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The first NH aldimine organometallic derivative is un-
expectedly formed by the cleavage of the nitrogen–carbon
bond of the amino acid fragment of the Schiff base
2,4,6-Me3C6H2CHNNCH(CH2Ph)COOEt when the imine is
treated with palladium acetate.

NH aldimines have been proposed as unstable intermediates in
many reactions and their highly unstable nature is well
documented.1 The first evidence for the existence of the NH
aldimines, containing a saturated alkyl group, was reported in
19821a and PhCHNNH was identified in 1985 by NMR studies
in C6D5CD3 at 270 °C and by the reaction with methylamine to
yield N-benzylidenemethylamine via a transimination re-
action.1b Only two NH aldimines have ever been isolated, in
both cases at low temperatures.1c,d Recently, Chen and Brown
have reported the synthesis of stable adducts of these imines
with boranes, as new intermediates for using these ligands in
organic synthesis.2 Besides this, the formation of NH aldimines,
during monoamine oxidases (MAO) catalyzed transformation
of amines, has been established by biosynthetic investigations.3
Monoamine oxidases are primarily responsible for norepinephr-
ine, serotonin and dopamine metabolism and MAO inhibitors
are used as antidepressant agents (depression has been asso-
ciated with decreased functional amine-dependent synaptic
transmission).4

As part of our continuing studies on the synthesis of
metallacycles containing N-donor ligands5 we have investi-
gated the action of palladium acetate on the Schiff base
2,4,6-Me3C6H2CHNNCH(CH2Ph)COOEt, obtained by con-
densation of mesitaldehyde with the L-phenylalanine ethyl
ester.6 The reaction was performed in toluene for 1 h at room
temperature and the reaction residues were treated with LiCl in
acetone for 30 min to afford a mixture of compounds. The

chloro-bridged exo-cyclopalladated dimer 1 (that contains the
imine in the Z-form) was isolated, after purification by SiO2
column chromatography, in the first colored band (Scheme 1).7
A complex mixture of products were eluted in the second
colored band. Reaction of dimer 1 with PPh3 afforded the
mononuclear exo-complex [PdCl(C–N)(PPh3)] 2. The reaction
between PPh3 and the mixture of compounds obtained in the
second colored band afforded a new mixture of compounds that
were separated by SiO2 column chromatography, to afford the
exo-derivative 3 (that contains the imine in the E-form), the
endo metallacycle 4 and the NH aldimine derivative 5, in 20, 25
and 15% yield, respectively. Compound 5 is unexpectedly
formed by the cleavage of the nitrogen–carbon bond of the
amino acid fragment and, to the best of our knowledge, is the
first NH aldimine organometallic derivative described.8

All the new organometallic compounds obtained were
characterised by elemental analysis, IR spectra and 1H and 31P
NMR experiments. In some cases 2D-NMR experiments and
positive FAB-mass spectra were carried to complete the
characterisation.9 The high field shift of the aromatic protons of
the palladated ring in compounds 2, due to the aromatic rings of
the phosphine, indicates the cis disposition of the phosphorous
relative to the metallated carbon atom, and the chemical shift of
the phosphorous confirms this arrangement.5,10

The structure of 2 was determined by X-ray diffraction (Fig.
1).11,12 This complex is a six-membered exo-metallacycle that
contains the imine in the Z-form.

The structure of the NH aldimine derivative 5 was also
determined by X-ray diffraction (Fig. 2).12,13 It should be noted
that the molecules in unit cell are linked in pairs by two N–
H…Cl intermolecular bonds.

All the attempts carried out for the synthesis of palladium
coordinated NH aldimines, by reaction between NH3 and
mesitylaldehyde in different solvents and reaction conditions
were unsuccessful. Nevertheless we found that compound 5 can
also be obtained from the cyclometallation reaction of Schiff
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Scheme 1 Reagents and conditions: (i) Pd(AcO)2, toluene, 1 h.; (ii) LiCl, acetone, 30 min; (iii) PPh3, acetone, 30 min.
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base 2,4,6-Me3C6H2CHNNCH(Ph)COOMe, which contains the
2-phenylglycine fragment. These results show that the reactivity
of the amino acid fragment plays a crucial role in the synthesis
of 5.

In conclusion we have shown that the highly unstable NH
aldimines can be obtained by reaction between palladium
acetate and phenylalanine derivatives and that these species,
when coordinated to palladium, are so stable that can easily be
characterized and their crystal structure determined by X-ray
diffraction. The synthesis of new NH aldimines from other
biologically important ligands, in the presence of transition
metals, and experiments for clarifying the mechanism of the
formation of the NH aldimine derivatives are currently in
progress.
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Fig. 1 ORTEP plot of 2. Selected bond lenghts (Å) and angles (°): Pd–C(1)
2.002(2), Pd–N 2.109(2), Pd–P 2.2543(7), Pd–Cl 2.4010(7), O(1)–C(9)
1.164(4), O(2)–C(9) 1.294(4), N–C(12) 1.264(4), N–C(8) 1.483(3); C(1)–
Pd–N 81.78(9), C(1)–Pd–P 90.58(7), N–Pd–Cl 89.79(6), P–Pd–Cl
98.88(3).

Fig. 2 ORTEP plot of 5. Selected bond lenghts (Å) and angles (°): Pd(1)–
C(10) 2.041(5), Pd(1)–N 2.067(3), Pd(1)–P(2) 2.2597(10), Pd(1)–Cl
2.4354(12), N–C(1) 1.275(5), C(1)–C(2) 1.454(6); C(10)–Pd(1)–N
82.39(17), C(10)–Pd(1)–P(2) 94.15(12), N–Pd(1)–Cl 88.67(12), P(2)–
Pd(1)–Cl 95.17(4).
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