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'H NMR spectrum of complex Ir(pig)2(dppn-2Br) in CDCls.

Fig. S2
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Fig. S3  H NMR spectrum of complex 3 in CDCls.
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Fig. S4 HRMS spectra of complex 2. Top: theoretical spectrum calculated for C106H110IrNe
(M-PFs); Bottom: experimental spectrum.
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Fig. S5 HRMS spectra of complex 3. Top: theoretical spectrum calculated for C110H1121rNe
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Fig. S6 Comparison of the UV-vis absorption spectra of complexes 2 and 3 to those of their
corresponding complexes without the fluorenyl substituents Ir(piq)2dppz and Ir(piq)2dppn in
acetonitrile solutions.
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Fig. S7 Normalized UV-vis absorption spectra of complexes 1-3 in different solvents.
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complexes 1-3 in toluene.
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Comparison of the experimental and calculated UV-vis absorption spectra of



Table S1

complexes 1-3 in toluene.

Natural transition orbitals (NTOs) representing main absorption bands

for

Sn
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Fig. S9 Normalized emission spectra of complexes 1-3 in different solvents at room
temperature. Aex = 436 nm.



Table S2  Emission band maxima (dem), lifetimes (zm) and quantum vyields (®em) for
complexes 1-3 in different solvents at room temperature.

Aem/NM (Tem/,US); Dem

CHsCN CHCI; Toluene
1 586 (3.30); 0.35 583 (3.80); 0.40 590 (3.10); 0.46
2 590 (1.05); 0.13 590 (4.42); 0.57 590 (2.93); 0.40

3 587 (2.37); 0.035 588 (2.84); 0.077 590 (2.00); 0.003




Table S3  Natural transition orbitals (NTOs) of the low(est)-energy triplet transitions of 1-3
in acetonitrile.
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Fig. S10 Time-resolved ns transient absorption spectra of complexes 1-3 in deoxygenated
toluene. Aex = 355 nm, Aszssnm = 0.4 in a 1-cm cuvette.
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Fig. S11 Time-resolved ns transient absorption spectra of complexes 1-3 and complexes
Ir(pig)2dppn in deoxygenated acetonitrile. Zex = 355 nm, Asssnm = 0.4 in a 1-cm cuvette.
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Fig. S12 Time-resolved ns transient absorption spectra of [Ir(piq)2Cl]2 in deoxygenated
acetonitrile. Zex = 355 nm, Asssnm = 0.4 in a 1-cm cuvette.
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Fig. S13 Comparison of ns transient absorption spectra at zero-time delay for complexes 2
and 3 with Ir(piq)2dppz and Ir(piq)2dppn, respectively, in deoxygenated acetonitrile. Aex =
355 nm, Aszssnm = 0.4 in a 1-cm cuvette.
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Fig. S14 Comparison of RSA performance of complex 2 with Ir(piq)2dppz and complex 3
with Ir(pig)2dppn in acetonitrile for 4.1-ns laser pulses at 532 nm in a 2-mm cuvette. The
linear transmission was adjusted to 80% at 532 nm for each sample in a 2-mm cuvette.



