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The acid-oatalysed interaction of 2-methyl-1-psntene-4-cl with a oarbcayl 

compamd (RR'CO) was believed' to yield the pyran (I) by ney of the pyraaol 

(III; R" = Me) although in the oaae of acetaldehyde, (II; R = H, R' = R" = CH3) 

nas also thought to be present. The isomrlc pyrans were however not separated 

and no aupportiug physical evidence was given. In the reaotion of benzaldehyae 

thepymn(I;R =H,R' E Ph) wan desorlbed whereas others' formulated the product 

as the alternative endocyolio olefin. In the present work the maction of 

2-~thyl-i-pentene-ol with benmldehyde has been shown to yield two major 

stereoisamrio pyranols and two others in small amount. Dehydratiou with potas8iufn 

bisulphate gave essentially two products, the main cme being the exooyclic olefln 

(II; R = H, R' E I%, R" E Me) pre~unablyin the chairconfornstionbyloss of an 

equatorial hydroxyl group and the other, the endooycllc olefin, in the twist 

conformation by loss of an axial hydrwl group from the respective pyranol. It _ 

not been possible as yet to assim the dwble bond to one poaitioa in the endo~olio 

olefin. 

The pyran (II; R P H, R' = Ph, R" =CH3) had k-(_) ( film) at 700, 760, 895, 

1070, 1455, 1500, 3032, 3068 on-' , parent ion Ip/e 188 and r(CDC13) 2.6-2.9 @,,m) 

5.2-5.3 (2H,o), 5.65-5.70, 5.80, 5.85 (lH,d), 6.25-6.75, (iH,o), 7.40-8.25 (bH,o) 

and 8.65-8.80 (3H,a). 

The preceding observations have been utiliaed in a synthesis of (2)-&l and 

(z)-m wdihydrorosecxidesn ana of (f)-&-"roseoxiden. Most syntheses of the 

latter have involved acyclic intermediates3 or the introduction of the P-isobutenyl 

group into a pyran ring4 and no route for developing a 4-methyl group has pre~ously 
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been a08cribea. 

J-Hethylbutanal and P-methyl-I-butwe+-ol interacted under acidic conditions 

togive thepyran(II;R=R" =H,R' q C4HY) in greater proportion via the 

intermediate pyrenols (III; R = R" = H, R' = C4HY). Heterogeneous or homogeneous 

hydrogenation according to the conditions in Table i', yielded a mlxtur+a of the & 

anamfonns of (IV; R = c4HY), spectroecopically ena chromatographicelly 

iaentical with the products of hydrogenation of & and~-2-(21-methyl-l'- 

propenyl-4-methyltetrahydropgran. 

Table 1. 

Catalvst COlUDOSitiOXl Of DI'OdUOt 

cis trans 

Pd/c 83 17 

Pt 53 47 

Sn ClpZptC16 (ref.5) YO 10 

RhCl (P Ph3>3 (ref.6) 39 61 

Similarly the reaction of 3-methyl-2-butene-l-al ad 2-methyl-I-butened-ol 

followed by dehydration of the py-rmols (III; R = R" = H, R' = C4H7) yielded the 

pyren (II; R = R" = H, R' = C4H7) as the major prduct. Homogeneous hydrogenation 

with SnCl2&,PtCl6 yielded (IV; R = C4H7), (?)-cis-2-(2'methyl-l*-propenyl)-4- 

methyltetrahydropyran which was spectroscopically arXl chromatographically identical 

with the & natural product, together with less than % of the a isomer. A 

eme,ll proportion of (IV; R = C4Hy) was also formed. 

The reactions in this serles are believed to proceed through cyclisation 

following loss of water from en 0xonium ion (via the protonated hemiacetal from the 

aldehyde ati the alcohol) rather then through the carbonium ion (VI) since in this 

-se the presence of the dioxan (V; k - Me) might be expected. None was however found. 
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