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Oleandrose 5, a sugar component of cardiac glycosldes 1),2) and of antibiotic 

oleandomycln?) 4) has been synthesized by T. Relchsteln et al. through a lengthy 

route from glucose. In this paper we should like to report slmpls syntheses of 
5) dl-methyloleandroslde hand Its C-3 eplmer, dl-methylcymaroslde 8_. 

The unsaturated alcohol& prepared from 2-ethoxy-6-methyl-3,4-dlhydro- 
6) 2H-pyran by the known procedure, was transformed by treatment with benzyl 

chloride - NaOH Into the beneyl etherz, 7, b.p. 116 - llE" (1.5mm)( t/ iz"," 

1605, 1500 cm-', Z cDc13 8.7 (3H, d, J = 6Hz), 6.65 (3H, s), 5-5 f2H, s), 

5.3 (lH, d, J = 1.5Hz), 4.2 (2H, m), 2.65 (5H, 8)) In 93 ,% yield. Subsequent 

treatment of 2 In refluxlng methanol wlthEatalytlc amount of p-TsOH gave two 

adducts,A, b.p. 122 - 124" (2mm)( y TX" 1500 cm", 7CDcl3 8.73 (3H d s , 

J = ~Hz), 6.72 (3H, s), 6.6 (3H, s), 5.25 (lH, t, J = 2Hz), 5.4, 5.1 (2H, 

ABq, J = 12Hz), 2.7 (5H, 8.)) andz, b.p. 162 - 163" (2mm)( V Ezg" 1500 cm-l, 

r cDc13 8.72 (3H, d, J = 6Hz), 6.57 16H, s), 5.45 (2H, s), 5.31 (1H, t, J = 
8) 2Hz), 2.7 (5H, s)) In 65 and 21 ;% yield, respectively. Nmr spectra of Land 2 

showed a triplet with J = 2Hz at z 5.25 and 5.31 respectively, and showed that 

they are eplmerlc at C-3. 

Hydrogenolysis of 3 with hydrogen over Pd-C afforded dl-methyloleandro- 

sidei, ( v izEt 3420 cm", 7 cDc13 8.7 (3H, d, J = ~Hz), 8.5 (lH, octet, 

J = 12 f 11 + 3.5Hz), 7.73 (lH, octet, J = 12 + 5 t 1.5Hz), 6.91 (lH, t, J = 

9Hz), 6.7 (3H, s), 6.64 (3H, s), 5.27 (lH, q, J = 3.5 + 1.5Hz)) In 92 % Yield. 

Coupling constants between ring protons obtained by first order analyses are in 
9) good agreement with those of methylchromoslde CL. Therefore, the oonflgura- 
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tlon of !+_andLls expressed as shown In the figure. 'Ihe stereochemlatry ofk 

Is further confirmed by the nmr speotrum of the acetate l0, b.p. 101 - 102.5O 

(2mm)( v &Tt 1750, 1230 om-', 7cDc13 8.84 (3H, d, J = 6~x1, 8.35 (18, 

octet, J = 12 + 11 t 3.5Hz), 7.7 (lH, ootet, J - 12 -t 5 t 1.5Hz), 5.34 (lH, t, 

J = 9Hx), 5.25 (lH, q, J = 3.5 t1.5He)). 

Hydrogenolysls of Ain methanol oontalnlng hydrogen chloride afforded an 

anomerlc mixture ( 1 I 1 ) of dl-methyloymaroslde 2, ( # 2:" 3440 om", 

TCDC13 8.8, 8.7 (each 3H, d, J = 6~x1, 6.55, 6.60, 6.63, 6.73 (eaoh 3H, 

s), 5.47 (lH, q, J = 9t 2.5Az), 4.9 (lH, t, J = 3.6~2)') In 91 $ yield. 
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