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We have found that fl-ketols of the 4 R-2 ,3- te t ramethylene[1 ,3 ,3]b icyclononan-9-on-2-ol  se r ies  readily 
form pyryl ium salts upon react ion with iodine, t ropylium perchlorate ,  o r  perehlor ic  acid in acetic acid: 
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I, III, V R = l l ;  II ,IV, VI R=CH3;  Ill, IV X - E l04 ;  

V, VI X ~ 15 

This react ion opens up new possibi l i t ies  for the synthesis  of 9 -R-sym-oc tahydroxan thy l ium salts. 

E X P E R I M E N T A L  

1) A 0.95-g (0.005 mole) sample of t ropylium perchlora te  was added to 1.04 g (0.005 mole) of ketol I 
in 20 ml of acetic acid, and the mixture was then s t i r red  for 48 h. Ether  was then added to precipitate 1.31g 
(91%) of co lo r l ess  c rys t a l s  of sym-octahydroxanthyl ium perchlora te  (III) with mp 172-173 ~ [1]. 

9-Methyl -sym-octahydroxanthyl ium perchlorate  (IV), with mp 130-131 ~ [1], was s imilar ly  obtained in 
80 % yield. 

2) A 5.2-g sample of ketol I was refluxed in 50 ml of acetic acid for 2 h, af ter  which the mixture was 
cooled, and 5.4 g of 70 % perchlor ic  acid was added in the course  of 1 h. After 2 h, the mixture was diluted 
with e ther  and worked up in the usual way to give 0.5 (8 %) of salt III with mp 172-174 ~ [1]. 

3) An ether  solution of 19.95 g (0.075 mole) of iodine was added to 5.2 g of ketol I in 50 ml of acetic 
acid, af ter  which the mixture was s t i r red  for 8 h, and the result ing c rys t a l s  of pentaiodide V were isolated 
as descr ibed above to give 10.8 g (51%) of a product with mp 112-114" (from aeetonitrile).  9 -Methy l - sym-  
octahydroxanthylium pentaiodide (VI) with nap 103-104" (from acetonitrile) was s imi lar ly  obtained from ketol 
II in 50.7% yield. 

The resu l t s  of e lementary  analysis  of pentaiodides V and VI for carbon, hydrogen, and iodine were in 
agreement  with the calculated values. 
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