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The cyclopalladation reaction of imines derived from aromatic
aldehydes has been studied in detail [1] and its derivatives
present applications in different fields, from which it is note
worthy its use as precatalyst in C-C and C-heteroatom coupling
reactions [2]. The cyclopalladation reaction of imines derived
from aromatic ketones has not yet been studied in detail [3].
Recently, we have started a research line with the aim of
preparing cyclopalladated benzophenone imines and exploring
their applications in organic synthesis and medicine.

Imines a - d were prepared by a condensation reaction between
benzophenone and the corresponding amine, using TiCl, as acid
Lewis catalyst (Scheme 1). The action of palladium(ll) acetate on
imines a - d produced the endo (with C=N inside the
metallacycle) dinuclear cyclopalladated compounds (1) with
acetato bridges. A posterior metathesis reaction with LiCl gave
place to the dinuclear compounds (2) with chloro bridges, and a
splitting reaction with PPh, vyielded the mononuclear
compounds 3 - 4. Imines a - d and compounds 1 - 4 were
characterized by elemental analysis, mass spectrometry, IR and
'H, B3C{lH} and 3P{*H}, NMR. In addition, the crystal structures
of 4a and4b were determined (Figure 1). All compounds were
obtained in good yields (60 — 90 %) and were stable in contact
with air at room temperature in the solid state and in solution.
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R = phenyl (a), 1-naphthyl (b), benzyl (¢), a-methylbenzyl (d)
Scheme 1: i) TiCl, catalyst, toluene, 24 h, reflux, molar
ratio TiCl,, ketone, amine = 1:1:5; ii) Pd(OAc),, HOAc, 60
" C, 24 h, molar ratio Pd(OAc), / imine = 1:1; iii) LiCl
excess, acetone, room temperature, 2 h; iv) PPh,,
acetone, room temperature, , 1 h, molar ratio PPh,/ 1 or
2=2:1.
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La ciclopal-ladacio d'imines derivades d'aldehids aromatics s'ha
estudiat en detall [1] i els seus productes presenten diferents

aplicacions entre les que destaca el seu us com a Ph, Y
precatalitzadors de reaccions d'acoblament C-C i C-heteroatom NN iminesa-d
[2]. Les reaccions de ciclopal-ladacié d'imines derivades de Ph .
cetones aromatigues no han estat tant investigades [3]. i)
Actualment, hem iniciat una linia de recerca destinada a - HACO
preparar benzofenona imines ciclopal-ladades i explorar les Y
seves aplicacions en sintesis organica i en medicina. 7N
Les imines a - d s'han sintetizat mitjancant una reaccid de X
condensacio entre la benzofenona i I'amina corresponent,
utilitzant com catalitzador TiCl, (Esquema 1). L'accio de l'acetat N Pd— | —
de pal-ladi(ll) sobre les imines a - d produeix els compostos i AC‘) 2
. . . - CU—
ciclopal-ladats dinuclears endo (amb I'enllag C=N dins del metal-lacicle) | fa-d
. . 7 \ . . 1l
acetats pont (1). Una posterior reaccido de metatesi amb LiCl -)LiAcO
condueix als compostos dinuclears amb ponts cloro (2), i la
reaccio amb PPh, als compostos mononuclears 3 - 4. Les imines V/\
a-diels compostos 1 - 4 s'han caracteritzat mitjancant analisi
elemental, espectrometria de masses, IR, RMN de 'H, de 13C{*H} Ph X
i de 31P{IH}, i per als compostos 4a i 4b s'ha determinat NN
I'estructura cristal-lina (Figura 1). Tots els compostos indicats . o
s'obtenen en bons rendiments (60 -90 %), i son estables a l'aire n” ‘ 5
en estat solid i en solucio a temperatura ambient. Cl—
2a-d v
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