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SUMMARY 

Treatment of dienium complexes of tricarbonyliron with tertiary arnines leads 
to either addition or proton abstraction depending upon the substitution pattern. 

Dehydration has proved an effective method for extending conjugation in tri- 
ly2 carbonyliron complexes _ High yields have been obtained in cyclic systems when the 

reaction was carried out in two steps’ (dehydroxylation and deprotonation). Attempts to 
extend these and other synthetic reactions to acyclic compounds point to reactivity differ- 
ences between cyclic and acyclic systems. 

Acylation of diene-Fe(CO)a (1)3*4 followed by reduction with sodium borohydride 
gave the alcohols (II). Dehydroxylation of (II) with fluoroboric acid produced the salts (III) 

in high yield. Addition of excess tertiary amine (R = Me, Et) to a methylene chloride solution 
of (III) afforded (V) in the case of (IIIa) and quatemary ammonium salts in the case of both 
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(a) Rr =R2 =Me 
(b) RI=H, Rs=Me 

(c) Rr =H, R2 =Et 
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&Ibi. +ii- (&+)?~‘he st&t& cf(V) yas deduced km .$&trosctipiti~d& and by &con- 
vbshn~in acid $l) &et&al @Ia). it is clew-from IR spectra df(Iljb) a& ~VC) on the .- 

o:&er hk@ that th$contN b&h BF:. and “neutrti’.kCIO. It -&as not possible to.ded&e 
: fiomt&e IQ& s&&.& of@&) the site .of NMes addition.-.The very ciifferent behavieur : 

of (ILIa) howeve+ &I&&~ t&e as&gnment of structure (IV). 
It hqs bein poilnted out .%.hat Cyclic dienium salts are more stab&than their acyclic 

analogli~s . 5- For exampIe tricarbonylcyclohexadieniumiron (VI) is unreactive towards ’ { 

n&&l~wate$6 awhile the-reaction with.(IIIa) and (1IIc)‘is essentially complete, kJ?l3 was 
m~a&r~d for.10-3 M solutions] . . This c&d represent g greater posit&e charge on the metal 
in the &y&c c&& and also that no great difference exists between (IIIa) and (IIIc) in this 
r&pe+ It ispos.sible therefore that the tertiary amine reactiofi is controlled by steric factors. 
Attempts to substitute CO in (III) by I- w&e uns~cess$ul and this could also point to a 
Iower positive charge.on the metd in (III) than in (VI). 

In Table 1 are presented the IR spectra.for some of the compounds. 

TABLE1 

iR SPECTRA (R = Et) (Nujol mull, cm-*_) 

v(MC-0). @&) 

IIIa 2105 2040 2060 1060 
IIIb 2120 2060 1060 
rirc 2120 2060 1060 
wt. 2050 1960 lOSO- 
Jvc 2050 1960 1050 
V= 2050 1940 - 

Q Liquid film_ 
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*Ali new. compounds gave satisfactory elemental analyses. 


