














4450 J.-M. VATELE 

(neat) : 1730, 1650 cm-'. ' H NMR (250 MHz): 5.78 (dt, lH, J 10 and 3 Hz), 5.74 (t, 18, J 6 Es, H- 
31, 5.41 (dq, jij, J 2,3,5,10 Hz), 3.99 (dd, ZH, 2H-41, 3.77 (s, 3H, One,, 3.3 (s, 3H, OMe), 2.14- 
1.4 (m, 6R). C NMR (15.08 MHz) I 169.7, 143.0, 133.6, 131.3, 128.1, 70.6, 58.3, 51.4, 39.4, 
34.9, 29.4, 25.2, 16.7. Anal.calcd. for C13 H 0 I C, 69.61; H, 8.99; 0, 21.40. Found I C, 69.341 
II, 8.90; 0, 21.32. 

20 3 

(Methyl 2-0-allyl-5-C-methyl-6-C-c(Z)-methoxymethyl methylenel-FL-threo-hept-3-enopyranosid) 
23. uronate 

To a suspension OP KB (35% dispersion in mineral oil (0.69 g, 6 mmol) in 10 ml oP TBF, cooled 
at -5OC, was added the allylic alcohol 13 (1 g, 5 mmol). After stirring for 30 mln at OOC, the 
sulfoxlde 23 (2.32 g, 9 mmol) in 20 ml ofTHF was added. The reaction mixture was stirred Por 2 h 
at O°C, 9rmin at room temperature and 2 h at 50-55OC. The mixture was worked-up according to 
procedure described above for 25. Thed,p-unsaturated ester 6 (0.642 g, 415) was obtained as an 
oil.I&lD +20° (c, 0.5, CH2C1T H NMR (250 MHz) I 6.27 (t, lH, J 5.5 Hz, Ci+C of the ester 
Pun&ion), 6.05 (dd, 18, J2 4 P E-4), 5.75 (dd, 18, J2 3 Hz, H-31, 4.81 (d, lH, 

Jl 
OMe , 3 

2.5 Hz, H-l), 3.92 (se'xtuplet, , H-2), 3.73 (s, 38, One), 3.4 s, 38, OMe), 3.26 (s, 3R, t3 
1.41 (s, 3H, CH3). 

l,4-Di8ethoxy-2-(l-methyl-2-cyclohexenyl)-l-trimethylsilo~buta-l,3-dlene 27. 
To a solution of lithium diisopropylamlde in 6 ml of TRF, prepared Pxm 0.43 ml (3 mmol) OP 

dlisopropylamlne and 1.86 ml of n-BuLi (1.57 M), cooled at -78OC, was added 0.6 g (2.6 mmol) of 
compound 25 in 8 ml OP THF under N2. After stirring for 15 min at -78OC, 0.43 ml (3.4 mmol) of 
chlorotri~hylsllane was added. The solution was allowed to warm to room temperature and concen- 
trated in vacua. Dry pentane was added and the precipitate was filtered under N2 and washed with -- 
dry pentane. After evaporation of' volatiles, the residue was distilled in a Kugelrohr apparatus 

(0.05 mm Hg) to give 0.721 g (911) of 27 as an oil boiling at 65-70°C. IR (neat) 
(90 MHz) : 6.39 (d, 0.88, J 13 Hz), -6 (d, 0.2H, J 6.6 Hz), 5.69-5.34 (m, ul), 

5.09 (tvo doublets, 0.8H, J 13 Hz), 4.59 (d, 0.2H, J 6.6 Hz), 3.54-3.4 (6H, 20CH 1, 2.04-1.24 (m, 
6H, cyclohexenyl ring), 1.14 (3, 3H, CH3), 0.22 (s, 4.5H, Si(CH3)3), 0.19 (s, 4. B , Si(CH3)3). 

Methyl 2-(l-methyl-2-cyclohexenyl)-4-oxo-2-butenoate 2 and 2-bromo-1,4-dlaoetoxy-5-methoxy- 
naphtalene 30. 

To a solution of the diene 27 (0.238 g, 0.8 mmol) and the qulnone 8 (0.213 g, 1 eq) in 
5 ml of CH2Cl 

F 
cooled at -78OC, v=added 0.05 ml of BF -Et20 (0.5 eq). After stirring for 15 min 

at -78OC, a so ution of sodium hydrogenocarbonate was ad ed and then CH C12. The organic layer vas a 
washed with water, dried, evaporated. The residue, which gave main y two spots on TLC, uas P 
dissolved in 1 ml of pyrldine and 1 ml of acetic anhydride. After stirring for 30 min at room 
temperature, the mixture vas evaporated to dryness. Column chromatography of the residue on silica 
gel, eluant dllsopropyl ether-hexane (1:3), gave first compound 9 (0.098 g, 571). IR (neat) : 
1740, 1700, 1620 cm- . 'H NMR (90 MHz) t 9.8 (d, lH, J 8 Hz, CRO), 6.1 (d, lH, J 8 Hz), 5.92 (dt, 
lH, J 3 and 10 Hz), 5.45 (d, lH, J 10 Hz), 3.88 (s, 3H, One), 2.02-1.38 (m, 6H), 1.25 (9, 38, 
One). Anal.calc. for C12H1603 I C, 69.20; H, 7.74; 0, 23.04. Found I C, 68.95; H, 7.79; 0, 23.30. 

The aromatic derivative 30 (0.09 g, 32%) was eluted with dilsopropyl ether. 'B NMR (90 MHz) : 
7.55 (d, 18, J 4.6 Hz, H-6 orT-81, 7.51 (d, lH, J 3.3 Hz, E-6 or H-8), 7.4 (s, 18, H-3), 7.0 (q, 
lH, H-7), 4.0 (s, 3H, OMe), 2.52 (s, 38, OAc), 2.45 (s, 3H, OAc). Anal.calcd. for C15H13Br05 t C, 
51.01; A, 3.71; 0, 22.26. Found z C, 51.0; I, 3.70; 0, 22.40. 
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