¥ ¥ W
ACTA PHARMAGEUTICA SINICA

Vol. VI, N 5
Sept., 1958

RERZAAWRE L)

RO RS e
o RE® E-f fEd FReT

(RSB #7ESD

A H AR 1 iR 8 & Organic Synthe is FRERalngt, LAFILSF b
S ), BE BRSSP OK) Z R R KBS R BRE5 , B SRR 1L ) M i3
B, “HZBPWRL T LBES —E Z ARSI A R T, AR XES IR R
% A .

ARG, Buwkenckas SEMHRRI T — 4 Hodi A4 il SN Z BE RGO s AL
PIMRESRE S He R R AR T, 28k = S Z RE Do M % oo 48 KRR S 7 B R P (TR B
W WA B S LR WPAS W Bk T0—T1% iR, MM B3R T s T R FEN
2B Z N TR A AL P R R

o-
O ONT ! —HCl L0™
(Cly-GL ~—5CCl—~ € -GN —— GCly=C7_
“H ! “CN
H
O +CH;OH 0
—— GGl C{ — CHCL,C{
‘CN  —CN~ OCH,

18 el PR B A0 HE 1 R AR S R PP RGO W30° , k2 B R Z RSS2 3
Y, RS i D W A TAL S AL TR , AT HR M 4 Fetl T 14 2,

B2 1955 48, Fe AN E BB UG ISR K 1l ) , B8 = G0 Z R BB 10 P R h i
CiE R R Z R RS, (AR GRS B B R T TR, I BRI D) B R R
TG 3E~~BE 7 ST . 70 A4 K B 0 AR BR BRI, I 7 BDRE MR bt 17, 24388
PSR R Y S H R TR 4% A7, R T B PRI ERR R BR A BI70% LA, i
o 5 B TR R M AL T

ik, BARAE M N ARSE 2T S M T, M —FERMNSE, KRR TSR
R BAE KBRS 112 S P i B, SRR R S 1 S A RS 4 P A e
R IE LA 70 0 , A1 A 238 ) [ e LS s 7 SR , — R 2 B PR i s th ) R AT . 1R
B BRI H) S5 0 1 =5 S A Y 0 BB HH I B0 S R RV e bR s, TR -
BRI AU ARERINF , 365 ON~ ¥ Sk LIRAR R TR ik g e I -

< 1958 fE 4 J 14 [F.
- A

312



5 3 R, BB, BRI FRE RBEZLARPRE (L 313

OH OH
CH,0H l +CN~ |
GCl; CHO —— cch—c OCH, —— CCl;—~C— OCH,
—ar- | |
H CN H

/0

NocH,
HEASEAHARINRERDFEACEERRM 4%, XAREEN, SHM0HE
ZLWAE, KEPZ=HAZR@EPROABRI/RESRNHESGRB TR R. XoUE
— e LTS, B SRR B e AR R,
[RIER , 5L 57 Sty kA R AN B B2 4 A it 1) s e S B8 AT AR K g B2 i

=

—HCN[ OH
[ccx2

_ ] — 3 CHCLG

\OCH

AR_FEZRPE

I B2 3% B A 1R TR RS 1 | T B B LB 20 O 4 v 28 DU R K

Ca)E LR 8, mAREL 110ml, (2.7284F), HEARAREEE 0.5% ;8
M#N 55g. (0,52 AT, FATME 0.5%; T 5.9 (HETFAZHRERMN
42). FFEHIPR, WA B MAB 40°, iSRS =R R 147 4. (MR 1.0
ﬁ:ﬁ*?) PLRFIGR BESEED b 5L B P R0k SRE. @K 8o R IR BT 60°—
64° JEEM = | BAE 10—15 SN 5, RJE LR 20 H6k, i KB F5eik. #
HIZ 20°, huzk 350ml. , #B5E 10 536, LIPS A% RIAGBRBRENFI X B7 B A L o AL 8K, 11X
B e 4 el St ob , T R S Z B AR, 48 3R50—100ml. K B2, =2k, 45 HLAR,
HERAE TR , CRET S, 1&%-%2:&?%%5} Sbrak 98%, ¥ 102—
104g. Y& 70—71.45%.

B MRS , S R R b BT i, AR A AR 2 TP RS -5 18 oK I MR
$ATE R B L BRI B IR e 43 42, G PO G B R . B dn 25 85 I B B b 50— 60 43 SR,
TR PRI AR REIER 1456 K4,

(b)RPASFHHERE, BURE 2ol., AR TIHWFS§ 2R 147 4. b,
FCRY B, e AR T 80° 2/ Il B 7 SE s A HE 35 A iR By AR M MR BT T R 25

BLBEL 69, 5ml. , BREEH 55 , R ILEN 4.5¢. (5 ALEP 5.9 #12 )ILE L45 Fis
ZE RS, RRFE KBRS ENRE. WIS R RN P ER S %I SFiG
BT B, EY HFECBRK VR, S A BRPREES % 104.8g.,

Mitsn AR LARER )

HFMSARBE=H/IBERN 1% N, [ l—"p‘(a)?ie&ﬁ“, TRILEPE®ES D
SHEREN. 85+ R BPR AT RERE 92.6% , T4 M EEE 59.2%.

RSP R B E S SR ER 0. 1 %5 B BT i LR 2R 8.

—HZRPEEWNHES

TR B e b o G Z B RS k8, Jo 4k Z A BR S , ARG 3t — 4585, Cannivzaro
ICJR W7 ZERC A2 4 T FOBOES RN, IISTALES IS UTIE AR, ARUE T N/ 20 v s ReswuR



314 %% & B 6 %

WAGE. fF Iml N /20 w554 RESTIRI =0.007149g. (A ZBRH RS,

wm B

WYL T R by HE Rl 7] ﬁEii’sﬁ{Lﬁ’F(ﬂj rs‘é%:itﬂur&%,zﬁZﬁ’}:‘%ﬁ'ﬂé‘)Hﬂm
ﬁz(nzszamm Pyt B I IR &I R ORI EE60—64°C;
B Z BRI s M SR IR il st be ﬁE‘*&‘C"LU‘/(! PARENESR; ok - Hahig; veilg, T
1, MR, WeZERRIEDBI T70% VL k. {2 RN b SR BRI, = 2k e
A G v T B o ey o,

HI-F, Y e = AR 43 T AR -~ S S A WY RE, 2R T B 4Re /R BR e SR A%
FrER LS A e SR B R L AL [ R BB ; i I el -, 3% 4 R S BEAR B, TG AR IS 7 U )
SRAET L GL R4 T BAPR U o8 - A0 SRR T iRl 1, FRIMER T R AL B 35
ARTE.

&g % x &

[13 Cope, A. G, Clark, J, R. Connor, R. Org. Syu., Coll. vol. Tf, (1951), 181.

[ 2] Buwuenckast, I, W, Mureunuyk, O. . Paanxos, 10, A, Xackud U, I'. Med. lpox. CCCP, 1957,
Nr. 5,41,

{31 XBEREH.

STUDIES RELATED TO THE SYNTHESIS OF CHLORAMPHENICOL .
A%

STUDIES ON THE SYNTHESIS OF METHYL
DICHLORACETATE

Shen Chia-chiang, 'I'sai J-zhong, Pan Fu-peng, l.ee 'Tian-gvn
(Central Laboratory, Norih-eastern Pharmaceutical Works)

ABSTRACT

Cyanide catalysed dehydrohalogenation of chloral (probably chloral methanolate) by
a suspension of anhydrous sodium carbonate in methanol was exploited as the simplest
way for a one step synthesis of methyl dichloracetate. Chloral (I mol.) was dropped as
rapidly as possible into a suspension of anhydrous sodium carbonate (0.52 mol.) in me-
thanol (110 ml.) containing 4 per cent its weight of potassium cyanide (5.9 g ) when
an cnergetic reaction set in almost instantly. The temperature of the reaction was kept
at 60-64°. By finishing the reaction of[ in within about half an hour’s time then cooled
rapidly down to 20°, the oily ester layer was separated, washed with water, dried and
fractionated. A yield of over 702 theory was obtained. However, hydrolytic fission of
chloral into chloroform was shown to be competitive when the concentration of cvanide

ion present was reduced.
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Since equally good results could be obtained by first forming chloral methanolate,
and then adding it to anhydrous sodium carbonate in methanol containing potassium
cyanide; and since the reaction was rapid, and decomposition of chloral methanolate into
chloral and methano! seemed improbable under the experimental conditions used, a new

explanation of the mechanism of reaction was suggested as following:
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