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Related results about the exciplex formation in our probe+C'd*" solution with the addi-
tion of different equivalents of C'd** ions were published in an earlier article.! The Figure 1
shows practically the same absorption spectra for the probe and the probe+C'd*" solutions,

just confirming that exciplexes are entities existing only at excited states.
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FIG. 1: (Color online) Absorption spectra for the probe (full line) and the probe+Cd** (dashed

line) solutions in water/acetonitrile (8.5:1.5) at room temperature.

Two steady-state photoluminescence (PL) emission spectra corresponding to the addition
of 1.0 and 2.5 equivalents of C'd*" ions to the probe solution are shown in Figure 2a. For
the case of 2.5 equivalents (dashed curve) the probe4+Cd*" solution is in excess of C'd*"
ions. The corresponding PL emission presents practically only the exciplex peak emission,
centered at 504 nm, while for the probetCd*" solution with 1.0 equivalent of C'd** ions
(full curve) the contributions of the probe (smaller PL peak at 458 nm) and of the exciplex
(PL peak at 518 nm) are observed. Only the prompt fluorescence (PF) time-resolved PL
emission is detected for the probet+C'd*" solution with 2.5 equivalents of C'd*" ions. Some
representative PF spectra at different delay times and the decay curve for this probe+Cd**
solution are shown in Figures 2b and 2c, respectively.

The lack of delayed fluorescence (DF) and phosphorescence emissions for this probe-+C'd**
solution in excess of C'd*" ions is assigned to the predominant formation of exciplex states,
with not enough remaining singlet probe states left to undergo intersystem crossing to
triplet manifold states. The decay curve in Figures 2c is fitted just by a monoexponential,

corroborating the preponderance of the exciplex emission. The corresponding lifetime of



71 = (9.0 £ 0.4) ns for the exciplex emission is in agreement with the exciplex time compo-

nent [r2 = (9 £ 1) ns| observed in the biexponential decay curve (Figures 5a shown in the

paper) of the probe+C'd*" solution with 1.0 equivalent of C'd*" ions.
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FIG. 2: (Color online) (a) Steady-state Photoluminescence emission spectra at room temperature

with addition of 1.0 (full line) and 2.5 (dashed line) equivalents of C'd?* ions to the probe solution in

water/acetonitrile (8.5:1.5). The excitation was made at Agz. = 355 nm. (b) Prompt fluorescence

representative spectra at different delay times for the probet+Cd*! solution with 2.5 equivalent of

Cd?*" ions at room temperature. (c) Prompt fluorescence integration intensity for the probe+Cd?*t

solution with 2.5 equivalent of C'd*t ions at room temperature as a function of delay time. The

fitting curve (dashed line), the corresponding expression, lifetime and intensity parameters are

included in the figure.

In Figure 3 is presented a proposed form of interaction between the +C'd*" ions and the



probe molecule, which was considered in our discussion of conformational changes of the

probe molecule, leading to modified spin-orbit interactions and faster ISC rate.
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FIG. 3: (Color online) Proposed form of interaction between the +Cd?" ions and the probe

molecule.
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