TAP CHf KHOA HOC, DAI HOC TONG HOP HA NOL S6 2— 1988

NGHIEN COU KHA NANG PHAN UNG CUA METYLVL.
NYLXETON VOI CAC AMIN

) NGUYEN ST pAc

B$ moén Hoéa Truwdng dai hoe Y Ha Nﬁt
NGUYEN BUC HUR

| Khoa Héa Trudng dai hoe Tdng hop Ha Not

Cac monome c6 ndi ddi etylenic hoat dong da dwoc nthen ctru nhiéu trong '
linh vire tOng hop hitu co va polinie. Gin day nguoi ta con sit dung ching lAm
thude thir dé x4c dinh cic nhém chire chira hidro linh déng nhu —OH(1). —-‘QH(2)
*—-P\Hg, NH (O] \

6ng trinh ndy chang toi dé cap dﬁn viin dé nghitn clru d{mg hoc clia ph?m
rng gitra mehlvm\lmi(m (MVXT; véi mot 86 amin, nhdim gop phin dénh g‘lﬁ
kh& ndng phan (ng clia cac tic nhin c¢Ong hop nucleophil (cde amin) vé cla
MVXT rong m{t 56 dung moi khac nhau,

MVXT phin (rng véi amin theo phuong trinh sau 8
RNH, 4+ CH; = CH = CO — CH, — RNH - CH, — CH, €0 — CH,

R\ R\ ‘ :
hodc. Nii + CH, = CH—CO~—(CH; — N - CH,; -CH, - CO — CH,

R./ ‘ R,/

Néu nong d¢ haj chidt twong duong tihl phin éng la bic 2, Hing $6 t6e 4o
ciia philn (rng dlrr‘rr inh thea edng thae: »

! : 1 4 '
kg ==
ok ‘d(d—x)

(0} dﬁy t 1a théi gian phin rng (gidy)
'x 12 ndng A0 MVXT da phian ng & thoi ditm L __

od==(a 4 b): 2, trong d0 a va b lA nong dd (M/1) cda amin va MVXT trong
hén bop phan tng & thoi diém diu, thudng liy a = b,
Phhn thye sghiém:

‘1. Chuhn bi may mo6c va hoa chit.

— May do quang do dwoc & vang tir ngoai (HiFiLHI;\Iodcl 101)

— May di&u nhiét,

~MVXT tinh khift phén tich, cac amin tinh khidt phén tmh va che dung moi
tinh khiél, chufin bi theo [4].

2 C.{ch t &n hanh xde dmh k

- Dang dlch amin vA MVXT (c6 ndng d¢ biang nhau, thlrdmg st dung nﬁng
a6 4.10—2M) dugce dat trong may diéu nhiét ¢ 19°C. Sau d6 trén nhiing the ﬁch, ,



Ying nhau clia 2 chdt trong cuvel, do quang & cac bude song lirong g va
fingdung moi (nude—-305nm: elano!—320n.m ; axetonitril va dioxan — 325n.m),
Theo dfi sy bi¢n thién mat dd quang D theo thai gian t Néu sy bidn thién D da
cham, nhié¢t d clia hon hgp phén rng khi d6 bi thay ddi dang ké (tang hod

gidm theo nhiét do phong) thi sau mio1 lin xéc dinh D lai dwa cavet tré lai ma

dicu nhiét, Dya vao cac ducng chuia (déu luyén tinh trong khoing ndng dé
0,5.10-2 dén 3. 10—2) va két qua I) xée dinh duge, suy ra nong dé MVXT con du

1]
< tirng théi diém d@ tinh ra cac gia tri x va k v

® Trén hinh 1 md A s bién thién mat dé quaag
) D theo théi gian t(giay) khi cho mdt s6 amin tae
dung védi MVXT trong elanol,

Kél qua do dong hoc plidn trng efia MVXT véi 12
amin duge trinh bay ¢ bang 1.

0,7

Thio luiin két qua

Trén co s& nhitng dir kién dong hoc thu dwoc
chiing ta c6 thé danh gia kha ning phin dng edng
hop ctia caAc amin vao MVXT phuy thudc nhu thé
ndo vao cac yéu 18 cdu jtao cha céc amin trong
nhirng dung moi khie nhaun,

»

o
Két qua khio sat ddng hoc xéc dinh k2’ cta

phin @ng gita MVXT voi mél 86 amin:
—Anh hudng cia dd bazo: tir cic két qua thu

o v duogcching toi thiy nhirng amin ¢6 d¢ bazu cing

1¢n thi t6e d phin (tng eang cao. chiing han pro-

e igy 78

IIinli 1 =Sy bicn thién Dihent Ha0 19°
khi cho amin téc-dung voi MVXT, pylamin cé ph ™ = 10,53 thico Igks” = 0,084
: : 0
11 P;:E{*::i::m con piperidin ¢6 pKH‘QI 11,2thieo lgI{g =1,064.
§h Mastiii Tuy viy ching toi kh,éngthé lap dwoe m)t phuwong
trinh dinh lwgng biéu thi sy phu thudc thing giira
0 A =
lgk;g va pK cha chc amin tuong ing. Su phu thude khi niing phin ing ciia
céc amin vho dd bazo cla ching chi mang tinh chdt dinh tinh.
— Anh hudng ctia hiéu irng cim rng (6*) va hiéu tng khorg gian (E)):

Qua nhirng két qua thu duge ta thiy nhirng gﬁc c6 can tro khong gian 16n
thwong lim gidm khd niing phin @ng efla amin, Thi du xyclohexylamin

( .-Kr‘o = 10,64) 14 bazo manh hon benzylamin (_pK? i 962), nhung nguge

: U] i ; o
lai xyclohexylamin cé lgk;g = — 0,343 ¢on benzylamin c6 ng,w = — 0,103

wvi xyclohexvlamm co Eg = — 0,79 con benzylamin ¢6 E, = ~ 0,38, Tuy viy ching
t0i cling khéng thé thiét lap duce mét pheong trinh nao vé sur phu thudc dmh

lueong gitra cac gia tri lgkg va cac hiing sO 6* va E; d6i voi tdt ca cac amin

<8



Bdng 1

DHP_;: mobi
STT Rt ﬁl\'u-c':c = olnul _f axets nitril : tiioxan &
197 |07 | 0 i k' | k3 19" | 10619 | 41" |1}
1 | Propylamin | 1,215 | 0.084 | 0.250 | -0.002 ! 0.01570 | -1,803 | 0.00800 | -2.097
2 | Butylamin 1,618 0209 | 0254 | -0,595 | 0,01574| -1,804 [ 0.00892 [ -2,049
3 | Pentylamin ' | 1523 0,183 | 0,228 | -0,612 | - - - -
4 | Hexylamin 1,456 0.163 | 0285 | -0545 s i o .
5 | Heptylamin - s 0.235 | -0.629 I L e S G
6 | Xyclohexyla- :

: min | 0,454 | -0,343 | 0,084 | -1,051 - - - ~ud
7 | Benzylamin | 0,789 | -0,103 | 0,188 | -0.726 | 0,00544 | -2,264 | 0,00088 | -2,411. §
8 | Etviendiamig} 2,680 0,428 | 0,558 | -0.251 - o s S

‘9 Dietyl ami 1 1,970 0,295 0.175 -0,489 | 0,00430. ] -2.367 | 0,00119-2,924

10 | Dibutilamin | - ~ 0.055 | -1,259 | 0,00356 | ~2,449 1000088 | -3.054 |
11 | Piperidin 11.587 1,065 2,162 (1,335 0,20520 | -0,688 | D 05636 J' 1,249

12 | Maclolin 5248 | 0,720 | 0.673 | -0,172 | 06,00854 | -2,068 n.ﬂuzr-:si +2.623

— Anh htrung cia hang s6 dO nucleophil (m): i i ; f‘

Voi sursir dung hdng s6.n va nhirng gia tri lgL,,

L{w da 6 cae amindo duoc

shiing téi thiy c6 sy tuong quan (3L theo kicu phuong trinh Svs ain — Scott [5)
ng =] ]gl\ -+ 8n
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Hinh 2

— lgk; 1a dogn cit clia dudong bicu du’fn
vai truc lung, :
S la tge (a2 14 goe gitta duong b131r d!ﬁu
vii IIU.L ho:‘mh}

Tir edac kit qua thu duge, chum toi thict
lip nhitng phu'{mg trinh cu lhe bigu ch@n

sir phuy thude gma ngz vﬁhangn@ncua

cac amin khi phién wng voi MVXT trong 4.»
dung méi : Vel

0
- — 8, 77 +
+ (1,78 410, D")n
(Irie. dxety!amm}

. Trong nudc: ng;g

S
(1,7 +0,02)n
(et dietylami va dlbutylamm)

Treng axeiomtrll

. Tron: etanol: l'gkz

lgk, il ,74-(1,974-0,05)n (trir mocl‘ohn}
o . Hoiei

. Trong dioxan: I,t:gkIg =122 e
(1,99 +0, Ga)n (trir moefo[i‘n}



 Dua vao cac phuong tiinh trén ta ¢é thd tinh duo'é k-}g giin diing khi biét n

wa nguoce lai. (Xem hinh 2)

Két lugn

'— BPi xdy dung dugc phuwong phap xéc dinh hing 86 t6c 46 phin g giita
MVXT véi amin nhé do quang vung tir ngoai. :

o

— Ba xac dinh dwoce hing sd tée dd phin ng klg gitra MVXT véi 12 amin
trong 4 dung moi: nude, etanol, axetonitril, dioxan.

— (6 the sir dung, phwong trinh Swain — Scott dé mo6 (4 dinh lvgng khi

ning phan {rng cua cac amin voi MVXT trong cac dung moi khéc nhau khi dira
vao hiing sé n
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NGUYEN SI DAC, NGUYEN DUC HUE

STUDY OF REACTIVITY OF THE METHYLVINYLKETONE WITH AMINES
The rate constants of the reaction of 12 amines with methylvinylketone in

the 4 of different solvents were determined by measuring of the quantity of
~uanreaction methylvinylketone in the during of reaction by UV - melhod.

: Relying on the obtained kinetic data the influence of structural facts of

amines to their reactivity with methylvinyketone were discussed. The nucle-
ophil constants of amines with n were used for correlation of reactivity of
amines wilh methylvinylketone in the different solvents.

Khoa Hoéa Nhian bai ngay 3.2. 1988,
Trudong Pai hoe Téng hop : :
> Ha noi.
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