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Fig. S1 Stacked IR spectra of tetranuclear spiro-metallacyclophanes 1-3 in CH2Clo.
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Fig. S2 Overlay UV-vis absorption spectra of tetranuclear spiro-metallacyclophanes 1-3 in

CHClo.
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Fig. S3 *H NMR spectrum of [{(CO)sRe(u-SCsHs)2Re(CO)s}2(u-n*-ptpc)] (1) in CDCls.

[ ) KT oo [=] [=a) r~ o
N & L2 g A - m ® " v,
o o L L el ol ol o i <t ~ -
- —— = o \

7.6 J ]
| I Il [
N AN P I
= [} (=) -] (o)
S S & 3 v,
T T y= T T NI :f T T T fD T T T |d T T T
10.0 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0 1.0

SW= A= OO T - O D (2] — [

RRIGILT IR mMmA A ® = v,

@ oo~~~ I~ -+ = -
e b

8.9 7.5 7.3
[ m ML T
i ] N
(=] U w= w; w
S S o S

T fﬁ T r\II A= T T T T T < 1“ T T T T T T T
95 90 85 80 75 7.0 65 60 55 50 45 40 35 3.0 25 20 15 1.0

Fig. S5 *H NMR spectrum of [{(CO)sRe(u-SCH2CsHs)Re(CO)s}2(u-7*-ptpc)] (3) in CDCls,
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Fig. S6 13C NMR spectrum of [{(CO)sRe(u-SCsHs)2Re(CO)s}2(u-n*-ptpc)] (1) in C3DsO.
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Fig. S7 13C NMR spectrum of [{(CO)sRe(u-SCH2CsHs),Re(CO)s}2(u-7*-ptpc)] (3) in CDCls,
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Fig. S8 Experimental (top) and theoretical (bott

spectrum of [{(CO)sRe(u-SCeHs)2Re(CO)s}2(u-

om) isotopic distribution patterns of ESI-mass
n*-ptpe)] (1) [M]™.
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Fig. S9 Experimental (top) and theoretical (bottom) isotopic distribution patterns of ESI-mass
spectrum of [{(CO)sRe(u-SCsH4CHs)2Re(CO)s}2(u-7*-ptpc)] (2) [M+H]".
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Fig. S10 Experimental (top) and theoretical (bottom) isotopic distribution patterns of ESI-
mass spectrum of [{(CO)sRe(u-SCH2CgHs)2Re(CO)s}2(u-1*-ptpc)] (3) [M+H]".
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Fig. S11 Electronic absorption spectra of p-phenylenediamine (1.3x10™4 M) increasing upon
incremental addition of host 2 (2.0-24.0x10" M) in tetrahydrofuran and inset shows the

corresponding Benesi-Hildebrand plot. Regression analysis was carried out at Amax 249 nm.

1.0x10’

> ,
'@:5.ox106-
Fé 1.50x10°  3.00x10°
7 [H]
0.01= . :
300 400 500

Wavenumber(nm)

Fig. S12 Emission intensity of p-phenylenediamine (1.3x10% M) decreasing with
incremental addition of host 2 (2.0-24.0x107'M) in tetrahydrofuran and inset shows the

corresponding Stern-VVolmer plot. Regression analysis was carried out at Amax 387 nm.
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Fig. S13 Electronic absorption spectra of quinol (1.3x10* M) increasing upon incremental
addition of host 2 (2.0-24.0x10~" M) in tetrahydrofuran and inset shows the corresponding

Benesi-Hildebrand plot. Regression analysis was carried out at Amax 225 nm.
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Fig. S14 Emission intensity of quinol (1.3x10™* M) decreasing with incremental addition of
host 2 (2.0—24.0x10’M) in tetrahydrofuran and inset shows the corresponding Stern-Volmer

plot. Regression analysis was carried out at Amax 330 nm.
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Fig. S15 Electronic absorption spectra of p-phenylenediamine (1.3x10™* M) increasing upon
incremental addition of host 3 (2.0-24.0x10"" M) in tetrahydrofuran and inset shows the

corresponding Benesi-Hildebrand plot. Regression analysis was carried out at Amax 252 nm.
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Fig. S16 Emission intensity of p-phenylenediamine (1.3x10* M) decreasing with
incremental addition of host 3 (2.0-24.0x107'M) in tetrahydrofuran and inset shows the

corresponding Stern-Volmer plot. Regression analysis was carried out at Amax 380 nm
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Fig. S17 Electronic absorption spectra of quinol (1.3x10™* M) increasing upon incremental
addition of host 3 (2.0—24.0x10~" M) in tetrahydrofuran and inset shows the corresponding

Benesi-Hildebrand plot. Regression analysis was carried out at Amax 226 nm.
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Fig. S18 Emission intensity of quinol (1.3x10™* M) decreasing with incremental addition of
host 3 (2.0—24.0x10’M) in tetrahydrofuran and inset shows the corresponding Stern-Volmer

plot. Regression analysis was carried out at Amax 331 nm.
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