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O THE APPLICABILITY OF THE RELATIVE EXCIMER YIELD
EQUATION TO ELECTROGENERATED CHEMILUMINESCENCE
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In a recent communication, Keazl:helyll claima that our applicatimz of the

well-known equation used to describe the relative yield of excimer and mono-

&
mer emission in spectroscoplc 5:-.::111:53‘
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to electrogenerated chemiluminescence (ECL) studies in the presence of a quench=
ing agent (Q) i= "mathematically invalid" because the treatment does not apply
when o = RD.FB.M (where B.D ig the rate of excimer formation and R}i iz the rate of
formation of the excited singlet state monomer) approaches infinity. As we
have pointed nur..2 however, this treatment is perfectly general for all steady
state luminescent processes, independent of the mode of exciration, and holds

for any value of n. Direct substitution in Equation 1 reweals that
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Simple Tearrangement of Equation 1 yields
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Thus, for the case of "pure" T-route ECL, a plot of QD'MM va. [4] has a slope
1 1 1

of k' k_[k.k, (which is independent of [Q]) and an intercept of k' /kck, 'y

{(which may have a minimum value of k'ffkfkd':n when [0] is zero). The slope

may also be written as
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where my ig the slope obtained in the prompt fluorescence experiment (a = 0).

Since
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it is obvicus that the slope of the '!PD'WH vs, [A] plot in “pure" T-route ECL
may never be less than that obtained in prompt fluorescence studies.

We have no comments on the remainder of the communication at issue; most of
these concepts have been discussed previoualy elsewhere (see reference 1, and
references contained theredin). We maintain, howewver, that our treatment of
excimer emission in the presence of a quenching agent in the ECL experiment is

valid.
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