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In our previoue paper (1) we have reported debromlnation oondltione for 

1-bramo-3-bromomethyladamantane aoaompanied by fragmentation of the adamaatane 

nuoleue and formation of J,?-dimethyleneMoyolo~,3.~nonane (la). The next 

homolog of la, 3-aethylene-7-othylldenebioyolo ~.3.~nonane (1 b), we have In- 

tended to syntheeise by the eimllar eequemce of reaotione. 

Ia. R=H. Ib. R&Ii3 V 

The starting l-hydroxy-1-(adamantyl-1)ethane (2) under heating in a sealed 

tube with saturated eolution of hydrogen bromide in gleoial aoetlo aoid form6 

1-bromo-1-(adamantyl-1)ethane II [yield,57$; b.p.l33-134'/5 mm; Sl,63(3H, re- 

thyl, doublet, 6=7 ops), 81,64 (12H, nethylene, partially reeolved doublet, 

J=2,5 cpa),E2,00 (JH, bridgehead, broad einglet),%3,83(1H, qUaI%t, 517 CPS$ 
. 

Quit,@ unexpectedly the bromination of the bromide II with bromine without 

solvent (2 houre, 100') instead of 1-broao-1-(3-broaoadamantyl-1)ethane (III) 

ylelded1,2-dibrooo-1-(adamantyl-1)ethane (IV) [yield, 8496; m.p. 61-62's 81,70 

(12H, partially resolved doublet, J= 2,5 ope),&2,05 (3H, bridgehead, broad 

einglet),83,20-4,15 (3H, side ahain ABC eyatem)]. 
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The. etruature of 

nyladamantane V under 

No. 36 

dibramide IV was supported by its conversion into l-vi- 

debrominatian by zinc dust In boiling dlnethylfonnamido. 

The olefin V [yield, 84s; b-p-. 66067'/41wn; 81,57 (6H, triplet, J=2,5 aps), 

8 1,71 (6H, doublet, J=2,5 cps), 81.98 (3H, bridgehead, broad singlet), 84,SO 

(2H, methylene) AD and s5,65 (lH, methlne) C parts of ABC system, J-=2,1 cps, 

JgC=lO,l Cp8, J&8,3 cpe] was identical with authentic sample (3) and after 

addition of two bromine atoms at roam temperature in CC14 gave dibromide IV. 

The bromination of the compound II into the methyl group is Unique enough, 

especially in the presence of three bridgehead hydrogens, capable to be substi- 

tuted for bromine in the same conditions. The presence of the bromine atom in 

the d-position of the substituent does not prevent the bromination of the ada- 

mantane nucleus, I-bromomethyladsmsntane being the example of this (4). We con- 

sider it possible to explain such an unusual brominatian pathway by the folloa- 

ing. The bromine atom was split off with bromine molecule as the known ~'5 

anion, and aarbanium ion thus formed simultaneously lost the proton in (J-PO- 

sition. The addition of bromine molecule to the double bond gave the dibromide 

IV. The formation of complex mixture of polybromides, possibly containing brid- 

gehead bromine8 alao, under 

be noted, though this ought 
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All new compounds gave satisfactory elemental analyeee. NMR spectra were ta- 

ken on the Varlan A-6OA spectrometer in Ccl4 solutions with TMS as internal 

etandard. 

the prolonged refluxing of II with bromine should 

to be subjected to further studies (5). 
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