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W, VOATEE) : V(ZBE)=75:17, 1588 mg =¥ 3a, 72 90% . J5ik B: ¥ 95% LM 2 Bk 43 4
KA 4- I FEORRS R (DBSA) , HUE /M5 A MHIE, 15 85 mg 7=¥) 3a, " 87%. Wifh ik
H S gR 25 A T3k 1.

Table 1 Thioacetalization of a-oxo-ketene dithioacetals 1 and oximes 2°

Entry Compd. 1 Oxime 2 Method Time/h Product 3 Yield® (%)
1 <§>=>=O (1a) HO"‘N\\—Q (2a) A 1 {§>—@ (3a) 90
2 1a 2a B 2 3a 87

S_)=0 , S
3 Esj (1b) 2a A 3 O 6h 88
4 1b 2a B 6 3b 80
Ets>:>:o , E(S ,
5 be (1c) 2a A 1 re— (30) 87
6 1c 2a B 2 3c 81
BnS, =0 , BnS
7 anﬁ (1d) 2a A 1 =) (3d) 90
8 1d 2a B 2 3d 83
9 1a HO~N\_(%)—cH, (2b) A 1 COrMe (3¢) 86
10 1a 2b B 2 3e 87
1 1a HO-Ny OCH: (2¢) A 1 C-C-ome (30 89
12 1a 2¢ B 2 3¢ 85
13 1a HO"N¢y 1 (24) A 1 G~O-a1 3y 93
14 1a 2d B 2 3g 84
15 1a HO~N_¢™YNO; (2¢) A 1 G~O-No: (30) 88
16 1a 2e B 2 3h 89
17 la HO NS~ (20) A 1 S OED 83
18 1a 2f B 2 3i 78
19 1a o N (28) A 2 {2@(3@ 85
20 1a 2g B 3 3 80
HO~N 3
21 1la Yy (2h) A 4 x© (3k) 75
2 1a 2h B 10 3k 60
R'S 0 N—® AorB RS R
a. -~ o + HO/ E—— R‘S><R2 3 b. isolated yield.
1 2 3
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BEA RO A TR AR /B RN, 5 7 S8 R 4TS 3a( £ 2 1 Entry 6). T BRI Z5 R, 7E2 Fi e
NN 1 515 2 (R AREE /BRI RN, 250F A LAY 1 5 MeCOCI HEE/R LN 124, LU
95% LEEREH, AT (2 1 Entry 4) 5 5544 B: (b5 1 5 DBSA WEE/RIE R 1:4, LIKH
VR, AT IR RN (2 Y Entry 6).

Table 2 Screening of reaction conditions for the thioacetalization of compounds 1a with 2a“

Entry Catalyst Ratio® Solvent( volume fraction) Temp. /C Time/h  Yield® of compd. 3a(% )
1 MeCOClI 1:10 MeOH(100% ) 65 9 72
2 MeCOClI 1:10 EtOH(100% ) 78 7 75
3 MeCOCI 1:3 EtOH(95% ) 78 2.5 88
4 MeCOCI 1:4 EtOH(95% ) 78 1 90
5 MeCOCI 1:5 EtOH(95% ) 78 1 89
6 DBSA 1:4 H,0 100 2 87

<:S>_>:O + HO WT\\]\_Q Condition <:S>_©
a. - .
S S

la 2a 3a

Reaction conditions: 1a(0.6 mmol) , 2a(0.5 mmol) , solvent(3 mL) ; b. molar ratio of compound 1a to catalysts; c. isolated yield.
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Odorless and Efficient Thioacetalization Reaction of Oximes

YU Hai-Feng' ", LIAO Pei-Qiu’
(1. School of Chemistry and Life Science, Anshan Normal University, Anshan 114007, China;
2. Department of Chemistry, Northeast Normal University, Changchun 130024, China)

Abstract Thioacetals are important compounds because they can be considered as both useful protecting
groups of carbonyl compounds in the synthesis of multi-functional complex molecules and acyl carbanion equi-
valents in C—C bond forming reactions. Since many reactions have been developed to prepare oximes from
non carbonyl compounds, to lead to a novel and efficient method for thioacetal preparation, transthioacetaliza-
tion of oximes has received more and more attention. Unfortunately, the transformation usually suffers from the
use of harmful, odorous thiols which can lead to serious safety and environment problems. From the green
chemistry point of view, an efficient and odorless transthioacetalization of oximes involving an environment
friendly reagent is of great importance and necessity. In this work, using odorless and stable a-oxo ketene di-
thioacetals 1 as thiol equivalents, the thioacetalization reaction of oximes 2 were studied. In the reaction sys-
tem of MeCOCI-EtOH (95% ) or 4-dodecylbenzenesulfonic acid ( DBSA)-H,O, the thioacetalization reaction
were carried out in reflux temperature. It is noteworthy that the odor of thiols can not be perceived during ei-
ther the reaction or workup.
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