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Yield: 71%; m.p. 214-215°C. Anal. Calc. for CsoH3CIo:N2OgP2Pd: C, 54.22; H, 3.73; N, 3.24.
Found: C, 54.31; H, 3.71; N, 3.31%.
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[PA{N,N'-CsHsN{C(H)=NO}-2}(L?)]CIO4 (2)

Yield: 73%; m.p. 212-214 °C. Anal. Calc. for CsyH3CIBrN,O¢P-Pd: C, 51.56; H, 3.55; N, 3.08.
Found: C, 51.63; H, 3.84; N, 3.15%.
[PA{N, N'-CsH4N{C(H)=NO}-2}(L®)]CIO4 (3)

Yield: 80%; m.p. 218-220 °C. Anal. Calc. for CsH3.CIN3OgP2-Pd: C, 53.56; H, 3.69; N, 4.81.
Found: C, 53.71; H, 3.81; N, 4.88%.

[PA{N,N'-CsH:N{C(H)=NO}-2}(L*)]CIO, (4)
Yield: 72%: m.p. 213-215 °C. Anal. Calc. for C4H3sCIN2O7P2Pd: C, 55.89; H, 4.10; N, 3.26. Found:

C,55.94; H, 4.38; N, 3.41%.
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IR IHNMR IP{IHINMR BC{HINMR Ref.
v(CO) 5(PCH) 5(PPh;) (BJp»)  5(PCH) (Jp.p) 5(CO)

LT 1503 4.23(br) -20.90(63.10)  11.35(63.10) 184.05 [22]
1 1622 5.69(br) 25.40 (43.54)  33.13 (43.53) 196.27 This work
L2 1502 4.22 (d) -30.07 (63.67)  11.39(62.98) 183.58 [22]
2 1621 5.70(br) 25.36 (42.56)  33.14 (42.52) 196.37 This work
L3 1524 4.34(d) -30.40 (62.50)  11.50(62.50) 181.99 [22]
3 1630 5.75(br) 24.88 (42.52)  33.72 (42.52) 195.73 This work
L* 1507 4.24 (br) -29.67 (62.36)  11.15(62.36) 184.61 [22]
4 1610 5.70(br) 25.64 (44.55)  33.58 (44.55) 195.86 This work

v (cmY), 6 (ppm), J (Hz)
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Catalyst, Heat
B{OH), ————————— @
Base, Solvent

Entry Catalyst (mol%b) T(°C) Solvent Base Yield (%)
1 1 (0.46) 60 EtOH/H,0 K2COs3 88
2 2 (0.46) 60 EtOH/H20 K2CO3 90
3 4 (0.46) 60 EtOH/H,0 K2COs 86
4 3(0.46) 60 EtOH/H20 K2COs 92
5 3(0.04) 60 EtOH/H,0 K2CO3 18
6 3(0.004) 60 EtOH/H,0 K2COs NC
7 3(0.46) 60 DMF K2COs3 61
8 3(0.46) 60 MeOH K2COs 74
9 3(0.46) 60 EtOH K2CO3 85
10 3(0.46) 60 H20 K2COs 55
11 3(0.46) 60 EtOH/H,0 - NC
12 3(0.46) 60 EtOH/H,0 KOH 63
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13 3 (0.46) 60 EtOH/H,0 Na2COs 81
14 3 (0.46) 25 EtOH/H.0 K2COs3 70
15 3 (0.46) 80 EtOH/H,0 K2COs3 92

Reagents and conditions: Ph—Br (0.5 mmol), Ph—B(OH), (0.6 mmol), Base (1 mmol), Solvent (3
mL), Catalyst, Time 30 min, NC (no conversion).
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—_ Catalyst 3, 60 °C
R +{\ //)—B(OH), I R

K,CO;, EtOH/H,0

Time Yield

§

X

S

Entry Aryl halide Product (min)® (%) TONP  TOF(h?)°
1 c1—©—n 120 62 134 67
2 c1—©—cno cno 120 71 154 77
3 Cl—@—CN CN 120 76 165 82
4 Br-@—NOZ No2 30 95 206 412
5 Br-@—CN \ / oN 30 9% 208 416
6 Br—@—COOH coon 30 93 202 404
7 Br-@—COCH3 COCH3 30 94 204 408
8 Br—©—cno cno 30 04 204 408
9 Br—©—n 30 92 200 400
10 Br-@—OCH3 ocn3 30 89 193 386
11 Br—@—CH3 cu3 30 87 189 378
12 1—©—H 15 08 213 852
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13 1—©—cn3 CH3 15 97 210 840

Reaction conditions: Catalyst 3 (2 mg, 0.46 mol%); phenylboronic acid (0.6 mmol); Aryl halides
(0.5 mmol); K2CO3 (1 mmol); solvent; EtOH/H,0 (1:1, 3 mL); at 60 °C under air.
aTON: (turnover number, yield of product/per mol of Catalyst). " TOF: TON/t (h).
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