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Transition metal complexes of po@wdal bmu&ating ligand systems provide tke opportwity to study 

the magnetic exchauge intemctiOn and the mukielectron I&OX prtxesw between the two metal centers and the 

activation of small molecules such as N2 or 9. They have wxived much attention as models of sewnal 

metallopro@ins.14 AlmOst all Of the complexes described in literature imply equivalent envimnments of the 

two metal ions, since the use of symme&al polypodal diiucleating ligands g&y simplify the synthetic 

problem. 

We descsik hezzin a simple synthetic strategy. a&wix~ the abtention of i&a&s potentially suited far 

the prepaz&cm of dimekMli campkxes impIying two non quivakat CampIexaticrn s&3 . Because siinpk oxa- 

bridged eom@exes are kn0w0 tu dissociate. we have focwed Our attention on bang dim&&q 

ligand systems [Scheme f 1. 

Our synthetic strategy is depicted in Scheme 2 : it implies the key synthon S. which is prepared in two 

steps fn>m a commercial sample of 2.6 - bis (hydroxymethyl) = 4 - methyl phenol, with a 65% yield.7 It must 

be emphasized that usual binucleating ligands (L = L’) may also be pmpared from the syntbon S. by using the 

same L-C&-NH-CH2-L reagent in the steps (iii) and (v) . 
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L. C : mono or bktentate lii for transition metal ions 
,,J : F&111 ; M&llt,lV ; Cui.ll ; Colt _._..... 

ThecccrdifWonsphereofeachmetalionmaybe achievedbyexog8naus brideinaligands 
(e.g.acetate)aby ~lfgandssuchaschfcrkla,watsr,sdvent.. 

Scheme 1 

<;eneral prucedure 

Syntkon s : 

(i) : A mbture of 2,s_biric-(h~o~~~)-smethylphenoi (2Og, 119 mmol), benzaldm dimetfiyiacetal (22.3 

g. 145 mmol) and p.tofuerte sulfonic acid monohydrate (400 mg) in DMF (1 OOmI) was rotamd under as@rator pressure at 

50°C for 5.5 hours : the crude fxoducl @l.c. on silii, pentan@ethyl acetate 512. Rf = 0.47) was dlkdad with 

ChkxofamandwashedS uazesshrely with a sclution of scdiun hydrogen carbonate, water saturated wkh NaCl and dried 

(Na2SO4). After filtration and removal of solvent, the crude compound solWed with tie and wa?i reqataflized fmm 

hexane/athyl~e8/1(whlte~:m.p950C:yield:85%).Spectrascapicdaxa(1Hand13C~R.IRsndMS)are 

consistent with the assigned structure . 

(ii) : To a solution of this ~oduct (1Og. 39 mmol) in 200 ml of anhydrous DMF. were a&ted under nitmgen 

abnospherelg.4g(58mmd)of~t~~~.Theresldtingsdutknwascookdinanice~and15.35g(58 

rn~)~~~w~e~~.~~~~~~t~ e ovemight, quenched w&h 

methancl and eW to dryneaa f The restdue was mirif&l by colunn chmnatogaphy fsfflca-gal ; 

hexane/diihlommsthane WI) to yield 9.35 g (75 %) of pure S as a while cfystal (mp. Q3 “C).? 

The reactions of S with L-CH2-Nl-l-CH2-L reagents (iii) as well 8x3 the (ii) and (v) steps have been reabad by 

classii procedures. 
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It must be ernp~~~ that the yield of (v) is largely impwed when using hydroxy 

pups _ Spectmstxpic data far 4 CL = 2-p~~i~ and 5 (L = 2-pyzidyl ; L’ = 2-hyd~3xyp 

hemin 83 . Other target pm&c@ obtained in (v) will be described Esther . 

The synthon S and the general synthetic strategy depicted in this paper may allow the syntheses of 

vaf%ous dinuckating ligands bearing two chemically distinct cowdination ewironmentr _ ll3esf2 Ii 

great interest, since “in dimxkar ~~~ bio-sites, the metal ions ate often found in 

envhwrments” I0 . Vay iixeaiy, a ligand of this type has beefl des&bed, which has been 

another procedurtI1 . The preparation and the cbterization of various dimetalk complexes of the ligancts 

synthesized herein are in ms. 
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