ws.
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present paper are the gas kinetic values.
E.g., in Ref. 7, the intercept of Fig. 2 yields (AF%)ONIQ keal mole™}

4+

(Ref. 7 gives AF*‘ 's but ATY = AP - RT In hZ/kT = AF ' - 2.8 keal mole™

when the standard state in AF*

is 1 mole liter’l)s.'a Since the largest IAF°‘

there was 12 kcal mole™!,; (10) is fulfilled. Again, in electrochemical systems in
which the transfer coefficient is measured over an electrode potential range of
perhaps 0.2 volts from the equilibrium potential, and in which the typical (AF*)O,
(value of AF% at ) = 0) in Table I is of the order of 7 keal mole t, condition
(10) is again fulfilled since )AF°/( a7 |~ o.2x23/1.

M. H. Ford-Smith and N. Sutin, J. Am. Chem. Soc. 83, 1830 (1961). The data

. L 6
satisfy condition @0).” It is assymed that in the first approximation the sub-
stituents leave the kj's and Ag;'s unaltered.

Data arc largely but not entirely“taken from Ref. li¢d).The transfer éoefficients
are

are either those of the reduction process or ,(1-transfer coefficient of the

oxidation steg: Fe(II)-Fe(I1D) in 1M H,SO, 0.2, 0.62,° 0.61°; Fe(CN);“’"3

s c .
in 1M KC1 0.L45,% 0.50,° and (graphite) 0.5,% V(I1)-v(IIr) in 1M HC10), 0.52,€ 0.50to

o

£ . £ o o\
0.57," and in 1 M Hgsoll 0.4673 TL(I)-TL(II) in 1 M HCth 0.5%; T1(III)-T1(WM) in
IM HCl0, 0,57, ' v . v .
L o |

At lower supporting electrolvte concentration: Fe(II)-Fe(III) in 0,1 M HC10),,
0.78115 Cr(CN)gB’-h' in 0.2. M NaCN 0.67-(The exchange current in the lat;ter'bsystem
was very sensitive to salt cdncent,ration-..)

Low values are: Ce(III) -~ Ce(IV) in 1N stoh,’ 0.25,b and Mn(II) - Mn(III)
0.28.3s°

in 15 N H SOZ

2
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