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Le Viet Hung, Tran Thu Huong, Phan Tong Son

CONTRIBUTION TO THE STUDY OF THE ACETYLATION RECACTION OF
a - CEDRENE ISOLATED FROM DACRYDIUM OIL OF VILTNAM

Acetylation reactions of «x - cedrene with acetic anhydride in using of polyphosphoric acid or anh
sinc chloride as a catalyst wer: carried out. The complex reaction products were analysed by me
the Technique of combined gas-chromatography-mase spectrometry (GC-MS). In using acetic ahydri
chloride systcin a higher yield of acetylcedrenes was obtained.

B5 mén HHC -DHTH HA Néi Nhén ngdy 1-12-1¢

TAP CHI KHOA HOC N1 - 1991

Nguyén Hiu 1%nh *, Luu Vién Boi

KHA NANG PHAN UNG HAI CHIEU
CUA CAC HOP CHAT CO THUY NGAN

Khd ning phdn &ng hai chieu cda cdc hop chit biru ¢co thudmg gho IRn vé1 hidn twou
bién, thi du etyl axeto-axetat ton tai & dang hd bién xeto-enol '

CHy -C-CHz - C = CHy-C=CH-C

do dé6 ¢6 kbd ndng phin dng & dang xeto hodc enol.
Nhng hop chit cacbenyl ¢6 nguyén o ki logi & vj trl a ddi vin ahidm chie
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5 kha& n¥ng phdn dng hai chifu, tirc 1A phin dng <6 taé x3y ra & vy tef 122, khong 6 ap huydn
jch trung tim phdn éug, hodc x3y ra & vi trf 1-4, c6 mr chuyén dych trung tam phin wug

A. N. Nesmenhianov vA nhung ngudi cong tée [1] 43 nghien cdu cdc andehyt vA xiton thi
idy ngén nhu thdy ngin clorua axetandehyt va thdy ngin clorua axeton, da xdc nhan nhirng by
&t ndy khéng ton tai & dang hé bién xetonenol

ClHg CHj - C - CH; CHy = C - CHs
0 HgCl

nhiét 43 thudng cdc hop chit ndy bén virng ddi v6i dung dich kali pecmanganat, ching 4 su
ing mXt cda dang enol. Do 46 & diy khi n¥ng phin ¢ng hai chitu khéng phii do sw héd bicn cda
« hop chit ban d3u gy nén. Theo nesmenhianov do lién két kim loai -cacbon M-C ¢6 14 phin
rc rit Ién, nén c6 thé tao thanh hé thdng lién hop gitra lién két d6i cda nhém cacbonyl véi wén
t don M-C, vA khi tham gia phin Ung c6 thé x3y ra sy chuyén djch trung tim phdn éng.

M-C-C=0

5 chinh 13 nguyén nhin giy ra khd n¥ng phin ¥ng hai chitu cda cdc hop chit ¢é kim loai udy.
Trong ¢ong trinh nay ching toi nghién ctru khad ning phin wng Lai chiéu cda céc andehyt,
ton vA este thé thiy ngiun khi cho tic dung véi cdc sunfua dialkyl, trialkyl silic va thiéc.
Khi cho thdy ngan bis-axetandehyt tdc dung vé&i sunfua bis-triankylsilic vA hexaalkyltrisiltian,
in Gug x3y ra véi s chuyén dich trung tim phin &ng vi thu dwoc sdn phim 1A céc vinyloxysilan

Hg(CHaCHO); + (RaSi)sS —  2RsSiOCH = CHj + HgS

3113(CH:CHO)2 + (RQSIS)_; —_— 3RQSI(OCH = CH:)Q +HgS

R= CH:,, Cgﬂb

Phin wng dwgc tién hanh bing cich dun hdi lwu hdn hop phin éng trong ete khodng 3-4 gidr.
ai bd két tda HgS, thu dwoc sdn pham bing cich c8t. Hiéu sudt dat 60%. Quang phd IR cda
sdn pham trong mién 1035-1650 cm™ ' theo ddi thidy vach hip thu manh, dng véi dao dong
s trj cda lién két ddi C=C.

Phin &ng cda thdy ngin bis-axeton v&i sunfua bis-trialkylsislic trong dung méi bensen, dun

lwu 3 4 gio thl x3y ra sy chuyén dich trung tam phdn émg. Trong nhirag ditu kién t. vug ty
sunfua bis-trialkyl thiéc phdn wug x3y ra khéng c6 sr chuyén djch trung tim phin ing [2].

ARS8 posioc = CH, + HgS

Hg(CH, - C - CHs)2

R3Sn - CH; - C - CHy + Hgs
R = CHs, C;H,

Trong quang phd IR nhirng sdn pham cda silic theo ddi thiy vach hip thy maub trong nuen
D-1850 cm ™2, \rng v&i dao dong héa trj cda lién két déi C=C. Con sdn phim cda thiée theo din
¢ vach hidp thu manh trong mién 16807, &ng véi dao déng héa trj cda uhém cachonyl trung
M.

Sy tdc dung cda metyl thiy ngin bis-axetat véi sunfua bis-trimetybilic thl tuy thujc vio

kién ti€n hanh phdn éng mi thu dwge nhirng sdn phim khdc nhau. Khi tidn hinh phidn dug
g dung moi khéng phian cuc nhu benzen, phdn Gug xdy ra véi su chuyén dpch teung tam phia
. Quang phd IR cda sdn phim theo dai thiy vach hi, thy mgnh & tAu 3 1662 an ' dug
d.oo dong héa tri cda lien két doi C-C. Khi ti¥n hanh phdn dug wong dung mor phan cge
oh rdrofuran, phin dug x3y ra khong ¢ sw chuyén djch trung tdm phdn dng Quany phd I

gdn phiam theo déi thily vach hip thy manh & tin 83 1775 cm ! dng vin dao dong boa try oda
n cacbonyl trong este.

(R;,Sll)gs
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—— —— Me3Si0C = CH,; + Hgs
Hg(CHgCOOCHg)g o (Messl)'zs

- Me;SiCH; COOCH, + HgS

Phdn éng cda metyl thdy ngin bis-axetat véi cie sunfua trialkyl vA dialkyl thiéc tronyg
dung méi tro nhw bensen vA toluen th) khéng cé sw chuyén dich trung t&m phdn éng [3).

Hg(CH;COOCH;3); + (R3sSn);S  —  2R3SnCH,COOCH, + HgS
Hg(CH;COOCHs); + R3SnS —+  R,Sn(CH3;COO0CH;), + HgS
R = C;Hg, n - C(Hg

Twong tyr metyl thiy ngin halogenua axetat phdn @rng véi cdc sunfua dialkyl thige, thu di
céc sdn phdm metyl halogen dialkyl thidc axetat véi higu sudt 70-90% [3].

XMgCH;COOCH; + R3SnS —+ RySn(X)CH,;COOCH; + HgS
R = CgHg, n-CHy; X = ClI, Br, 1

Quang phd IR cda céc sdn phim metyl trialkyl, metyl dialky! thiéc axetat cing nhw m
halogen dialkyl thi€c axetat theo doi dwge vach hip thu manh trong mién 1710-1740 ¢m ™!
véi dao dong héa tri cda nhdm cacbonyl trong céc este.

Sdn phim cda phdn ing giia cdc aldehyt vA xeton thé Hg
& vj trl a v&i cdc sunfua hiru co cda eilic va thife

o8 Higu Nhiét Quang phd Ir  Tai lié
th Hop chat suit do soi nly  d3 Bong/em™'  Tham
ty % °C/mmHg C=C C=0 khio
1 Me3SiOCH = CH, 60 T73-75/760 11,3905 0,7754 1640 (4]

2 MegSi(OCH = CHgz); 69 109-111760 1,4060 0,8768 1640 (4]

3 Et3SiOCH = CH; 64  52-53/20 11,4571 0,8308 1642 [4)

4 MeySiOC(CHy) = CH; 64 88-90/760 11,3984 0,7870 1650 |5)

5 Et3SiOC(CH-3) = CH; 70 108-110/45 1,4305 0,8340 1640 8!

8 Me3SiOC(OCH,) = CH; 67 68-72/170  1,4130 0,8832 1662 5]

7 Me;SiCH;COOCH, 65 70-73/120 1,4137 0,8836 1736 [8]

8 EtsSuCH,COCH; 68  85-86/3  1,4990 1,2870 1682 [6]

9 Et3SnCH;COOCH;, 69  77-79/3  1,4842 1,2896 1720 (6]
10 BuySnCH;COOCH; 74 119-122/1,5 1,4311 1,1560 1716 [6] ;2
11 Et;Sn(CH,COOCH;); 78 108-109/1,5 1,4937 1,3809 1720 3

12 Et;Sn(Cl)CH;COOCH, 78 99-100/1,6 11,6280 1,55600 1710 3
13 Et;Su(Br)CH,COOCHs * 78 98-100/1,5 1728 |3

14  Et;Sn(I)CH;COOCH; 66 108-110/1,5 1,5392 1,7880 1720 (3 -
15 BuaSn(CH;COOCH;); 92 143-144/1,6 1,4980 1,2810 1736 [3]
16  BuySn(Cl)CH;COOCHs 62 120-130/1,56 1,5173 1,3740 1716 |9

17 Bu,Su(Br)CH;COOCH; 78 133-134/1,6 1,5293 1,6210 1730 |3

18  BuySn(l)CH;COOCH; 73 139-140/1,6 1,5306 1,5790 1730 |3

* Diém chdy 48-49°C
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KET LUAN

X4c dinh khd ndng phda dug har chieu cda cde hop chbt cacbonyl thé Hg & v) tef th) phy
thudc vdo cBu tao cda cdc chiit tham gia phin dng ciug nhu nhirng ditu kién tién hanh phin éng

Su tdc dung cda chc hop chit cacbonyl thé Hg & vi trf o véi chc sunfua hiru co cda milic va
thiéc 1a phwong phép thuin lgi dé digu ché cdc dBng phin O-M vAd C-M cda cc hop chit cor um
(Si, Sn)
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Vguyen Huu Dinh, Luu Van Boi

HE DOUBLE REACTION CAPACITY OF SOME DERIVATIVES OF MERCURY

The double reaction capacity of the & -mercuricsubsituted aldehydes and ketones in its reaction with
e organic sulfides of tin aud silicium has been studied.
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