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communication demonstrates that the Li/K-dithioate 2 corresponds to the d5-synthons 2) 1'9 

i", and 4"' , 

Addition of carbon disulfide to homoallyl Grignard reagent and alkylation of the resulting 

dithioate with iodomethane or 2-iodopropane (in the presence of HMPT) furnishes the dithio- 

esters 2 in better than 80% yield 4) . As with Y.&unsaturated ketones 3d),treatment of 5 first = 
with potassium hydride (O"-20°C) and then with sec_butyllithium/2 TMEDA (-78'C) in THF gene- 

rates Li/K-derivatives of dianions: in as orange suspension, 4i as red-brown solution. Both 

w 

1. CS2/THF 2 equi;. 
MgBr - vs - LiK-2 

2. RX of base 
SR 

(2 and &g as in 2) 

6 
= 

Rj&SCHCH3’* 
SCH3 

7 
= 

(g and 2 as ini) 

8 
= 

‘;: R = CH3; C: R ‘C2H5) 

combine with aldehydes and ketones preferentially 5) in the 5-position to give dithioates of 

type $ after aqueous workup or ketene thioacetals 6) 2 after quenching with iodomethane; the 

better yields are obtained with zi. 

Deprotonation (2 LDA, THF/lS% HMPT, -78' - O'C) and alkylation of the benzophenone adduct 2, 

R = R' = C6H5, leads to the 6-hydroxy-dienone thioacetals H (cf. ref. lb)) which were hydroly- 

zed (CH31/aq. THF-acetonitrile, CaC03) la) to the parent carbonyl compounds 2, cf. 2"' . 

The yields and structures of chromatographed (Si02) and analytically pure products are listed 

in the accompanying table, together with some characteristic data. 
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Table 

Yields and some data of the products 2 - 2. 

precursors 

1-bromo-4-butene 

1-bromo-4-butene 

23, benzaldehyde 

22, cyclohexanone 

22, benzophenone 

zb, propanal 

zk, 2-methylpropanal 

S, 2.2-dimethylpropanal 

25, benzaldehyde 

!$I, acetone 

S, cyclopentanone 

z$, cyclohexanone 

zk, benzophenone 

zk, benzophenone, CH31 

7 = , R = R' = C6H5, CH31 

7 = , R = R' = C6H5, C2H51 

&I, alkylative hydrolysis 

gg, alkylative hydrolysis 

products 

Cii, R' = C6H5, R" = H 

25, RI-R" = (CH2)5 

6a R'=R"=CH ==' 65 

$b, R' = C2H5, R" = H 

$3, R' = i-C3H7, R" = H 

$b, R' = t-C4H9, R" = H 

ii, R' = C6H5, R" = H 

55, R' = R" = CH3 

55, R' - R" = (CH2)4 

&, R' - R" = (CH2)5 

&, R' = R" = C6H5 

7, = R = R' = C6H5 

$2 

g 

22 

g 

yield b.p., m.p. or 

[%I 'H-NMR (6 in ppm) 

89 

81 

43 

38 

71 

56 

49 

60 

73 

39 

44 

55 

84 

80 

76 

85 

57 

39 

43-45'/1 Torr 

38-400/0.6 Torr 

CHO, 6 = 4.58 (t,J = 7 Hz) 

-(CH2)5-,6 = 1.4 (m) 

64-66'C 

CHO, 6 = 3.9 (quint,J=7Hz) 

CHO, 6 = 3.28 (m) 

(CH3)3C, 6 = 0.9 (s) 

CHO, 6 = 4.62 (t,J = 7 Hz) 

(CH3)2C, 6 = 1.16 (s) 

-(CH2)4-* 6 = 1.6 (m) 

-(CH2)5-9 6 = 1.43 (m) 

53-55Oc 

85-86OC 

CH3C, 6 = 1.7 (s) 

Cy3CH2,6=l.0 (t,J = 7 Hz) 

128-130.5'C 

110-112°c 
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