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THERMOLYSIS OF N-SUBSTITUTED BENZAZOCINE HYDROCHLORIDES
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Heating 1,2,3,4,5,6~hexahydro-8-hydroxy-6,11-
dimethyl=-3-{3-methyl-2-butenyl)-2,6-methano- 3-benzazocine
(%) hydrochloride (pentazocine hydrochloride) in silicon
oil or .diphenyl ether gave the secondary amine (3) which
was formed byr an elimination of 3-methyl-2-butenyl ogrowpe
on nitrogen in a moderate yield. The same secondary
amine (3) was also obtained from several N-substituted

benzazocine derivatives (4. 5 and £).

It has been well known that N-substituted benzazocine derivatiwves,

especially 1,2,3,4,5,6~hexahydro-8-hydroxy-6,11l-dimethyl-3-{3-

methyl—z—butenyl)-z,6-méthano-3—benzazocine (1), namely pentazocine,

show an effective analgesic activity. We have investigated a

synthesis of pentazocine by several methods

1243 and also reported
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chemical and physical properties of %.4 For example, heating

pentazocine i in diluted hydrochloric acid afforded the.hydrated
product (2) in a good yield, whose reaction was investigated from
a kinetical point of view. In a continuation of this work, we
examined a reactivity of pentazocine (l) hydrochloride5 and
related compounds in case of heating in nonpolar solvent or
without solvent and found an interesting reaction which is
different from a reaction in agueous solution. Here we wish to
report our simpnle but interesting result.

Firstly we investigated a chemical behaviour of pentazocine
(%) hydrochloride in nonpdlar solvents. Thus, heating a suspension
of pentazocine hydrochloride (0.5 ¢) in silicon o0il (20 ml) at

260°

for 10 min with stirring gave, in 69 % yield 1,2,3,4,5,6-
hexahydro—8—hydroxy—2,6—methan0*3~benzaéocine (%) hydrochloride,
mp 292 - 294o (decomp.), in which 3-methyl-2-butenyl group on -
nitrogen atom of 1 was eliminated, by accompanying a decomposition.
The structure of this product was determined by comparisons of

5,6 The same reaction of

spectral data with an authentic sample.
pentazocine (%) hydrochloride in diphenvl ether7 also gave the

N-dealkylated 3-benzazocine (%) hydrochloride in almost similar
yield. 1In these reactions, 3-methyl-2-butenyl group on nitrogen

atom would be eliminated as an isoprene molecule.
Chart 1

Similarly, N—allyl—(é)a, N—phenethyl-(é)g, and N-benzyl-3-

benzazocine (é)6 hydrochlorides have transformed to the dealkylated
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secondary amine (3) hydrochloride in 43.%, 19 % and 12 % yield by
heating in diphenyl ether, respectively. However, N-methyl-3-
benzazocine (,z)lO hydrochloride did not give 3 but a tarry
substance under the same reaction conditions.

Furthermore, a fusion of pentazocine (]) hydrochloride also
gave, in 75 % yield, the N-dealkylated secondary amine (%) hydro-
chloride.

As mentioned above, it is of interest that heating pentazocine”
(%) in diluted hydrochloric acid afforded the hydration product
(g), but fusion of the corresponding hydrochloride or heating in
nonpolar solvent gave the N-dealkylated product {(3). We are now
investigating a scope and limitation of this type of an N-

dealkylation reactionll

on tertiary amines.
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