Letters to the Editor

Finally, we indicate a particularly interesting feature
of the TST activation energy described above, that it
represents an upper bound to the exact value. Note first
that the exact rate constant is given by the equation

k=xkygr ,

where ¥ is the adatom sticking probability. Substitution
of k into Eq. (2) therefore yields an expression for the
exact activation energy
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However, since for a simple desorptive event the stick-
ing probability is likely to be a nonincreasing function of
the temperature, one may conclude that for such simple
processes
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(Since k< kpgp, the above condition means that the de-
sorption frequency factor calculated within the TST
formalism must also provide an upper bound.) Of
course, such a bounding argument would be of little
value if it were not for the fact that the activation energy
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can be computed to arbitrarily good accuracy via the
Monte Carlo method,

Although in our earlier paper! we suggested that the
synthesis of transition state theory and pseudodynamical
Monte Carlo techniques would prove to be a singularly
useful means of obtaining desorption rate data, it now
appears clear that the inclusion of importance sampling
makes this approach even more powerful. The method
does, for example, overcome the usual problems asso-
ciated with the simulation of intrinsically rare events, 8
while at the same time permitting the study of the
adatom concentration effects which are practically inac-
cessible by other methods. Itis, in fact, this rather
unique versatility of the Monte Carlo-TST formalism
which most strongly commends itself to those interested
in investigating adsorption/desorption phenomena.
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Erratum: Bispectral analysis as a probe of quasielastic light

scattering intensity fluctuations
[J. Chem. Phys. 72, 6123 (1980)]
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In a recent paper, this author suggested that the mea-
surement of the homodyne bispectrum (I(0)I(#)X(7)) might
be of use in interpreting light scattering spectra of solu-
tions containing several noninteracting diffusing species,
in that the second time cumulants of the bispectrum
were
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where a; and T'; are the root-mean-square scattering
amplitudes and the decay rate, respectively, for species
i. For a system containing two diffusing species, K,
=%Koz; for a system containing more than two species,
K, and K, do not appear to be related by a simple constant.

Contrary to the appearance remarked upon in Ref. 1,
it is possible to manipulate Eq. (1b) into a form which
is simply related to Eq. (1a), namely,
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the symmetry of the final term under { - lets one bispectral analysis permits one to distinguish between
write systems characterized by two or by more than two de-
1 sz . —2 AR cay times, is not supported by the mathematical results
Kn=-3 ;: [a;a;(T; - T,)*) ; a,,/ Z il in that reference.
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so that for an arbitrary number of solute species K
=~} Ky =—3 Kp,. While the results of Ref. 1 are
mathematically correct, the conclusion of Ref, 1, that !George D. J. Phillies, J. Chem. Phys. 72, 6123 (1980).

Erratum: On the quantitation of light emission from
cytochrome c in the low quantum yield limit
[J. Chem. Phys. 73, 5947 (1980)]
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