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Materials and methods

All the chemicals, reagents and solvents used were purchased from Sigma-Aldrich and
TokyoChemical Industries and are used without further purifications. All reactions were carried
out under an inert Argon atmosphere. The 'H NMR spectra for the synthesized compounds were
acquired using Varian Unity Inova 500 MHz FT-NMR Spectrometer in DMSO- dg and CDCl;
with tetramethyl silane (TMS) as the internal standard. The high-resolution mass spectra was
recorded using fast atom bombardment (FAB) Tandem Atom Spectrometer MS/MS system. The
UV-Vis absorption spectra of both compounds were obtained using 8453 UV-vis Agilent
spectrophotometer. The photoluminescence (PL) spectra for both solution as well as thin films
were recorded using an F-7000 FL spectrophotometer. To determine the thermal stability of the
organic compounds, thermogravimetric analysis (TGA) was carried out using Netzsch TG 209
instrument under nitrogen atmosphere at 20 °C min’! heating rate and differential scanning
calorimetry (DSC) using TA Instruments Q200 at 10 °C min! heating rate. From the second
heating scan T, was determined. The cyclic voltammetric analysis was carried out with a
concentration of 10-> M of the two compounds in acetonitrile solvent using supporting electrolyte
0.1 M tetra n-butylammonium hexafluorophosphate (TBAPFg) at a scan rate of 100 mV s-'. CV
model of potentiostat/galvanostat (Iviumstat) voltrammetric analyser was employed with Ag/AgCl
as the reference electrode, Platinum wire as counter electrode and Platinum as the working
electrode. The potential values were measured with respect to the ferrocenium/ferrocene (Fc+/Fc)

as the internal standard.



Fabrication and LEC Device Characterization

Glass substrates coated with Indium tin oxide (ITO) were procured from AMG Korea Co. The
validation of all the LEC devices fabricated were done and the resistance of the ITO substrate was
found to be 15 Q ohm/sq. The hole injection layer which consists of Poly(3,4-
ethylenedioxythiophene): poly (styrene sulfonate) (PEDOT: PSS), the buffer layer, was purchased
from H.C. Starck Clevios (PVP Al 4083) Aluminum, which serves as the cathode material, was
procured from CERAC, Inc. Initially, the Glass substrate coated with ITO substrate was washed
with a solution containing a mixture of acetone, ethanol, and isopropanol in an ultrasonic bath.
Later on, this was exposed to ozone treatment for a time gap of 30 min in order to improve the
hole injection and also to remove the plausible organic residue if present. At first, PEDOT: PSS
was spin-coated onto the ITO substrate at 2000 rpm for 20 s to form a layer of 50 nm thickness
and then was dried at a temperature of 120 °C for 1 h in a vacuum oven. Prior to coating, PEDOT:
PSS was filtered using a hydrophilic (0.2 um) PTFE filter from its aqueous dispersion. PEDOT:
PSS acts as a hole-injecting material which reduces short contacts by forming a smooth uniform
layer over ITO. The emissive layer solution is composed of 10 mg of compounds in 1mL of
acetonitrile. Before coating the active layer, the emissive layer solutions were filtered using a
hydrophobic PTFE filter (0.1 um). This coated active layer (80 nm) was exposed to thermal
evaporation under high vacuum which contains a metal evaporating chamber for aluminum
(cathode) deposition using a shadow mask. The final structural configuration obtained was ITO/
PEDOT: PSS/active layer/Al. Keithley characterization systems were used to measure the

electroluminescent properties of the fabricated devices under ambient conditions.
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Fig. S1. ' H NMR Spectra of ThAz.
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Fig. S2. ' H NMR Spectra of FuAz
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Fig. S3. Mass Spectra of ThAz.
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Fig. S4. Mass Spectra of FuAz.
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Fig. S5. Optimised electronic structures of the target compounds ThAz (a) and FuAz (b).

Computational ground state geometry of ThAz using B3LYP/6-31G (d,p) basis set of Gaussian

09 program set.
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Computational ground state geometry of FuAz using B3LYP/6-31G (d,p) basis set of Gaussian 09

program set.
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Fig. S6. DSC thermograms of target compounds ThAz (red) and FuAz (blue).
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Fig S7. Luminescence vs EQE plot for ThAz (red) and FuAz (blue) LECs

Table S1. Comparison of EL properties for single component ionic small molecules based LECs.

Emitters Amax EQE Current efficiency Luminance CIE Ref.
(nm) (%) (cd/A) (cd/m?) (x/y)

PPP 530 ; ] 499 ) (1]
PYRI1 451 - - 180 (0.17, 0.18) [2]
PYR2 487 - - 72 (0.18, 0.25) 2]
NPzN 499 - - 129 (0.28, 0.43) [3]
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NPzN-IL 505 - - 59 (0.32, 0.41) [3]
CPC 484 1.05 1.29 430 (0.16, 0.33) [4]
CPC-IL - 1.6 1.33 454 (0.17, 0.33) [4]
PPPSO2 498 - - 509 - [S]
PhTz 505 1.65 2.83 1453 (0.28.,0.54) [6]
BzTz 499 1.23 1.71 1048 (0.27, 0.52) [6]

This

ThAz 525 1.90 3.77 1556 (0.23, 0.69) work

FuAz 540 1.54 2.86 1173 (0.26, 0.67) ;5(])1;:(
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