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A BST RACT

A series or tbicp henc-cc nrelning thicc thcrs (L I =I. 6-hill(Z·t hicll)'I)·2.a.clil hi"1Iwxalu·;

L2 = 1. 9-bis(2-thicn)'I)-2,5.S-tr ithianonanc; 1..3 = I. !I-biN(2·t lJicllyl)-2,S-dithia·S·

oxononane; L4 = I. 7-bis(2-thien)II)-2.6-dithiltheptilnc) were pr"l'afNl. I' rl'l'iHillioll

or coppe r(U) , copper( I), molybdenum(O) , and tllngstell(O) complexes willi UlO':lC li,;­

and, and LS (L5= 2,5,7,ID-t.clratb ia(12)(2,5) tbiophenophane) are cICllCril>l..1. TIll'

com pkx cs were studied by nmr , csr, ir, elect ronic lIpt"ClrollC0I'Y ami by IIHIt;I>l't ir-,

X-ray structurel and elect rochemical mcl hCK1lI. The tlt rucl urc' illltll'ml" 'rt ic", or 11M'

coppe r eempl cxes were st udied ill bot h the solid slate and ill solu tiou allll tl l( ' "tr uc-­

t ures were correlated with the s(l·ectroscopic charAclerilltiC5, It 1m... 111'('11 Ilh UW Il t1l;lt

the structures or the ccppcr -thicethcr comp lexes change 1V11I'11 thl')' dissolvl' allll

the extent or the change depends on the solvent and t hl! solution c(J llc(~ntf;\ti() llll.

Variab le temperat ure nmr st udies have been used to exami ne tl1l' lIlc~l ('h c ' llIk;ll l y

no n-rigid processes or molybdenum and tungsten carhonyl complex(!IloClIl~vcra l (.C

the ligand ll. At room tem perat ure, all arc undergoing rapid illvI!tl\ion or configu­

rat ion at lhcir metal -bound sulfurs by a solvent -independent precess. No cvidcllC"C

of Any l,4- heleroa.lom fluxional processes was rou nd Al room tel1ll)CrAlure. hu l at

elevated t..emperal.uteS All unp recedented acyclic I.,,·heleroalom binding lite Ilue­

ionAlily in Mo(COkL2 h M been observed . The moleculAr structures or CllCI2·21.1.

CuCI2·L3, CuB r-L3. and W(COkLS have been determined hy X-ray tuethods .
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