€300 "i!'ff - Journal of Organomerallic: Chemistry: 51 (1973) C30-€32 -
R ©Elsev1er SequolaS A, Lausanne-— Pnntedm'l‘he Netherlands B

-Prehmmary commumcatron

"'Resolutlon and absolute configuratron of an organopalladmm(ﬂ) complex
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Istztuto Chrmzco, Umversxta di Napolx, via Mezzocannone, 4 - 80134 ‘Napoli (Italy)
(Recerved Februa.ry 14th 1973) ’

: “We descnbe here the resolutxon of chloro(2-methoxy-3N N—dunethylammopropyl—
C’l N)[(S)-a-methylbenzylanune] palladium(II) (complex I). This complex possesses a.¢
carbon—metal bond adjacent to a chiral center. The absolute configuration of a drastereo-
isomeric. form of (I) has been deterrrunated by X-ray drffractmn analysis.
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Complex (I) is a derivative of the bmuclear complex (II), isolated and characterized by
Cope-and coworkers . It is obtained from (II) by rupture of the bridge with amine,
followmg the procedure descrﬂ:»ed2 for the analogous reaction between (II) and (C¢Hs)3P.
: Fractlonal crystalhzatlon of crude (I) from benzene/n-heptane (1/2) allows separation of
'_two diastereoisomers; Ia ([a] -42.3; ¢ 1.2, CHCl3) and Ib ([«] +39.5; ¢ 1.2, CHCl;).
‘Reductlve drsruptron of (Ia) (with LiAlH, in Et,0O suspension), followed by standard
‘separatron procedures yielded levorotatory N,N-dimethyl-2-methoxypropylamine.
Product Ia crystallizes in the orthorombic system, space group P2,2,2;,a=
: 14537+003 b 11 570+002 c= 9892+002 Z=4,Dm=155g" cm'3 Dc=1.55
grem : '
“A total of 900 mdependent non-zero reﬂectrons, recorded with a Siemens four-
c1rc1es automated drffractometer (MO-K,,, radxatron), were used for the structure determina-
tron The structure was solved by standard heavy atom procedures and refined by least
, squares calculanons toa current conventional factor R = 0. 065 The data were not:
g corrected for adsorptron or anomalous drspersxon Lo : '
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Fig. 1. Molecular structure of (Ia) including geometrical parameters.
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Fig. 2. Electronic absorption of (Ia) and circular dichroism of Ia (—) and Ib (----) in MeOH.
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I A molecular model 1s shown in F1g 1 toget.her thh some geometncal parameters )
: ;'The square-planar coordmatlon at palladium i is shghtly dlstorted ‘the Pd—Cl distance -
» (245 R)is larger than the ﬁgure usually’ quotedz, p0551bly due to the h_tgh tTans-effect of
. the a bond.. : : ,
R The presence of the atnine cthal center of known absolute confi guratton (S)
allows assxgnment of the absolute conﬁguratxon (S ). to the asymmetnc center ad_]acent to' .
--the @ C—Pcl bond. , : : : :
! The electromc absorptlon and cucular dlchrmsm spectra of Ia and Ib are reported
in F1g . In-the region of the d—d electronic transitions of palladlum(ll), ie. between
© 25000 and 35 000 cm™, the CD spectra of the two diastereoisomers are very similar,
] showmg two absorption maxima of opposite sign (Ia, 29 000 cm™, Ae + 0.05, 34 250
om™, Ae- 0.72; Ib, 28 500 cm™, Ae +0.22, 33 300 cm ™', Ae - 0.61).
This phenomenon, although perrmttmg unambiguous correlations between the
51gn of the CD absorption bands and the absolute configuration of the chelate ligand, can
_ be attributed to the presence of the coordinated (S)-a-methylbenzylamine® and to the
poor contribution of the asymmetric ligand™.
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*CD bonds of very low magnitude, associated to d—d transitions, have already been observed for
other chelate four-membered ligands coordinated to pall, cf. ref.4. .




