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In connecuon wth a general synthettc scheme where dlenes are converted to carbocychc compounds 

via transltton metal-dtene complexation as Illustrated below, we exammed an ondatlve decomposmon of - 

1, 5-cyclooctadlene-PdC12 complex. It was recently reported that omdatlon of 1,5-cyclooctadlene by WC12- 

Pb(OAc)4 m HOAc gave 2.6-dlacetoxy hcyclo [3 3 0] octane (&), exclusively as the dl-endo isomer. 1 The 

authors ratlonaltzed that the n-complex 1 formed under the reaction conditions, underwent trans-nucleo- 

phtlic addition of acetate followed by cm-msertion of Pd(I1) and another SN2 substltuuon by acetate - 

When the preformed 1, 5-cyclooctadlene-PdC12 complex (i)2 was treated wth Pb(OAc)4 m HOAc at 

r t for 20 hr, the major product isolated m 60% yield was not4 but 6-exo-chloro-2-endo-acetoxy - 

hcyclo ~3 3 OJ octane (2) [lr, 1725 cm -l, nmr 6 1.2-2.1 (m, 8H), 2.14 (s, 3H), 2.9 (br m, 21-9, 

4 2 (q, U-I), 5 4 (q, ltl), m/e 202, 187, 167, 159, 1421 The chloroacetate z was hydrolyzed (KOH/ 

MeOH. r t ) and oxidized (Cr03/H2S04 -acetone) to gave the chloro ketone 3 rlr, 1735cm 
-1 , nmr 6 1 6- 

2 6 (m, 8H), 3 0 (m, 2H), 4.2 (m, lH), Analysm found C, 60 49, H, 6 89, Cl, 22.29 C8H110 Cl re- 

qulres C, 60 57, H, 6 94, Cl 22 02%] 

The nmr spectrum of 2 showed conslderably smaller couphngs for the carbmyl proton at 6 4 2 than the 

carbmyl H at 6 5 4 suggesting that the Cl substltuent has the exo stereochemistry Defimtlve evidence for - 

the structure 2. was obtained by its smooth conversion to the known 4 untb AgOAc m refluxmg HOAc 

When 1,5-cyclooctadlene was treated wuh WC12-Pb(OAc)4 as reportedl, the presence of 2 in ~a 

10% yield could be detected These results seem to suggest that o-bonded complex 5 rather than n - 

complex 1 was formed as the major intermediate in the FvE~~-P~(OAC)~ condttlons. and that CIS- - 

intramolecular bgand transfer from the metal to the olefin carbon is conslderably faster than the well- 

establmhed addition of nucleophlle to olefin-Id (II) complex 394 under these conditions 
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