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Table 3 :
Velocity constant for the reaction of 'uyrldino with ct}ol 1odide at 60° o *
solvent | ¥4 atm | ¥3000 atm l‘3ooo * Xy atm
Hoxane |4,75.10° | 3,71.10°% o 2
lLectone | 7,61, ‘IO-3 5,99. 10-2 7-9

- It moy be montioned that the rsaction product is insolu’ble in hexonce
cvcrthclcns, the change in velocity constant with prcssurc is cxactly the
same in hoxane as in acctone, where the renction product is sclvatede -

The data given harc confirm the hypothesis that acctonc molecules do not
cntcar into the composition of tau activeted complex for the rcaction between
ryridinc and ethyl iodidos ... = : =52

t) The Z'fu‘c:""c‘raf-'on cf Gluc*“‘e

Thc mtarotation of glucesc in agueous solution Sas been -stu%cjd over
a wide r.ngc of prossure - up te 40,000 stmosphores (scc zlso™/),
The invustipaticn has choemr that this roceticn, '.:h.hc‘m is fournd tc bc
tnimolccular, is ncccleratod by prossurce . Volucs of 4VFS, calcul=tcd
by cguotion (IIT), werc =5 :..3 zole in the Prosgure rongo 1-2500

tm., -3 c:r)/x:.oL iyom 2500 to 5000 atm., znd 5 cm’/molc from 5000 to 10,000 atm.
Such a decrcesce in the average ncgative velue of 8V is quitc naturel if the

compressibility of the substonces at such high prossures is taken into account.
In this conncction it is knom  that in the rcaction between pyridine amd -

cthyl iodide, thc viluc of <{V# zlso falls from 16.4 cw’/mole ).n th¢ pressurc
range 1-3000 atm. to 3.0 c’/molc in the renge 5000-8500 atm, 41

it present it moy be assumed, on the basis of many invcstig“ticms,- that
the canversion of a-glucosc to p-glucosc (I and ITI, below) proceeds via an

opcn aldchyde chnin (11), i.c.
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The question arises, which stage of this process is responsible for the
inecrecosoé reoction rate os the pressurc risese It has been suggested in the
literature wf that the stage in quesﬁon is thec formation of the

corpountis, On the basis of tm rcsizits obtained from the investigation of the
reaciion under pressure, such o suggestion would lead to the result that wnder
the experimenial conditions the ring-opcning would entail a dimimition of the
volume, In 211 similer cascs, 2 decreasc in volumc docs not occur whan a
ring iz opened, but, on thc cantrery, during the qychs‘.t:.cn of an open dmi.n.

Thus, for cxample, tc
- Yo o5

is denscr than n-vnlcn‘::ldc}vdc (cnz) + - In this casc thc diﬁ'armoo in
polar volures is more than 7 mglc, isce not farf::omthoh?# fcrthg :
;nzt..mmt;cn_vt_‘_ glucosCe s e
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