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Treatment of PA(PPh;)s with 2-bromo-3-hydroxypyridine [CsH;N(OH)Br] and 3-amino-2-bromo-
pyridine [CsH;N(NH;)Br] in dichloromethane at ambient temperature cause the oxidative addition reac-
tion to produce the palladium complex [Pd(PPhs)a{ ql—CngN[DH)} (Br)], 2 and [Pd{PPhs), {T‘|1—
CsH3;Ni{NH;)}(Br)], 3, by substituting two triphenylphosphine ligands, respectively. In dichloromethane
solution of complexes 2 and 3 at ambient temperature for 3 days, it undergo displacement of the triphen-
vlphosphine ligand to form the dipalladium complexes [Pd(Pph])Br]z{I_l,ﬂz—CjH]N(DH)}Z, 4 and
[Pd{PPh;)Br]24 u,r]z—CngN(NHz)}z, 5, in which the two 3-hydroxypyridine and 3-aminopyridine ligands
coordinated through carbon to one metal center and bridging the other metal through nitrogen atom, re-
spectively. Complexes 4 and 5 are characterized by X-ray diffraction analyses.

Keywords: 2-Bromo-3-hydroxypyridine: 3-Amino-2-bromopyridine; Palladium; Dipalladium;

Nitrogen-assisted: X-ray diffraction.

INTRODUCTION

Palladium complexes catalyzed forming C-C bond
process are the most important reactions in organic synthe-
sis." Intramolecular reductive elimination of Pd-N binu-
clear cumplexz [Pd{p-CoHgN ) p-dppm) ]2(Cl}): yielding or-
ganic compound 2,2"-biquinoline and complex [Pd2Clo-
(dppm).] has been reported. A. Beeby® reported a pyridyl-
bridged palladium complex as an effective precatalyst for
the Suzuki cross-coupling reactions of a variety organobo-
ronic acids and aryl bromides. The catalytic activity of di-
palladium complex [PdBry(Bhz-bimy)]: in aqueous Suzuki-
Mivyaura cross-coupling reactions were studied by Huynh.‘
The pullada{:}'clei complex {Pd[P{o-CsHaCHz)Pha]}2(p-
0Ac), is a high efficient catalyst precursor for the coupling
ofaryl boronic acids and ary] halides. Complex [(LPACl,),]"
(L = N,W'-bis(2,2-diethoxyethyl)imidazolium) exhibited
excellent catalytic activity in Heck reaction.

Recently we reported syntheses, reactivities, inter-
and intramolecular dissociation, and crystal structures of

Pd complexes containing lhiu{:m‘l:rz:n‘nu;\;1,,T oxythiocarbon-

}'1,5 lhiu‘.r:ulinyl,g and melh}'lp}'ridinew moieties. These lig-
ands induced forming binuclear complexes in which those
were assisted by nitrogen or sulfur atom.

In order to obtain a better understanding of how these
ligands interact with the metal center and the following
study for applying in organic synthesis, we report the syn-
thesis and erystal structures of dipalladium complexes in-
cluding the 3-hydroxypyridine and 3-aminopyridine con-
taining ligands in this paper.

RESULTS AND DISCUSSION

Treatment of Pd(PPhz )4, 1 with 2-bromo-3-hydroxy-
pyridine [CsH;N{OH)Br] and 3-amino-2-bromopyridine
[CsH;N(NH,)Br], in dichloromethane at ambient tempera-
ture yield the colorless complexes [Pd{PPh3)2{r'|1—C5H3N—
(OH)}(Br)], 2 and [Pd(PPhs), {n'-CsH;N(NH;)} (Br)], 3,
with 92 and 91% isolated yield, respectively (Scheme I).
The air-stable colorless compounds 2 and 3 are soluble in
dichloromethane and acetonitrile, slightly soluble in meth-

anol, and insoluble in diethyl ether and n-hexane. By con-



