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Synthesis and Structures of Haloalumanes and Dihaloalumanes Bearing a Bulky Ferrocenyl
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In general, trivalent haloalumane derivatives are known to exhibit higher order structure with
halogene bridging due to stabilization of the vacant 3p orbital of the Al atom by the
intermolecular coordination of the lone pair of the halogene atom. Thus, the inherent high-
electrophilicity of trivalent tricoordinated alumanes should be weakened. In this study, we
aimed to synthesize trivalent tricoordinated haloalumanes existing as monomers by kinetic and
thermodynamic stabilization with bulky ferrocenyl ligands. As a result, we have succeeded in
the  synthesis of  ferrocenyl dihaloalumane and  solvent-coordination-free
bis(ferrocenyl)haloalumane derivatives by the reaction of (Fc*Li),, a bulky ferrocenyl lithium
dimer, with various aluminium halides. In particular, during the formation of bis(ferrocenyl)-
bromoalumane and -iodoalumene, the unexpected 1,1’-migration at ipso-position of Al atom
were observed to give the corresponding isomers. We will report the structure and reactivity of
the obtained bis(ferrocenyl)haloalumane derivatives.

Keywords : Aluminium; Ferrocene; Bis(ferrocenyl)haloalumane; Ferrocenyldihaloalumane

—MIZ, ZAMO T TV UREERIT, 220 3p BB H T S E VY Lewis FBEMEIC
L0, EREE b ORUREEEZA LEELSNTEY | =i =7 v~ o AKkD
EVREBAERTFHD SN TWD, SRFH LT, »EEWT = at =V EIC K55 EHR
B2 el & B Z I K-> T HER E UTHEET 2 i =i a7 L~
FOEME BN E LIRGT 21T 70, TOREER, hEanw7ontro) FHETHD
(Fc*Li), &Ffix D AT VI =T L EDRISICE Y | DEEmWT = rt =LK
HETH, ZJzukm a7 v B OREENORWE A (Zak=)L)
Na TV VBB IROERKRICEKRTI L, B, X (Zxuak=)) TaETILw
BLIOEPR (Zzat=)l) I— KT~ OEKRDOBRIZ, Fe*kED 1,17 fzTT IV
= NEHANLE DA LT AR DG DIV 2 E D USSR CRE R 7oA iE AR L
DT T2 BN bhotz, AEERTIE, 2h bbbt R (k=) N1
TV~ VEREROREER L OKSEIC W TS T 5,

S < D i

Fe o Fe Dtp ; < :
- AICly -Cl L Fo= 2 D!
o 4 ptp ———=— DB A" Dp : Dtpﬁg ;
Dtp Dtp @ ' '
Fe Fe ' :
=7 = 3 ;
=(Fc*Li), ! Dtp= :
S X : :
Fe Dtp Fe Dtp
= x X e
L AXs by w Dtp + Dtg Al
X=Br, | bip
Fe Dt Fe Dt
i —

© The Chemical Society of Japan -E1133-2am-03 -



