New Reactions
1. Radical Allylic Halogenations (Section 14-2)

Br
MRS, OO, by

|
RCH,CH=CH, —————— RCHCH=CH, + RCH=CHCH,Br
DN of allylic C<H bond = 87 keal mol '

2. SN2 Reactivity of Allylic Halides (Section 14-3)

ACCHIN

CH,=CHCH,X + Nui~ —— CH,=CHCH,Nu + X

Foster than erdinary primary halides

3. Allylic Grignard Reagents (Section 14-4)

CH,=CHCH,Br —= B0 oy — CHCH,MgBr

Can be used in additions o carbony | com pounds



4, Allyllithium Reagents (Section 14-4)

CH,CH,CH,CH,Li, TMEDA REHL‘H:CH; L’

ph, of allylic C-H bond = 40

RCH,CH=CH,

5. Hydrogenation of Conjugated Dienes (Section 14-5)

PO, CHLCHAOL

CH,=CH—CH=CH, & CH;CH,CH,CH; AIl" = =57.1 keal mol™

but compare

H., Pd-C, CHOHLOH

CH,=CH—CH,—CH=CH, —— - CH,(CH.)CH, AN = —60.8 keal mol

6. Electrophilic Reactions of 1,3-Dienes: 1,2- and 1.4-Addition (Section 14-6)

X
HX
CH.=CH—CH=CH, —— CH,=CHCHCH; + XCH,CH=CHCH;



X
X,
CH,=CH—CH=CH, — CH,=CHCHCH:X + XCH.CH=CHCH,X

7. Thermodynamic Compared with Kinetic Control in Sy1 Reactions of Allylic Derivatives (Section 14-6)

b4
Slhom : Fast |
CH,CH=CHCH.X +— CH,CH=CHCH, + X = (H,CHCH=CH-
More stable Stability of primary Less stable
product allylic cation = erdinary product

seoondary cation , .
{(Formation reversihle

at higher temperature)
8. Diels-Alder Reaction (Concerted and Stereospecific, Endo Rule) (Section 14-8)
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A = gleciron acceplor
Requires s-cis diene; better with electron-poor dienophile



