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Hydrogenolysis of Bromobenzene with
Triphenyltin Hydride

Sir:

In attempting to prepare organometallic com-
pounds via the Diels-Alder reaction, the reaction
of tetracyclone (tetraphenylcyclopentadienone)
with triphenylvinyltin in refluxing bromobenzene
was examined. Among the products isolate were
tetraphenyltin, m.p. 228-229° (reported:! 229.2°),
1,2,3,4-tetraphenylbenzene (I), m.p. 192.5-193.5°
(reported:? 193-194°),2 3,4,5-tetraphenylcyclopent-
2-enone, m.p. 160-162° (reported:® 160-162° and
162-163°), and triphenyltin bromide (II), m.p.
121.5-122.5° (reported:* 121-122°)—all well-known
compounds. A reducing gas was evolved throughout
the course of the reaction. When tetracyclone was
omitted from the boiling bromobenzene solution,
tetraphenyltin was isolated, but no triphenyltin
bromide.

To rationalize the appearance of these products,
it was assumed that tetracyclone underwent the
Diels-Alder reaction with triphenylvinyltin af-
fording a transient adduct which eliminated carbon
monoxide (the reducing gas?) and triphenyltin
hydride to give fully aromatic I. The triphenyltin
hydride then reacted with bromobenzene to give
IT and henzene.
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To test this assumption a solution of triphenyltin
hydride in bromobenzene was refluxed and af-
forded II in yields of 61-729, and benzene in
yields of 60-759.

This first example of the hydrogenolysis of an
aromatic bromide with triphenyltin hydride is
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important in view of the recently reported hy-
drogenolyses of allyl bromide® and saturated
bromides.®” We have also determined that iodo-
benzene reacts more rapidly than bromobenzene
and that chlorobenzene is least reactive.
Additional work to outline the scope of the hy-
drogenolysis of aromatic halogen is under way.
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A New Potent Synthetic Analgesic

Sir:

The substitution of phenethyl for methyl on the
nitrogen of several well known analgesics has gen-
erally produced a marked increase in potency.t
Well established also is the fact that one optical
isomer (usually levo) of a racemate contains. with
few exceptions, practically all of the analgesic
activity.? Accordingly, we have synthesized (=)-
2’ - hydroxy - 5,9 - dimethyl - 2 - phenethyl - 6,7 -
benzomorphan (II) and its optical isomers from
(#£) - 2" - hydroxy - 2,5,9 - trimethyl - 6,7 - benzo-
morphan (I) (an effective analgesic in mice)® by a
route previously described.* Acetylation of I with
acetic anhydride gave the crude O-acetyl derivative
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