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B-eliminazione di idruro

Gruppi stabili:
metile, benzile (CH,CgH;), neopentile (CH,CMe,), e
trimetilsiliimetile (CH,SiMe;)



Tipico processo di sintesi

CI///,.P d“‘\\\PPh3 2 PhLi Phy/y, 9 wWPPh3
> Pd< '
PhP”  CI prp”  Wpn T 2HC

In alternativa si usano reattivi di Grignard



C-C =137 pmvs 134 pm nell’'etene

n?-alchene
coordinazione side-on




Struttura ai raggi-X di Ru(n?-C,H,)(PMe,),

C-C =144 pmvs 134 pm nell’'etene

metallaciclopropano



Orbitale di simmetria = per

M I'etene isolato, ma di
simmetria o quando l'etene e

coordinato n?, cioe side-on

modello di Dewar — Chatt — Duncanson
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C
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\
H H
¢ ~ AN ~ J \ ~ VAN ~ J
Vacant Filled 7=-MO Filled  Vacant 7*-MO
metal of CZH 4 metal of C2H 4
orbital, e.g. d.
sp.d 5 hybrid
Alkene-to-M donation M-to-alkene back-donation
(a) (b)

modello di Dewar — Chatt — Duncanson
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metallociclopropano



Flussionalita del legame n?-alchene

MLL’ unit stays fixed

etc.
Alkene rotates




[Co,(PhC = CPh)(CO)]

4-electron donor



C—Cin Co,Cy-unit=136 pm VS 120 pm in C,Ph,

| due piani C,Co, cioe i due legami n?, sono circa ortogonali



Dieni non-coniugat

Cycloocta-1,5-diene, cod
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Ni(COd)z



CI///"Pd\\\\NCPh cod CI////'Pd‘\\\\\\j
cl*  NCPH - c \\ + 2 PhCN




o-acceptor?

n-acceptor
LUMO

n-donor
HOMO

oc-donor
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Butadiene -
glace nel piano xy,
sopra al metallo
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Cl C4
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[Mo(n*-C3Hs)(n*-CH,CHCHCH,)(n°-C5Hs)]
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neo-Menthylcyclopentadienyl



Allile, CH,=CH-CH,’

M
1]1'(CH2CH=CH2)
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n3(CH,CH=CH,) ™



1n>-(CH,CH=CH,)
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[Ni(n>-C3Hs),]

2C.H:MgBr + NiCl, — [Ni(n3-C3Hs),] + 2MgBICl









Meccanismo di scambio syn-anti
n®—nt—n’



(b) ©

[Mo(n*-C3Hs)(n*-CH,CHCHCH,)(n°-C5Hs)]



