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STEREOSELECTIVE THERMAI. GLYCOSYLATION OF 2-DEOXY-2-4CETOAMINO-334,6- 

TRl-O-ACETYI~-a-I)-CI.lJ(:OPYRANOSYl, C’HLORIDE 

Abstract: Thermal glyco~ylatmn of alcohols wtth ?-dcoxy-2-dcetoamlno ~.4.h-trl-(7-ucetyl-glucopyran~syl 

chlonde at I elattvely lower ~!xQx~~J.IJc~ gvrq. we tn ,Rglyr~_~$&:r crl_ecrti.\lely, M’II~I~~~. h.@~r renr.pril?nre !:a~m to 

give n-glycosides 

2-Acetoamlrlu-2-deoxy-tx- or BD~glucupyrdrtc~sldec play an important rt,llL III a~gamc and btoorgantc 

chemistry. Among a variety of repurtrd glycnsylatton proccdurr>, trad~t~nnal KoemgsKnorr type reaction of 

I-haloglucosarmne denvattvcs and an acid catalyzed reaction uf oxazolme dertvattvc\ have been the major process 

for t_he synthe%ts of glucas:amim: glycr?side% ’ ’ Recently we havr &ve!0pd a VII!-y s!Ep!e !!?em!a! g!yrc?sy!at!rzn 
procedure by wng emly acccsstblr glycosyl donor, glycosyl chlnrtdes 5’ ~ily~wdr~ are obtatned in high ymld 

by heating a neat mtxturc of glycrrcyl chloride and alcohol in the presence of ac~tl \cdvenger. without tt\tng any 

metal salts. When tins thermal pruce\\ was applied for an ammn-%ugar rhh~tde 1 / WC found & d!ama!ir 

stercuselecttvtty dependmg upon the reaction tcmpcraturc Relattvely lowrr temperature IS 111 favor for pselecttve 

cuuphng, whereas a:-selecttve reaction occurred at higher reaction temperatures 



1908 

was not observed during the thermal glyco~ylatmn. IJpon heating of the Isolated [%gIy~o~n.hc product to I WC, 
tsomenzrtton wa< not dctccted al\o Thui the reaction IS controlled hmcttcally wtth netgbboring group part~c~pai~on 

at 60°C to gave pglyco\tde. whereas an rqroducts were resulted at 160°C vtd free o~nmum cattornc mtermedtatc 

wtthout partictpatton of the acetyl group. Occurrence of xetates at htghcr tempctatute ate stall my%rious 

Table I. Thermal glycosylattan of ?-deoxy-Z-acetoamlno7,4.6-trr_O-acctyl-~-D glucopyranosyl chlortde (1 ), 

run 
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yteld (‘5,) 
acid scavenger temperature time (Ii) ~acetate glllco\lde a/p ratio 

u-MS 60 21 I 95 5% 
n-MS 80 11) ,, 9x 2x 12 
N-MS I 00 1 7 94 30.70 
a-MS 120 0.75 I9 79 b4:36 
u-MS 140 I IX 76 85.15 
IX-MS 160 0 7 13 64 XX.12 
TML 60 72 IX x2 6.94 
TMU 120 2 2x 64 2971 
TML! I80 0.25 39 46 x3:17 
U-MS 60 IO I 95 j:Y7 
a-MS 120 I 6 64 10.90 
Q MS 160 0.17 25 32 96.4 
TMlJ 60 10 2 X6 7.93 
TMLI I20 2 19 45 3X:62 
TMLJ 160 1 20 37 83.17 

4,4-Dtmethyl-3 hydroxydecalme system I\ a popular qkclctal system III natural products, and 15 recogmted 

one ot the severely hmderetl alcohols toward glycosylatton. We have prevtou\ly reported the structural and 

synthettc studies of seco-onocetanotd trtterprnes and thctr glycostdes Isolated Irom LUFZ\UU?I ck~mrstrc~um ’ ” 

Therefore the [Pxlecttve thermal glycoSylation was applted for the synthest\ of Lan\to\ide A (5). Thermal 

coupling of methyl lanstolate (4 I and 1 (5 eqwv) III thr presence of TMLJ (5 equ~v) at 60°C for 36 h afforded a 

[&glyco\itle m 40% yield along wtth 3% of an u tsomet The former was tdcntifictl wtth natural product derived 

lanstoside A methyl ester trtacetate (6 ) When the thermal reaction of 4 and 1 war carned out tn the presence of 

n-MS, duuble bond migration occurred to gtve a comphcated mtxture. Ttu\ rc>ult suggests that TMIJ IS suttable 

for actd senstttve substrates and the other ca\c &-MS is convcntent. 
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