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SYIKTHESIS OF SUBSTITUTED 1,3~DIOXENIUM SALTS.
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Previously we had proved both in a preparative
way and kinetically (1) that the solvolysis of cis-
2-toluene~p-sulphonyloxymethyleyclohexyl acetate and
of trans-2-acetoxymethylecyclohexyl p-tosylate yield-
ed c¢is-2-methyl-1,3-dioxadecelene-l-ium cation as
the intermediary product. Recently, on basis of the
results published on the preparation and investiga-
tion of the corresponding 1l,3-dioxolenium salt (2),
we succeeded in isolating the tetrafluoroborate salt
of cis-2-methyl-1,3-dioxadecalene-l-ium cation in
three ways (3).

Considering the difference in reactivity be-
tween cis- and trans-1,3-dioxolane and 1,3- dioxane
systems anellated to the cyclohexane skeleton, we
extended our investigations, in a way analogous to
researches made with aliphatic 1,2-diols (4}, to

various substituted propan-1,3-diol derivatives.
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It was found that the variously substituded oyo-

lic 2-methyl-2<ethoxy- and 2-phenyl~2-ethoxy-l,3-dioxa~

nes (I.) ylelded dioxerium salts (IV.) with boron tri-

fluoride etherate in & reversible way,

whilst the 2«

~mothyl and 2-phenyldioxanes (II.) gave the correspon~

ding salts with triphenylmethyl fluoroborate in yields
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depending on the substituent. The open-chain 1,3-
~propanediol halogeneagetates and halogenebenzoa-
tes, as well as thelr tosylates and brosylates
(I11.) also afforded the corresponding dioxenius
fluoroborates (IV.) with silver fluoroborate.

Concerning the tendency for dioxenium salt
formation, we found that in case or pre-formed
cyclio compounds (I. and II.) the dioxenium salt
(IV,) was obtained in highes yield with R =R, = H
and RZ-RB. In case of open-chain derivatives(III.)
the corresponding eyelic dioxenium salt (IXI,)was
yielded in the best yield when 32-33- R.
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