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Our previously developed method for the preparation of 3-aryloxy-7,7-dichloro-2-oxanor- 
caranes (I) [i] was based on the reaction of 2"aryloxy-3,4-dihydropyran (II) with the dichloro- 
carbene generated from chloroform in an aqueous alkaline medium in the presence of triethyl- 
benzylammonium chloride as the catalyst. We have found that I is formed when an equimolar 
mixture of dihydropyran II and CHCI3 is passed in a stream of nitrogen through a hollow 
quartz tube heated to. 500~ In addition to this process, partial decomposition of dihydro- 
pyran II to a vinyl ether and acrolein and reaction of the latter with dichlorocarbene and 
hydrogen chloride are also observed. 
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The condensate obtained was dissolved in ether, and the ether solution was washed with 
water. Workup gave 3-phenoxy-7,7-dichloro-2-oxanorcarane [mp 78~ (from alcohol), 36% yield 
based on the converted pyran II, 43% conversion; PMR spectrum (CCI~): 7.00 (5H, s, 3-C6H5), 
5.25 (IH, m, 3-CH), 1.83 (4H, m, 4-CH2, 5-CH2), 1.92 (IH, m, 6-CH), and 3.60 ppm (IH, d, I- 
CH)]. 

We similarly obtained 3-(4-methoxyphenoxy)-7,7-dichloro-2-oxanorcarane[mp 91.5~ 27% 
yield based on the converted pyran II, 52% conversion; PMR spectrum (CC14): 6.75 (4H, m, 3- 
C6H4), 3.37 (3H, s, 3-CH3), 5.25 (IH, m, 3-CH), 1.83 (4H, m, 4-CH2, 5-CH2), 1.92 (IH, m, 6- 
CH), and 3.50 ppm (IH, d, I-CH)]. 

The results of elementary analysis of the compounds obtained for their C, H, and CI con- 
tent were in agreement with the calculated values, and their individuality was estimated from 
the data from gas--liquid and thin-layer chromatography. The stereochemistry of the compounds 
was not investigated. 
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