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1. Supporting figures and tables
1.1 NMR spectra and ESI-TOF mass spectra
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Fig S1. 'H NMR spectrum of the ligand L? (400 MHz, DMSO- dg, 298K)
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Fig S2. 13C NMR spectrum of the ligand L? (100 MHz, CDCls, 298K)
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Fig S3. 'H NMR spectrum of the ligand L° (400 MHz, DMSO-ds, 298K)
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Fig S4. 3C NMR spectrum of the ligand L" (100 MHz, DMSO-ds, 298K)
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Fig S5. 'H NMR spectrum of the assembly 1 (400 MHz, D,O: acetone- ds

=1:1, 298K)
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Fig S6. H-'H COSY spectrum of the 1 NO3 (400 MHz, D,O:acetone- ds

=1:1,298K)
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Fig S7. C NMR spectrum of the assembly 1 (100MHz, D,O: acetone-ds

=1:1, 298K).



Oeq

100 9.0 8.0 7.0 6.0 5.0 4.0 3.0 2.0
ppm

Fig S8. 1H NMR spectra of L? with the titration of (en)Pd(NOs), (400MHz,

D,0: acetone-ds=1:1, 298K)
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FigS9. *H NMR spectrum of the assembly 2 BF. (400 MHz,CDsCN,

298K)
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Fig S11. *C NMR spectrum of the 2 BF4(100MHz,CDsCN, 298K)



1.2 DOSY spectra
Stokes-Einstein equation,

D = ksT/6 mnr
was applied to estimate the dynamic radius for complexes 1 and 2 and of
the species resulting from reacting an equivalent mixture of ligand with
(en)Pd(NOs)2.Where D = diffusion coefficient; ke= Boltzmann’sconstant;
T = absolute temperature; n=dynamic viscosity of the solvent (1.2 mPa s,
298K, calculated by Ubbelohde viscometer); r= hydrodynamic radius of

aspherical particle.
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Fig S12. *H DOSY spectrum of compound 1 (400 MHz, D,0: acetone-dgs =

1:1, 298K)
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Fig S13. 'H DOSY spectrum of compound 2 (400 MHz, D,O:acetone-ds
=1:1, 298K)

1.3 ESI-TOF-MS
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Fig S14. ESI-TOF mass spectrum of 1 BF4 and the observed and

simulated isotopic patterns of the 2+ peaks



Intens.
x107

486,

08

[(en),Pd,L®,

3765877
06

(en),

04

0.2

Lb

2035

d,L°,(BF,)]**

[(en),Pd,L®,(BF,),I**
01784

10155727 1566.3554
0,04y l-—»‘- l.---l.-ul- S S VO ——
00 1000 1500

— '2503. — .m.'i

2hang192-67-80_1-c,5_01_220.: +MS, 0.1min 45

Intens.

2500

1500

il

2+
740.1867

lh..

Pl CoHaM: i (CaataaMa o] BF 2 (NO s, M, 739,1842

740 745

+\MS, 0.1min A5

Fig S15. ESI-TOF mass spectrum of 2 BF, and the observed and

simulated isotopic patterns of the 2+ peaks.



1.4 UV-vis absorption spectra
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Fig S16. UV-vis absorption spectra of ligand L?, L in DMSO and
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complexes 1 and 2 in H20O/ acetone (v:v=1:1). (cL =50 pM).

1.5 Fluorescence spectra

Table S1. Fluorescence and quantum yield of ligands and assemblies in

dilute solution (c. =50 uM) and in solid state.

Dilute solution Solid state
Aex(nm) | Aem(nm) Dr(%) Aex(nm) | Aem(nm) Dr(%)
L® 365 528 0.739 408 488 84.2
Lb 343 490 - 386 440 74.1
1 372 492 4.22 458 543 6.57
2 358 488 - 430 528 4.13
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Fig S17. Fluorescence excitation (black, Aem = 528 nm) and emission (red,

Lex = 365nm) spectra of L? in DMSO (c. =50 pM).
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Fig S18. Fluorescence excitation (black, Aem = 490 nm) and emission (red,

Lex = 343nm) spectra of L® in DMSO (cL =50 V).
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Fig S19. Fluorescence excitation (black, Aem = 492 nm) and emission (red,

Lex = 372nm) spectra of 1 in H2O/acetone(v:v=1:1) (cL =50 piM).
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Fig S20. Fluorescence excitation (black, Aem = 488 nm) and emission (red,

Lex = 358 nm) spectra of 2 in HO/acetone (v:v=1:1) (cL =50 pM).
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Fig S21. The photograph and emission spectrum of L® with increasing

H20 fractions in H.O/DMSO mixtures (Aex = 343 nm, cL = 50 M),
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Fig S22. The photograph and emission spectrum of L° with increasing

H20 fractions in H2O/DMSO mixtures. (Aex = 365 nm, ¢ = 50 piM).
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Fig S23. Quantum yield of L* in DMSO (298K, Aex=408nm).
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Fig S24. Quantum vyield of L? in solid state (298K, powder, Lex = 408 nm).
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Fig S25. Quantum yield of L in solid state (298K, powder , Aex = 386

nm).
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Fig S26. Quantum yield of 1 in H2O/acetone (v:v=1:1) (298K, Aex=

372nm).
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Fig S27. Quantum yield of 1 in solid state (298K, powder, Aex = 458 nm).
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Fig S28. Quantum yield of 2 in solid state (298K, powder, Aex = 430 nm).



