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1. General Information:
Microwaves-assisted reactions were carried out in a CEM Initiator microwave synthesis instrument. Melting points were determined with Büchi SMP-20 melting point apparatus and were uncorrected. 1H NMR and 13C NMR were recorded on a Bruker Avance DPX250 spectrometer (250 MHz 1H, 63 MHz 13C) using tetramethylsilane as the internal standard, multiplicities were determined by the DEPT 135 sequence. Chemical shifts were reported in parts per million (ppm, δ units). Coupling constants were reported in units of hertz (Hz). Splitting patterns were designated as s, singlet; d, doublet, t, triplet, m, multiplet. All commercial solvents were used without further purification. The following solvents and reagents have been abbreviated: ethyl acetate (EtOAc), ethanol (EtOH), and petroleum ether (PE). Column chromatography was carried out using Silica gel 60N (spherical, neutral, 40-63 μm, Merck). Thin layer chromatography (TLC) was carried out on Merck silica gel 60F254 percolated plates. Visualization was made with ultraviolet light. Allyl[1,3-bis(2,6-diisopropylphenyl)-2-imidazolidinylidene]chloropalladium(II), 97%, Synonym: (SIPr)Pd(allyl)Cl, (Sigma-Aldrich). All reported yields were isolated.
2. Experimental Procedure and Analytical Data of Products
General Procedure for Palladium-Catalyzed Direct (Hetero)Arylation under Microwave Irradiation (Scheme 1, Table 1).
Typically, to a solution of imidazo[1,2-a]pyridine derivatives (100 mg) dissolved in 2 mL of dioxane in a vial microwave tube with a stir bar were added, aryl halide (1.2 equiv.), potassium tert-butoxide (KOtBu) (2 equiv.) and (SIPr)Pd(allyl)Cl (5 mol%). The vial was sealed with a silicon septum and subjected to microwave irradiation at 150 °C for 1 h with stirring. The reaction mixture was allowed to cool to room temperature, and the solution was diluted with H2O and dichloromethane (15 mL) and extracted (3x). The combined organic layer was dried over anhydrous MgSO4 and concentrated under vacuum. The residue was purified by column chromatography on silica gel (EtOAc/ hexane) to give the desired products 2-6, 8-12 and 14.
3-phenyl-imidazo[1,2-a]pyridine 230a,36,35 (Table 1, entry 1): The generale procedure afforded 138 mg (84% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
3-(p-tolyl)imidazo[1,2,a]pyridine 335,36 (Table 1, entry 2): The generale afforded 138 mg (78% yield) of the title compound. Compound 3 was identified by comparison of NMR data with those reported in the literature.

3-(m-tolyl)imidazo[1,2,a]pyridine 430a,35 (Table 1, entry 3): The generale procedure afforded 143 mg (81% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
3-(o-tolyl)imidazo[1,2,a]pyridine 535 (Table 1, entry 4 and 5): The generale procedure afforded (133 mg 75% yield and 134 mg 76% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
3-(4-Nitrophenyl)-imidazo[1,2-a]pyridine 636 (Table 1, entry 6 and 7): The generale procedure afforded (163 mg 80% yield and 167 mg 82% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
6-chloro-3-phenyl-imidazo[1,2-a]pyridine 830a (Table 1, entry 8): The generale procedure afforded 115 mg (77% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
6-chloro-3-(m-tolyl)-imidazo[1,2-a]pyridine 930a (Table 1, entry 9): The generale procedure for formation reaction afforded 132 mg (83% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
6-chloro-3-(4-methoxyphenyl)imidazo[1,2,a]pyridine 1037 (Table 1, entry 10): The generale procedure afforded 125 mg (74% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
3-Pyridin-3-ylimidazo[1,2-a]pyridine 1130a,b,36,38 (Table 1, entry 11): The generale procedure afforded 114 mg (69% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
3-(thiophen-2-yl)imidazo[1,2-a]pyridine 1238 (Table 1, entry 12): The generale procedure afforded 102 mg (60% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
1,2-dimethyl-5-phenyl-1H-imidazole 1436,39 (Table 1, entry 13): The generale procedure afforded 112 mg (63% yield) of the title compound. 1H NMR and 13C NMR spectrum matched that of the literature.
General Procedure for Palladium-Catalyzed Suzuki Coupling Reaction under Microwave Irradiation (Table 2).
Typically, to a solution of 6-chloroimidazo[1,2-a]pyridine (100 mg, 0.66 mmol) dissolved in 2 ml of dioxane in a vial microwave tube with a stir bar were added, aryl boronic acid (1.2 equiv.), potassium tert-butoxide (KOtBu) (2 equiv.) and (SIPr)Pd(allyl)Cl (5 mol%). The vial was sealed with a silicon septum and subjected to microwave irradiation at 150 °C for 1 h with stirring. The reaction mixture was allowed to cool to room temperature and the solution was diluted with H2O and dichloromethane (15 mL) and extracted (3x). The combined organic layer was dried over anhydrous MgSO4 and concentrated under vacuum. The residue was purified by column chromatography on silica gel (EtOAc/ Hexane) to give the desired products 16-19.
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6-p-tolylimidazo[1,2-a]pyridine 18 (Table 2, entry 3): The generale procedure for Suzuki-Miyaura afforded 180 mg (76% yield) as an oil of the title compound. 1H NMR (250 MHz, CDCl3) δ= 2.43 (s, 3H), 7.30 (d, J = 7.5 Hz, 2H), 7.52-7.38 (m, 3H), 7.74-7.60 (m, 3H), 8.29 (s, 1H). 13C NMR (63 MHz, CDCl3): δ = 21.1 (CH3), 112.6 (CH), 117.6 (CH), 122.7 (CH), 125.2 (CH), 126.7 (2xCH), 129.8 (2xCH), 133.9 (CH), 134.3 (C), 137.7 (2C), 144.7 (C). IR: 1512 (C=C), 1669 (C=N). HRMS (+ESI) m/z: [M+H]+ calculated for C14H12N2: 209.1069, found, 209.1073.
Compounds 1630b, 1732a, and 1930b, were identified by comparison of NMR data with those reported in the literature.
1H NMR (250 MHz, CDCl3) spectrum of 6-p-tolylimidazo[1,2-a]pyridine 18:
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13C NMR (63 MHz, CDCl3) of 6-p-tolylimidazo[1,2-a]pyridine 18:
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