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Abstract

The thermal (t-amyl alcohol, 310 to 340°) and acid catalyzed
(2N H,SO,, 145-170°) rearrangement of N-allyl-aniline (1),
N-allyl-N-methyl-aniline (2) and (E)- and (Z)-N-but-2’-
enyl-aniline [(E)- and (Z)-3] was investigated. In contrast to
earlier reports [3,4], 1 rearranges thermally to yield 2-allyl-
aniline (4), but an appreciable amount of aniline (30—40%),
resulting from homolysis, is also formed (scheme 1). The kinetic
secondary H/D isotope effect (ky/kp) for the rearrangement of 1
and B,y,y-d;-1 is almost negligible (0,98 + 0,09; 340°), but the
deuterium in 4 is, in accordance with a [3,3]-sigmatropic process,
exclusively located at C(a) and C(f). The anilines 2 and (E)- and
(Z)-3 show, on heating, much higher portions of splitting
(~ 60%) and side reactions (~ 20-30%). The amounts of the
rearranged anilines 5 and 6 (with inverted allyl chain) are in the
order of 10-20% (scheme 2). On the other hand, all anilines
undergo clean [3,3]-sigmatropic transformations in 2N H,SO, to
give the corresponding 2-allylated anilines 4, 5 and 6, respectively
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(scheme 3). Almost no decomposition (< 2%) into aniline or
N-methyl-aniline is observed. The acceleration factors (kyg+/k4)
at 310° are in the order of 10 (see table 1).

In Fortfithrung unserer Untersuchungen der thermi-
schen und sdurekatalysierten Umlagerung von N-Allyl-
anilinen — Methylgruppen in a-Stellung des Allylrestes
tragend (vgl. [1,2]) - beschiftigten wir uns mit dem
thermischen Verhalten von N-Allyl-(1), N-Allyl-N-
methyl-(2) und (E)- und (Z)-N-But-2’-enyl-anilin [(E)-
und (Z)-3] in neutralem und schwefelsaurem Milieu.
Gemaiss dlteren Befunden ergibt 1 [3,4] oder auch
N, N-Diallylanilin [4] bei der Thermolyse (250-700°)
neben undefinierten harzigen Materialien nur die Spal-
tungsprodukte Anilin und gasférmige Kohlenwasser-
stoffe. Andererseits ist bekannt, dass 1 in Gegenwart
von wasserfreiem Zinkchlorid bei 140° in ca. 42%
Ausbeute in 2-Allyl-anilin (4) iibergefithrt wird [S]
(siehe auch [6]).
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