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by Takayuki ANDO**

Abstract: Although the potential hazards of the solvents are usually discussed on fire or explosion
hazard, some solvents show thermal hazards such as exothermic decomposition and/or exothermic
reaction with the solute, which are found, for example, in distillation processes.

In our previous report, we measured the exothermic properties of the mixture of epichlorohy-
drin(ECH) with dimethyl sulfoxide(DMSO), and analyzed the reaction products so as to investigate
the reaction mechanism of the mixture, and have concluded that the two distinct exothermic peaks
in a DSC curve for the mixture corresponds to the intermediate formation(the first exotherm) and
decomposition(the second exotherm) of mono- and di- chlorohydrins.

In this paper, the exothermic properties of the mixtures of mono- and di- chlorohydrins with
DMSO were measured by use of DSC, and the effect of addition of water or hydrochloric acid to
the mixture of ECH with DMSO was investigated to certify the validity of the reaction mechanism
proposed in the previous report.

The results are summarized as follows:

(1) The second exothermic peak in a DSC curve for a mixture of ECH with DMSO is in the similar
temperature range for the exothermic peaks in DSC curves for mixtures of chlorohydrins with
DMSO. It is consistent with our conclusion in the previous report that the second exotherm is
due to decomopsition of the chlorohydrins formed in the first exotherm.

(2) The first exothermic peak in a DSC curve for a mixture of ECH with DMSO moves toward lower
temperature by addition of water or hydrochloric acid. It shows that the first exotherm is not
due to some reaction of ECH with DMSO, but is likely to correspond to the decomposition of
ECH accelerated with the polar effect of DMSO.
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Fig. 1 DSC curves for DMSO, dichlorohydrins, and
their mixtures (50 wt% : 50 wt%).
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Fig. 3 DSC curve for ECH/DMSO mixture shown
together with those for chlorohydrins/DMSO
mixtures.
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Fig. 4  Effect of addition of water or hydrochloric acid
on DSC curves for ECH/DMSO mixture.
KEFGEBOSMCIL S ECH/DMSO BERED
DSC B nZ1E

AET L, 7K% 10%HMY % & 213°C N & 8 5 12EF
5,

72, WEEEE 10%TRM L 723840 ©— 2 {8 11 204°C
ITETT 2, HEEZE 10%RINT 5= 13, AR
3.6% LFIKFIZIK 6.4% 2 N2 5 & L ICHEY§ 5 A5, ReBh
BRIAIRE RN E— 7 BEDE Fidk % 10%500 L 724
BN BREL, BAWUKKIC L 2825 52 k25
»5,

— 59 —
H:C—CHCH:Cl H,0 H:C—~CHGCH.0H
_
\ / \ / + HCI (1)
) 0
(ECH) (glycidol)
CICH:~CH~CH:CI
H:C—~CHCH:CI i (2)
\ / HCl OH
—_—
) (13DCP)
(ECH)

HOCH:—CH-CH.CI (3)
|
Ci
(23DCP)

Fig. 5 Reaction scheme for the mixture of ECH/DMSO
mixture.
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Fig. 6 DSC curves for ECH/DMSO mixtures normal-
ized with the amount of ECH.
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