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II** REVISED **!!
Synthesis, Structurand Reactivity of Doublyrans-Spanning bis(dialkyl selenide)
Complexes; A New Route to Diselenamacrocycles Vierhe Metathesis in Metal

Coordination Spheres

Hemant Joshi,® Sugam K harel,® Nattamai Bhuvanesh, John A. Gladysz"®
Department of Chemistry, Texas A&M University, P0x830012, College Station, Texas
77842-3012, USA

Abstract: The reaction of selenium with NaBtand Br(ChH)gCH=CH, (2.0 equiv each) gives
the dialkyl selenide Se((GhCH=CH,)» (91% after workup) which is combined with PsCl
(0.5 equiv, toluene) to giverans-PtCh(Se((CH)gCH=CH,),)> (10, 85%). The reaction cf0
and Grubbs' first generation catalyst yields maprtbctrans—P'tCIz(Se((CI—b)GCH:CH(CH2)6)2-
§e) L1, 60%) as a mixture afyn/anti isomers with respect to the selenium lone paing feac-
tion of 11 and PhZn gives the diphenyl completxans—F"tPty(Se((Cl-jz)(SCH:CH(CH2)6)ZS'e)
(12, 86%; mixture of isomers). Wheli is treated with K under conditions that hydrogenate re-
lated diphosphine complexes (5 bar, 50 °CgB¥RhCI or PtQ, CH,Cl,), no reaction occurs.
Under more forcing conditions, (8 bar, 85 °C, PdlgHsOH), 11 and12 give the demetalated
diselenamacrocycle Se{gH,g)-,Se (L3; 72-67%). The crystal structures Tf and12 showanti
selenium lone pairs anlans C=C linkages; that 013 exhibits columns of extended macro-
cycles.
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Highlights
A diselenamacrocycle is assembled in a platinunndination sphere by C=C metathesis
Substitution of the chloride ligands of the platimdiselenamacrocycle is possible
Attempted hydrogenation of the diselenamacrocyetaches it from platinum
All solid state molecular structures of these speeixhibit inversion centers
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