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Figure S1.3'P NMR spectrum of ligand 1a.
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Figure S2. "H NMR spectrum of ligand 1a.
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Figure S3. 3'P NMR spectrum of ligand 1b.
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Figure S4. 'H NMR spectrum of ligand 1b.
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Figure S5. 3'P NMR spectrum of ligand 1c.
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Figure S6. 'H NMR spectrum of ligand 1c.
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Figure S7. 3'P NMR spectrum of complex 1aPd,(dba).
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Figure S8. 'H NMR spectrum of complex 1aPd,(dba).
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Figure S9. *'P NMR spectrum of complex 1bPd,(dba),.

f1 {(pom}

[ 0.0E+00

S5



S6 Pd Complexes Based on Phosphine-Linked Cyclophosphazenes

ago31vipH/1
Vanderlei - "complexiPr® - CEDE/250qnp - ago31vipH HG

— 3.66

715
g 714

733
701
6.95

~7.86
\

—~ 7.93

- - oode bl

— 1.50

— 1.07

J. Braz. Chem. Soc.

rE8.0ELO7
[ 7.5E+07
- 7.0E+07

G.5E+07
r6.0E+07
r5.5E+07
[ 5.0E+07

4.5E+07
-4.0E+07
[ 3.5E+07
3.0E+07
-2 5E+07
- 2.0E+07
[ LSE+07
 1.0E+07

I 5.0E+06

- 0.0E+00

T T T T T T T T T T T T

4.5 4.0 35 3.0 25
f1 {oom}

Figure S10. '"H NMR spectrum of complex 1bPd,(dba),.
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Figure S11. *'P NMR spectrum of complex 1cPd,(dba).
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Figure S12. '"H NMR spectrum of complex 1cPd,(dba).
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Figure S13. Mass spectrum of ligand 1a.
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Figure S14. Mass spectrum of the ligand 1a and isotopic pattern around 900.2.

fosf_tf (0.020) Is {1.00,1.00) C10BHBANIOERS TOF MS ES+
1799.41 358e12
1004
1798.41
N
1800.41
4
LS
1801.42
s
1802 .42
7’
1700 1720 1740 1760 1780 1800 1820 1840 1860 1660 1900
fost_tf 41 (0.769) Cm (30:292) TOF MS ES+
1799.23 1.58e3
100+
179823
183118
LEE?S‘Z ’
L1E97.25 171328 1/33‘2 19 1871 11\
& 1862.10. 189909 o143
174623 17538 0% 1797.14) 3
— Mz

Ty T T
1800 1820

T
1780

1700 1720 1740 1760

Figure S15. Mass spectrum of ligand 1a and isotopic pattern around 1799.2.

fos_lpr 157 (3.206) Cm (132:167) TOF MS ES+
46953 1.12e4
1004
| 469 86
47519
454 .18
o
48019
455,50 480 52
1390 55
04 S —
400 600 800 1000 1200 1600 1800 2000 2200 2400 2600 2800 I

200

Figure S16. Mass spectrum of ligand 1b.
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Figure S17. Mass spectrum of ligand 1b and isotopic pattern around 1390.6.
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Figure S18. Mass spectrum of ligand 1b and the isotopic pattern around 464.2 .
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Figure S19. Mass spectrum of ligand 1c.
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Figure S20. Mass spectrum of ligand 1¢ and isotopic pattern around 936.5.
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Figure S21. Mass spectrum of ligand 1c¢ and isotopic pattern around 624.7.
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Figure S22. Mass spectrum of complex 1aPd,(dba).
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Figure S23. Mass spectrum of complex 1aPd,(dba) and isotopic pattern around 1117.6.
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Figure S24. Mass spectrum of complex 1bPd,(dba), and isotopic pattern around 1153.

VAND_XEVO_C1 AGUA CB0 1330 (0.034) Is (1.00,1.00) C142H184N30EPIPA3 TOF MSMS 1330 .50ES+
100+ 1330.45 1.10e12
1329.45 %1331 45
138930331 95
1328.45
1332.45
1 & 1327 95()1332 95
1397 45 1333 45

1326.95|lil-1333 %5

o

1000 1020 1040 1060 1080 1100 1120 1140 116D 1180 1200 1220 1240 1260 1280 1300 1320 1340 1360 1380 |
AND_XEVO_C1 AGUA C60 1330 40 (0.700) Crn (25:123) TOF MSMS 1330 S0ES+
oo 1331 45 618

107332 1001 33 1197 39 120536

1039 60
1032 B]l Yy

=

LA ML LAY LA L SR A LA AR Bt A kA Sk Al A A Akt At b S AR b el LAt IRl At A Bt Sl A Ll AL MY LA M bt Mgkl
1000 1020 1040 1060 10680 1100 1120 1140 1160 1160 1200 1220 1240 1260 1280 1300 1320 1340 1360 1380

Figure S25. Mass spectrum of complex 1¢Pd,(dba) and isotopic pattern around 1330.4.
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Figure S26. Infrared spectrum of complex 1aPd,(dba).
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Figure S29. Gas phase chromatograms of the reaction described in Table 2, entry 24 (top: t = 0; bottom: t = 24 h). Peak at 4.60: biphenyl.
The peak at 6.457 was assigned to 3-methyl-[1,1’-biphenyl]-4-amine based on its mass spectrum: m/z 183.0, 165.0, 151.9, 139.0, 127.9, 16.0, 91.6, 77.0,
63.0, 51.1, 39.9.
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Figure S30. MS spectrum of the product of the reaction described in Table 2, entry 24.
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Figure S31. Gas phase chromatograms of the reaction described in Table 3, entry 5 (top: t = 0; bottom: t = 24 h). Peak at 4.60: biphenyl.
The peak at 5.147 was assigned to 2-chloro-1,1’-biphenyl based on its mass spectrum (Figure S32). m/z 188.0, 152.0, 126.0, 113.0, 103.0, 94.0, 76.0,
63.0,51.0, 39.1.
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Figure S32. MS spectrum of the product of the reaction described in Table 3, entry 5
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Figure S33. Gas phase chromatograms of the reaction described in Table 3, entry 1(top: t = 0; bottom: t = 24 h). Peak at 4.60: biphenyl.
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The peak at 4.610 was assigned to [1,1’-biphenyl]-4-ol based on its mass spectrum (Figure S34): m/z 170.0, 151.9, 141.0, 130.9, 115.0, 102.1, 85.0, 77.0,

62.9,51.1, 40.0.
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Figure S34. MS spectrum of the product of the reaction described in Table 3, entry 1.
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Figure S35. Gas phase chromatograms of the reaction described in Table 4, entry 4 (top: t = 0; bottom: t =2 h).

The peak at 11.299 was assigned to 2-((2,6-diisopropylbenzyl)oxy)-2’-methyl-1,1’-biphenyl (tr = 11.299), based on its 'H and '*C NMR spectra (Figure S36).
'H NMR (250 MHz, CDCL,) 6 7.83 (d, J 7.5 Hz, 1H), 7.45 (dtd, J 20.4, 7.5, 1.5 Hz, 3H), 7.31-7.09 (m, 5H), 7.06 (s, 2H), 4.51 (s, 2H), 3.10 (p, J 6.9 Hz,
2H), 2.08 (s, 3H), 1.11 (d, J 6.9 Hz, 12H). '*C NMR (63 MHz, CDCl,) 4 152.97(s, Ar-O, 1C), 141.93 (s, Ar-Ar, 2C),140.83(s, Ar-Ar, 1C), 140.08 (s, Ar,
1C), 135.94(s, Ar, 1C), 135.46(s, Ar, 1C), 129.88(s, Ar, 1C), 129.54(s, Ar, 1C), 129.35(s, Ar, 1C), 128.37(s, Ar, 1C), 127.7-127.58(m, Ar, 3C), 125.51(s,
Ar, 1C), 124.56(s, Ar, 1C), 123.95(s, Ar, 2C), 73.96(s,CH,, 1C), 26.25(s, CH, 2C), 24.1(s, CH,, 4C), 19.98(s, CH,, 10).
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Figure S36. 'H (top) and "*C (bottom) NMR spectra of the product of the reaction described in Table 4, entry 4.
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