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The monomeric complex of platinui(II) with endo - 

dicyclopentadiene described in 190s by Kofrnan-n and von 

Narbutt (l), which has been shown (2) by X-ray crystal. 

lography to be (A), reacts with methanol (1,3) to give 

the dicyclopentadiene methoxy-chloride (B). The reac- 

tion of this Liimeric product with amines (3) affords 
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monomeric compounds of the type 1 dieneOR,emine PtCl 1 (c). 
RX2 studies of the pyridine derivative Five recently shown 

(4) that the addition of the methoxyl group to (A) is ste- 

reospeoific: the attack leads to an exe-5-meth.oxy deriva- 

tive with the metal in endo position (St). 

It clearly appears, therefore, that botii (A) and (C) 

must be resolvable in optical antipodes. 

By trying to resolve this type of asymmetry we have 

obtained by reaction of (B) with (S)-u-plienethylsmine 

( iaJig-40. 3, neat) the diastereoisomeric pair of the ty- 
pe fiieneOR,(S)-a-phenethylsmine PtCl~. This product had 

G5- 8.5 (c 0.7, methylene chloride). After fractional 

crystallization from CC14/cyclohexane (1 :l) and recrystal- 

lizing until constant optical rotation was reached, two 

fractions were obtained having respectively [~]:~-114 and 

Cal i5 +lOO. These fractions and the diastereoisomeric pair 
have very nearly identical IR spectra. From each of these 

ISVO diastersoisomers the amine was removed by adding RC1 

to the methanol solution yielding the dimer (B) in an op- 

tically active form, The methoxyl group was then elimina- 

ted, by boiling concentrated hydrochloric acid, yielding 

an optically active product which showed IR spectrum and 

analysis identical with (A). 

TFE optical activity of this product was connected to 
the presence in it of enantiomeric dicyclopentadiene. 

The olefin was recovered from the product by shaking it 
with aqueous sodium cyanide, and, in a preliminary experi- 
ment, we obtained, for the first time, optically active 
endo-dicyclopentadiene, c ax5 +60 (c 0.8, carbon disul- 
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phide)), according to the reported scheme; where the 

clearly don't mean any configurational assignment: 
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R.zrther studies, tending to establish the optical. purity of 

the olefin and of the resolved complexes are in progress. 

Our interest in t'ne separation of enantiomers of the ty- 

pe (A) stems from the possibility of finding evidence of a 

difference in reactivity of an unsaturated carbon atom in 

the two opposite configurations that this carbon can achie- 

ve when linked to two different groups and coordinated to a 

transition metal (5). Lg., after reaction of the levorota- 

tory enantiorncr (2.) with an excess of dl sec. butyl 'alco'hol, 

we recovered unreacted alcohol as a dextrorotatory product. 

This preliminary finding indicates the existence of the 

possibility of asymmetric induction: this effect is now un- 

der quantitative investigation. 
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