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Fig. 2 Disappearances of MGPa and MGPS in the

hydrolyses using HCI, HBr, or H,SO4 as an acid

Table 1 List of pseudo-first-order reaction rate constants
(kons) OF acid hydrolysis reactions of MGP

Solvent: H,O (0% 1,4-dioxane)
Acid HCI HBr H,SO,
MGPa MGPS MGPa MGPB MGPa MGPS
kobs ~ 3.37 6.22 4.04 7.41 3.26 6.29

Solvent: aqueous 74% 1,4-dioxane
Acid HCI HBr H,SO,
MGPa MGPS MGPa MGPS MGPa MGPS
kops ~ 12.3 24.7 14.2 25.1 7.69 14.7

Solvent: aqueous 82% 1,4-dioxane
Acid HCI HBr H,SO,
MGPa MGPB MGPa MGPS MGPa MGPS
Kobs 355 63.8 48.6 85.1 16.6 34.6

* unit of Kops: x 102 h™t
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Fig. 3 General mechanism of the pinacol rearrangement

HTHLOT, HOULFRIGOREZ T 1 N AFREOEEL T 52 NG TH DL, 72720,
ZOALEBOE DR T v b AFEDIAEAF L A DO REHN OB A 52 1T 70 T L 354
LD, AWFETIER, ZofkEISE LT a— g, T7hbb, BUERGETICK TS 2,3-
dimethylbutane-2,3-diol (pinacol) @ 3,3-dimethylbutan-2-one (pinacolone) ~®#x% (Fig. 3) % Hu»
7o ZOROGTIX, pinacol KEEFED 7 1 b vk & Z i < KBLEEIZ K - T 3 LRI F
FUMAER L, BETHOATFAEBNEFF LRI T A PLICEET L2 LITL- T,



100

pinacolone 234U %, pinacol DI D T ). 98

PHEBRE O KBS ED DT, BT = gyl TNy

ARSI SO T SN

F 7=, pinacol DFEF> A F VD LR %60 T

LT BOI U H—T=FDLD % e

RSRBEAN D RIS~ DRI G R REE E 7roTy 2 0 ~ .,
%, HCl, HBr &KX H,S0, % v 7= 20| .0t g

& pinacol IR DRI Z Fig. 4 12, eerinHer

Z LT OH— RIS EEE A Table 2 o > ) 5 P 10 12
I2. ZRENFT, ZRHD3SDRISR Reaction time (1)

23\ T, pinacol OIS EITIFIZR U Fig. 4 Disappearance of pinacol when HCI, HBr, or

H2SO,4 was used as an acid
Thot, LE#ioT, 85C ILBNTH, o
TRLDORICEBITA T FiEREMEIERE  Table 2 List of pseudo-first-order reaction rate constants

CCh s = LB B, O L (kops) Of the pinacol arrangements

HBr 52 C MGP DOIIKSEDN N & 245 Solvent: H,O (0% 1,4-dioxane)

PR TEZS L. MGP DIKSREIGI. A HCl HEr RS9,
Kobs 10.3 10.4 105

B L. MGP 043 il & 4 K & :
Solvent: aqueous 74% 1,4-dioxane

ﬁé;&ﬁ)mﬂﬁéhéo Brr 2"B59 5K g HCl

HBr H,S0, CH,SO:H

FIREARE DRI A CH DM, A X/ —b Kobs 2.35 3.21 3.47 2.72

BiEfEE: (Fig. 1) T. A% —/)LORCHAD Solvent: aqueous 82% 1,4-dioxane

5 Br A2 O PiEEE BT 5 Sn2 T 1 4 Acid HCI HBr H,SO, CH5SOzH
Kobe 3.67 7.26 6.31 2.89
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HECHD . unit of Kops: x 10 h
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