical with chalcose3. 

Detailed investibatio;: of the reaction of triphenyl phosphite methiodide 

ald rtli:tcd compounds with monosaccharide derivatives 4 made it possible for us 

to develop a new method for deoxysur:::? synthesis 5 . The present oommunicatior. 

aescrioes the application of the metliod to the synthesis of chalcose. This 

sJn+-Iiesls may be considered as a final confirrr.ntioll of tne chalcose structure 

>ro;losed. 

Tne syntrlesis was aooomplished accomint; to t!:e following scheme: 
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iviethyl 4,6-O-beczy~idene-3-O-methyl-2-~-tosyl-~D-gl~~opyr~osi~e6 

(I) was subjected to acid hydrolysis to give sirupy methyl j-O-met&l-i-O- 

tosyl-M-D-gluzopyrar,oside (II), rd120 n+79.5°(c 1.11 in CXCl3) in an al;;ost 

quantitative yield. Treatment of II wits, excess (PhO)3P*CH3J in a&arous 

benzene (30 hr, 50') afforded diiodide III, wuch was isolatea from tlx reactlo:. 

ollxture by chromatoflaghy on alumina, S5.5$, m.p. 99-99.5' (from :~.ethar.ol), 

[GJ ~"+115,50(c 1.0 in CiiC13). (Found: C, 30.97; H, 3.45; J, 45.45; S, j.jO. 

CljH20JzO;S requiresac, 30.94; H, 3.46; J, 43.60; S, 2.5&o). 

Hyarogeno&sis of III in methanol in tne presence of :&ney r.lc.ie: with 

simultaneous aadition of methsnolic alkali gave netnyl 4,6-dideoxy-3-O-met;yi- 

Z-0-tosyl-c&D-,lucopyranoside (IV), 93.5$, sirug, [M]~+102.5°(c 0.5 in CXij), 

Tredtment of IV with soaium a..salcam in met:lanol led to sirJ;ly methyl 0&D- 

caalcosida (V), SU,!,, b.p.80' (bath)/O.l mm, [$/:+134.5'(~ 1.0 In CiiClj). 

(found: C, 54.56; H, 9.16. C H 0 requires: C, 54.53; li, 9.15.1;). 8 16 4 

V on I:eat.ing with 1.30 sulphuric acid in aqueous dioxan (4 nr, 100') 

gave rise to D-cnalcose (95‘1) o , which after sublimation at 60~/0.01 mm crystallized, 

m.p. 92-9$',[d]F+g6' (1 3 .min)++75'(3 hr or 24 rir; c 1.35 in water), $ 0.60 

(aq. butanol:, 0.71 (butenol-acetic acid-water 4:1:1), Leni..arad fxtoxy N2 

"IX?' chromato:;raphic paper. (Found: C, 52.05; 8, 8.75. Calc. for C7H1404; 

C, 51.84; H, 8.7&A). 

The piwsical properties and tne IH-spectrum of tne substance obtained 

are identical with those published for natural chalcose 1,3 . 
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