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The previously unknown 2,2-dimethyl~5-(2-oxocyclohexylmethyl)tetrahydro-4-pyrone was ob-
tained by condensation of 2,2-dimethyltetrahydro-4-pyrone with 2-dimethylaminomethylcyclo-
hexane. The Mannich reaction of the product leads only to monoaminomethylation to give
2,2-dimethyl-5-(3-dimethylaminomethyl-2-oxocyclohexylmethyl)tetrahydro-4-pyrone. On re-
action with hydroxylamine hydrochloride both 1,5-diketones are converted to the correspond-
ing 2-oxahydroacridines.

It has been reported [2] that two aminomethyl groups are readily introduced into the diketone mole-
cule in the 3,3' position in the aminomethylation of 2,2'-methylenebiscyclohexanone. It seemed of interest
to study this reaction for diketone la — its heteroanalog in which the 3,3' positions are nonequivalent.
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We obtained it by condensation of 2-dimethylaminomethylcyclohexanone with 2,2'-dimethyltetrahydro-
4-pyrone. Alternative structure Ila is refuted by the PMR spectrum of oxaacridine IIla obtained from the
diketone by reaction with hydroxylamine, in which two singlets at 2.5 and 4.5 ppm of the protons attached to
C; and C; are found in place of triplet signals of the hydrogen atoms attached to C; and C, for possible iso-
meric structure 1la.

The aminomethylation of diketone Ia in excess amine and aldehyde proceeds only in the 3 position to
give aminodiketone Ib; the 3'-CH, group does not participate in the reaction, apparently because of the
shielding effect of the gem-~dimethyl groups, as in other well-known cases [3, 4].

The IR spectrum of aminodiketone Ib differs from the spectrum of starting Ia only with respect to
presence of additional absorption bands at 2830 and 2780 cm ™, which are affiliated with the dimethylamino
group [5]. Base IIIb is obtained when the hydrochloride of aminodiketone Ib is heated in alcohol with hydrox-
ylamine hydrochloride. Carbonyl absorption is absent in the IR spectrum of Iilb, but the absorption bands
of a dimethylamino group are retained at 2830 and 2780 em™.. 2-Oxahydroacridine methiodide Illc is con-

*See [1] for communication XIV.
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verted by Hofmann elimination to methyleneoxahydro-
acridine IV. The bands at 2830 and 2780 cm™ vanish in
its IR spectrum, and adsorption appears at 1630 and 3110

em™ (>C =CH,). The PMR spectrum of IV contains two
w Qo O B o o singlets at 4.96 and 6.08 ppm of methylene group protons
3 ol e 22|+ in the trans and cis position relative to the nitrogen atom
= (6]
=1 SEeRdl Iy Hydrogenation of IV converts it to methyloxahydro-
S - - - acridine IIId, the IR spectrum of which differs from the
g ] 32121211312 spectrum of 2-oxahydroacridine IV with respect to the
g absence of absorption of a >C =CH, grouping.
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g 5 88032026000 4-pyrone (la). A mixture of 48.3 g (0.31 mole) of 2-di-
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‘GL:) " COLLLLLOOLOL was refluxed for 20 min, after which the unchanged pyrone
2 was removed by distillation, and the residue was vacuum
&= - distilled. IR spectrum: 1710 cm™! (C=0).
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E| S © hexylmethyl)tetrahydro-4-pyrone (Ib). The aminomethyl-
= g © ation of diketone Ia was carried out similarly [9] with
@ 15.7 g (0.063 mole) of diketone Ia, 6 g (0.2 mole) of para-
= 'E LS | IE" (1] formaldehyde, and 13 g (0.181 mole) of dimethylamine
E & “ @ hydrochloride in 60 ml of alcohol. For purification, the
o aminodiketone was dissolved in dry ether, and a stream
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g ¥ b Lfo I 2 | % J o Cc.g' base IV was obtained in quantitative yield by alkalization
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% - % =R amine hydrochloride in 50 ml of alcohol was heated for
= R § g 2 2 h on a boiling~water bath, after which the alcohol was
A - s 8 = o = R removed by distillation, and the residue was dissolved in
- 5 2Hw® HE g water. The aqueous solution was made alkaline with con-
ﬂ % - £§§§§§ §§§§§ ; é % centrated KOH, and base III was extracted with ether.
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methyl iodide was added to a solution of 9.8 g (0.035 mole)
of base TIb in 100 ml of ether, and the resulting precipi-
tate was removed by filtration and recrystallized from
alcohol.
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3,3-Dimethyl-2-oxa-5-methylene-sym-octahydroacridine (IV). A suspension of 23 g (55 mmole) of
methiodide I1ic in 150 ml of benzene and 80 ml of 10 7 KOH was heated with stirring at 60-70° for 7 h. 1t
was then cooled, the benzene layer was separated and washed with water, and the benzene was removed by
distiliation.

3,3-Dimethyl~2-oxa-5-methyl-sym-octahydroacridine (IIld). An 8.36-g (37 mmole) sample of the
base in 50 ml of alcohol absorbed 795 ml of hydrogen (1 mole per C=C bond) in the presence of 1 g of Pd/
Al,0;. The catalyst was removed by filtration, and the alcohol was removed from the filtrate by distillation.
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