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Figure S1: 'H NMR spectrum of the complex [Pd(n3-allyl)Cl]; in CDCls at 298K.
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Figure S2: 1*C NMR spectrum of the complex [Pd(n3-allyl)Cl], in CDCls at 298K.
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Figure $S3: 'H NMR spectrum of the complex [Pd(n3-allyl)(bphen)](PFs) (1) in acetone-d6 at 298K.
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Figure S4: 'H NMR spectrum of the complex [Pd(n3-allyl)(ncp)](PFs) (2) in acetone-d6 at 298K.
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Figure S5: *H NMR spectrum of the complex [Pd(n3-allyl)(bcp)](PFs) (3) in acetone-ds at 298K.
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Figure S6: *H NMR spectrum of the complex [Pd(n3-allyl)(mphen)](PFs) (4) in acetone-ds at 298K.



F17A
’
H:0 X L1eo
150
140
F130
120
110
100
50
0
o [w]
70
[ HeD
50
40
30
-20
\ “" S >_'_‘~~-—»' l{lp-r\ 0
Ly i s G B
(=] (o)} [k} Ly o =
S] b)) @ G o o 10
T il T = T T T T o T T ﬁ| T ol T Im D T
9.5 90 85 80 75 7o 6.5 6;&. 55 50 45 40 35 30 25
1 {pp
(u] a

Figure S7: H NMR spectrum of the complex [Pd(n3-allyl)(tmphen)](PFs) (5) in acetone-ds at 298K.
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Figure S8: 'H NMR spectrum of the complex [Pd(n3-allyl)(pax)](PFs) (6) in acetone-d¢ (a) and [Pd(n3-
allyl)(pax)1[Pd(n*-allyl)Cl;] (6a) in MeOD (b) at 298K.
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Figure S9: HR-ESI-MS of the complex [Pd(n3-allyl)(bphen)](PFs) (1) in acetone.
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Figure S10: HR-ESI-MS of the complex [Pd(n3-allyl)(ncp)](PFs) (2) in acetone.
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Figure S11: HR-ESI-MS of the complex [Pd(n3-allyl)(bcp)](PFs) (3) in acetone.
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Figure S12: HR-ESI-MS of the complex [Pd(n3-allyl)(mphen)](PFs) (4) in acetone.
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Figure S13: HR-ESI-MS of the complex [Pd(n3-allyl)(tmphen)](PF¢) (5) in acetone.



R elative Abundance

=

2540224

_ =1
= 507.1043 £41.0852 €88.2780
3 =1 =2 z=7
L B B R L L L R I R RS LS LLS L L
500 600 00
miz

Figure S14: HR-ESI-MS of the complex [Pd(n3-allyl)(pax)](PFs) (6) in acetone.
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Figure S15: 13C NMR spectrum of the complex [Pd(n3-allyl)(mphen)](PFs) (4) in acetone-dg at 298K.
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Figure S16: 3C NMR spectrum of the complex [Pd(n3-allyl)(tmphen)](PFs) (5) in acetone-ds at 298K.
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Figure S17: 13C NMR spectrum of the complex [Pd(n3-allyl)(pax)][Pd(n3-allyl)Cl;] (6a) in MeOD at 298K.



Figure S18: A packing diagram of compound [Pd(n3-allyl)(pax)](PFs) (6), down to the b axis of the unit cell.
Hydrogen atoms of the allyl group have been omitted for clarity.



Figure S19: A packing diagram of compound [Pd(n3-allyl)(pgx)][Pd(n3-allyl)Cl;] (6a), down to the g axis of the unit
cell.



