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Ah&a& The photolysis of the sodium salt of 4,5-(9’,10’-dihydro-9’,10’-anthraceno)-2,4,6- 
cycloheptatrien-l-one (13) in THF or the reaction of KwBu with l-chloro-4,5(9’,10’- 
dihydro-9’,10’-anthraceno)-1,3,5-&oheptatriene (14 in THF produced triptycene (a) in up 
to 30 % yield. Neither l-triptycenyl carbene (7) nor Ztriptycenyl carbene (6) formed trip- 
tycene. 

Experiments designed to constrain cycloheptatrienylidenes (and/or cycloheptatetraene& to certain 
conformations led to amazing results. The photolysis or thermolysis of the sodium salt of 3,4-(9’,10’- 
dihydro-9’,10’-anthraceno)-2,4,6-cycloheptatrien-l-one (1) produced triptycene (a) in up to 37% yield along 
with other producta.~ Likewise, the treatment of 1-chIoro-3,4(9’,10’-dihydro-9’,lO’-anthraceno)-l,3,5- 
cycloheptatriene (3) with KC&Bu also gave B A possible intermediate in thess raactions is the anthraceno 
bridged cycloheptatetraene C3 If this is indeed the case, there has bean a x& )eae nfa carbon &pa. The 
fate of this carbon atom in THF was determined where carbon monoxide was observed along with 
ethylene.2 
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Since cycloheptatetraenes (or cycloheptatrienylidenes) can interconvert with aryl carbenes,l the 
possible involvement of species related to 4 has now been investigated. The aryl carbenes and cyclohepta- 

aDedicated to Professor Wolfgang Kirmse on the occasion of his sixtieth birthday. 
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tetraenee of intereat are shown below without elaborating on the preciee interconversion routes. The 

formation of amall amounts of triptycene-l-carboxaldehyde and triptycene-!&carboxaldehyde from la 
indicated a rearrangement of 4 to 6 and 7 followed by trace air okdation. 
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The &e&al p- to b7 ham beem syntheaimd and the appropriate reactions have been 

carried out with the following results. 6 The a&a 9 and 10 give normal aryl carbene product.8 upon 

photolyeie in THF or thermolyeia in diglyme. The yielda of the alkene dimers, azinea and solvent ineertion 

products varied with the etarting concentration of 9 and 10.’ The most important observation was that 

triptycene wae not obeerved.8 
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The intermediate 6 wan approached via the salt 18 and chloride 14. The reaulta here peralleled 
those for 1 and 6. The yield of triptycene depended on precmno r concentratioq being great& at low 

concentrationa where dime&ation was minimized. Thedimerl6wat3exceedkglyunetahle,eufking 

polymerization and/or oxidation very easily. 
The preeent resulta show that even though 4 and 6 both give carbon atom lass, &&ig dnea & QEU 

y&&erI. speeulationonwbytbecarbonatom~oeeureintbeanthracenobridgedsgstemaataslow 
ae room temperature might canter on the stabilization of a more loosely helde:arbon atom by a benzo ring. 
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Transformation of 4 and 6 to 16 ti norcaradienylidenea 17 and 18 might be possible. Such 

norbornadienylidenes and norcaradienylidenea have been considered in aryl carbene rearrangements.4e 

Additional work concerning the possible stabilization by the benzo ring ie in progress. 
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7. A few other producta were observed from 9 and 10 in addition to the ones indicated. Small 
amounta of the analogous aldehydea were found, presumably from the reaction of 5 and 7 with trace 
amounts of oxygen. A 17% yield of l-methyltriptycene was isolated from the photolyaia of 10 (5% yield 
from ita thermolysis). Finally, the following sulfone (see reference 6) and stirnate. were observed from 
the thermolysia of 9. These are the subjects of an ongoing study. 
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8. Flash vacuum pyrolysis (35OO) of 9 gave small yields (~5%) of ll, l.2, triptycene-2-carboxaldehyde, 
and anthracene in addition to a considerable amount of intractible tar. It is not known if the 
anthracene was a retro-Diels-Alder product of triptycene itself or one of the substituted triptycenea 
that were obviously present. No further studiea were done. 

(Received in USA 3 July 1990) 


