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Table 1 Results of the Conversion of Aldoximes into the Corresyonding

Nitriles Catalyzed'by Varied Cupric Carboxylates

ArCH=NOH (RCO, )zCU'nHzO/CH‘QLArCN

Reblux
‘ ; f |
j ! ‘ .P.
o \ ] | » | reaction % yield ! m.P.(T) f IR
! Ar catalyst | time .
I ‘ 4 : i exptl. jliterature -3
f ’ (min) " %) ! value value ; Cem™)
! i | >
1 ! 4~CIC. H,— il A ’ 80 84 92~94 94~967103AI.-2250’ 1600
eIl ! ' ~
! T B | 90 84 | 93~94 2250, 1600
J J c ! e 87 | 91~43 2250, 1600
! S s S B! 87 91~93 2250, 1600
| I E | 120 s 91~es | 2250, 1600
: | F | 120 84 | 92~93 | 2250, 1600
| G , 1200 0 95 92~y {2245, 1595
2 '4-CH,OCH,~ A | 80 | 80  61~62 81~620101**2210, 1610
! B 9e I 90 pi~p2 | 2210, 1605
!
C 80 . 87 | 39~61 2210, 1610
|
D 90 68 . 59~61 | | 2210, 1610
3 2,5-Br.C.H.— C 90 | 88  136~138 | £10) 2232
E E 120 75 0 oqzp IRIM a4
1 B 10 75 132 2240
! ; G 18, 81 132 2240
S T ‘ i ‘ -
s | T T (1132230,1380,1120
PAVAN B 1 %0 82 99~101 100~102 |5,45 1580,1110
l\\ /{/I //l } cC . 90 | ez ; 99~100 12230,1580,1110
\]” D . 80 | 77 | 98~100 2230,1580
~ E 130 . 83 | g9~100 2230.1580,1110
OCH, | |
F 90 [ & | 99~101 2230,1380,1110
I G 120 ! g3 ] 99~100 | 2230,1580,1110
R ‘ (123
5 | | ! A 90 94 172~174 175~]77} 2230
OO0 | mw
r o ; ‘
| | ~ . .
J\/\/\/f B 90 ! 94 \]‘172 174{ \ 2230
* catalyst A, (HCO:):CH‘HzO B: (CH;CH:CO:)ZCU
C: ((CH,);CCO,I,Cu-H.D D: (C,H;0CH.CO,),Cu
E: (CF;C0,),Cu-3H,0 F: (CH;CH,=CHCO.,),Cu

G% (CbHSCO:):Cu

in accordance with the sadtlar standard spectra
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Table 2
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Results of the Conversion of Aldoximes into the Corresponding

Nitriles in Other Solvent

ATCH_—' NOH(RCO’)zcu.nH:O/CH‘OCH:CHZCNe-ArCN

80T
- .
X l .freaction‘yield’ m. P.(T) IR
Ar catalyst| time l N
! , : ¢ exptl. |literature; . -
g ! }(mln)[(A)fvalue } value [ Cem™)
1. 4-(CH,):NC/H.,— I A | 120 ‘ 82 ‘73~75 | 75.6035 [***2200, 1600
‘ B | 120 | 82 |73~75. |
) — ‘ —_—
2 ' 4-NO.C . H.— A ] 360 ., 84 149~130 14903 "*"2240, 1600
|
I , B | 300 ' 8 148~149 ‘
3 ! 4-CI1C,.H. , A | 240 | 58  92~01 94~96{°) ***2220, 1590
f B | 120 | 58 1 92~91 1
— \’ i ~
4 2,5-Br:C,H:- LA f 180, 81 1132~13% 13207 2220, 1450
| B 180 88 132~133 ‘ :
! ) . 1
' ! f
5| 3.4-(CH,0),C.H,— oA 90 90 . 67~68 67~68C7D ***2220, 1600
l B 120 86, 67~68 f |
. I ‘ o | (4
¢ VAVAN . A 90 96 100~102100~1C2 [***2200, 1580
ol ;
\\i/\// r\ } ."
| B 120 © 96 100~101]
] OCH, | \ |
//\\___/ : I ‘ .
7 Pl . A 120 93 178~179 17803 ' 3270, 2240,
N\ N7 : | 1585
H B 120 82 179~180 |
AN | |
G o . [ A 150 86 171~172 3230, 2220°
N OININ AN OCH, i ‘ . 1590
! H | ) ;
' \\\ \ ° i ! [
‘ , OCH{} A ; ! | | [
OCH B 150 88 171~172
3 ! '

* catalyst As (CH,CO,),Cu-H,0
Bl (CI,H5CH3COZ)1CU‘H:O

experimental value of elemental analysis in accord auce with calculated value

in accordance with the sadtler standard spectra
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STUDIES ON CATALYTIC REACTION
WITH CUPRIC CARBOXYLATE

1. CONVERSION OF ALDOXIMES INTO CORRESPONDING
NITRILES CATALYZED BY CUPRIC CARBOXYLATES

Zhang Zheng Jin Guoxin Chen Hanwen Qiu Zuzhu

(Department of Chemistry, Nanjing University )

This paper rteports the conversion of aldoximes into the correspon-
ding nitriles catalyzed by varied cupric carboxylate ((RCO,),Cu-nH,0)
in different solvents, such as CH,CN, CH,OCH,CH,CN, and the R, H,
CH,, CH,CH,, (CH;,C, CH,CH,OCH, »F3C,CH,;CH=CH,C,H,CH, ,
CeHs. The reaction conditions are mild and yields of the nitriles are
generally good to excellent, The reaction mechanism is to be discussed
further,
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