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Abstract: Claisen rearrangement was found to be an efficient method for the stereoselective 
construction of the glycinoeclepin A side chain. 

Glycinoeclepin A (l)', a natural hatching stimulas for the soybean cyst nematode, 

possesses three sequential chiral carbons (Cl3 -C17-C201 bearing methyl groups in its 

structure. Stereoselective construction of the carbon sequence (C13-C17-C201 is one of the 

problems to be surmounted for the total synthesis of the natural product. Our strategy for it 

contains Claisen rearrangement? We report here an approach to a stereoselective formation of 

the glycinoeclepin A side chain! 
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An optically active ketone (2j4 was acetalyzed with HC(OMej3 and TsOH in MeOH. A crude 

product obtained was heated with an allylic alcohol (315 in toluene, xylene, or mesitylene 

without any acidic catalyst6 to give a desired rearranged product (4) together with an un- 

desired product (5). The results of the rearrangement reaction are summarized in Table. The 

stereochemical outcome for (4aj7 and (4b18 suggests the reaction proceeds through a chair- 

form like transition state. The terminal double bond of (4a) may be a good precursor for an 

acetic acid residue of the glycinoeclepin A side chain. 

Table: Claisen rearrangement of dimethyl acetal with allylic alcohols. 

a) MeOH,HC(OMe)3 ,TSOH 

0 W 52 R3 
RI --OH 

(3) - 
run substrate alcohol product and yield [isolated) 

1 (2) (3a), R,=Me, R2=R3=H, (4a)+(4b114:la, ~=62%~, (5al y=l6% 

2 (21 (3b), R2=Me, R1=R3=H, (4bl 61, (5bl 24 

3 (2) (3~1, R3=Me, R1=R2=H, (4c) 74, (5c) 17 

4 (2) (3d1, R1=R2=R3=H, (4d) 66, (5d) 7, 

a: products' ratio was determined by lH-NMR spectroscopy. 
b: combined isolated yield. see ref. 7. 
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