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Supplementary Data 1: Computational details for complexes (1) to (6) and
[PACI(CH;)(1-tetralone oxime)].

DFT PBE-D3! functional based geometry optimizations and vibrational calculations
for the complexes (1)-(6) were performed using the Gaussian09 (G09)? software. A
triple-zeta high quality basis set (aug-cc-pVTZ-PP)3 was employed for Pd; aug-cc-
pVTZ* for the attached ancillary ligands (Cl atoms), agostic hydrogen and nitrogen
(attached to Pd) and double-zeta quality basis set (aug-cc-pVDZ)* was used for the
remainder of atoms. All the structures were energy-minimised as no imaginary
frequency was found in the vibrational analysis. For the QTAIM analysis, the input
files (.wfx) were obtained from G092 and QTAIM calculations were performed with
the AIMALL software®. The NBO calculations were performed with the NB06.0
package® and NBOView2.0® was used to visualize the contours and surfaces of
donor-acceptor interactions. The same procedure was used for the ligand
calculations.



Supplementary Data 2: Cartesian coordinates and energies for calculated
structures (1) to (6) and [PdCI(CH;)(1-tetralone oxime)].

Complex (1): (E=-1564.79211120 a.u)
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-3.74675000
-2.29873400
-2.13424100
-3.95155400
-4.52537700
-3.85678500
-4.94710100
-3.93198600
-1.60137000
-0.57022800
-2.87787300
-0.79055000

0.22955200
-3.08571100
-2.05400800

0.02261700
-4.07503800
-2.24251600
-0.00443900

0.35244300

1.34270600

1.85393100
-1.19282400
-2.24306700
-1.62350800
-2.75054100
-3.02656200
-0.38031400
-2.37824900
-1.33323000
0.06680500
-0.67509600
0.23089500
1.18740100
0.65701400
2.55278500
0.95451600
2.03399000
2.96987600
3.26719100
2.37857700
4.03532900
-1.45796200
-2.77339300
-2.69732400

-0.09868200
0.54319000
-0.11694400
-0.21582800
-0.17071000
-0.38995400
0.81548500
-0.91910900
0.49054600
-0.17708100
-1.45341900
0.31104900
1.56179900
-0.19167300
-0.43448300
0.23926100
-0.19006400
-1.22977200
0.44710600
0.25821300
-0.36688000
0.78011700
0.44391200
-0.15682800
-0.06665800
0.10367600



Complex (2): (E =-2572.52350911 a.u)
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Complex (3): (E =-1816.51594223 a.u)
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Complex (4): (E =-1962.33595181 a.u)
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Complex (5): (E =-1487.44994119 a.u)
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Complex (6): (E =-1488.45190461 a.u)
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-1.66126600
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0.37983400
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-1.68910100
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-3.34038700
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-0.04031500
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-0.00617800
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0.04283500
-0.01208300
-0.02320200
0.07103200
-0.82477800
1.04402300
-0.06676000
0.10255500
-0.05402700



Complex (CI* replaced by CH;): [PACI(CH3)(1-tetralone oxime)]
(E=--1144.58365822 a.u)
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-0.42321200
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Supplementary Figure 1: Ball and stick diagrams showing the agostic C-H
bond in relation to the Pd coordination plane for
complexes (1) to (5)
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Supplementary Figure 2: NBO electron density and contour plots for the

various interactions in complex (1)

(For larger versions of the NBO images click on the image and expand by the normal angular method.)

NBOView2.0¢ was employed to plot the contours of the donor-acceptor interactions. The default
parameter values were used for all the contours:

Contour value: 0.0316
Contour tolerance: 0.0001
Stepsize: 0.4000

(The outermost value (0.0316 a.u) of the contour corresponds roughly to the empirical van der Waals
radius).®



Complex 1: [Pd(Cl)2(1-tetralone oxime)]
1) C(8)-H(8)o to Pd-Cl (trans)* (agostic donation E(2) = 58.6 kcalmol)

Contour plot

C-H o NBO

3D Surfaces showing NBOs interaction,




2) C(8)-H(8)o to Pd-Cl (cis)* [agostic donation E(2) = 10.0 kcalmol]

Contour plot

C-Ho NBO

3D Surfaces showing NBOs interaction




3) C(7)-C(8)m to Pd-Cl (trans) o* [E(2)=20.3 kcalmol!]

Contour plot

3D Surfaces showing NBOs interaction

C-CmtNBO




4) C(7)-C(8)rt to BD*(1) Pd-Cl (cis) o* (E(2)=6.5 kcalmol]

Contour plot

C-CntNBO

3D Surfaces showing NBOs interaction




5) Lone pair (4) Pd to C(8)-H(8)o* [E(2)=4.9 kcalmol!]

Contour plot

Lone pair Pd

3D Surfaces showing NBOs interaction




6) Lone pair (3) Pd to C(8)-H(8)c* [E(2) = 2.9 kcalmol)

Contour plot

Lone pair Pd

3D Surfaces showing NBOs interaction




Supplementary Figure 3: Optimised structure of complex with
N=NPO(OCH2CH3)2

.q.ﬂ.'ﬂ-"'"-"ﬂi



Supplementary Table 1: QTAIM aromatic ring C and H atomic charges for
complexes (1) to (5) and [PACI(CH;)(1-tetralone oxime)].

(1) R'=R2=H, R3=OH (5)
(2) R!=H, R?=S0,Cl, R®=OH
(3) R!=H, R2=B(OH);, R®=OH
(4) R'=H,R2=S,R®=OH
(Free ligand values in brackets_
Atom Complex1 | Complex 2 Complex 3 Complex 4 Complex 5 CI* replaced by CH;
Cda -0.003 0.023 -0.009 -0.012 -0.005 -0.006
(-0.014) (0.015) (-0.022) (-0.025) (-0.019) (-0.014)
C5 -0.006 -0.094 -0.408 -0.310 0.003 -0.010
(-0.019) (-0.102) (-0.444) (-0.214) (-0.011) (-0.019)
Cé -0.002 0.016 -0.025 -0.015 -0.000 -0.006
(-0.015) (0.007) (-0.038) (-0.027) (-0.014) (-0.015)
c7 0.012 0.024 -0.007 -0.007 0.014 0.005
(-0.014) (0.002) (-0.041) (-0.038) (-0.011) (-0.014)
c8 -0.084 -0.073 -0.112 -0.089 -0.086 -0.080
(0.001) (0.015) (-0.025) (-0.040) (0.002) (0.001)
C8a -0.001 0.009 -0.017 -0.014 0.015 -0.003
(-0.015) (-0.004) (-0.034) (-0.029) (-0.001) (-0.015)
H5 0.026 N/A N/A N/A 0.037 0.020
(0.006) (0.015) (0.006)
H6 0.038 0.102 0.051 0.021 0.041 0.029
(0.014) (0.086) (0.020) (-0.005) (0.016) (0.014)
H7 0.079 0.096 0.047 0.050 0.083 0.043
(0.014) (0.037) (-0.033) (-0.035) (0.016) (0.014)
H8 0.056 0.060 0.053 0.051 0.057 0.041
(0.040) (0.057) (0.001) (-0.003) (0.039) (0.040)
H4a N/A N/A N/A N/A 0.029 N/A

(0.011)




Supplementary Table 2: QTAIM properties of C(8)-H(8) bond critical point for
complexes (1) to (5) charges for complexes (1) to (5) and
[PACI(CH;)(1-tetralone oxime)].

CI* replaced

Property Complex1 | Complex 2 Complex3 | Complex4 | Complex5 br:r:::ce
3
Electron density, p(bcp) |  0-2333 0.2315 0.2392 0.2566 0.2338 0.2274
3

[e/bohr?] (0.2810) (0.2825) (0.2778) | (0.2774) (0.2810) (0.2810)
Laplacian of electron —0.6268 -0.6170 -0.6582 -0.7695 -0.6283 -0.5886
density, V?p(bcp)
[e/bohrs] (-0.9458) | (-0.9602) | (-0.9184) | (-0.9117) | (-0.9461) (~0.9458)
Ellipticity, 0.1059 0.1050 0.1080 0.0704 0.1076 0.1075
e(bcp) (0.0126) (0.0087) (0.0182) (0.0291) (0.0132) (0.0126)

Free ligand values in brackets ()




Supplementary Table 3: Second order perturbation energy E (2) (kcalmol?) values
for donor-acceptor NBOs interactions for complexes (1) to
(6) and [PdCI(CH;)(1-tetralone oxime)].

Complex (1):

(1) R'=R2=H,R3=0H
Donor (L) NBO Acceptor (NL) NBO E (2) kcalmol*
27.LP(1)Pd 1 89. BD*(2) C 15- C 17 0.67
27.LP(1)Pd 1 90. BD*( 1) C 15- H 18 0.15
28.LP(2)Pd 1 87.BD*(2) C14-C 16 0.07
28.LP(2)Pd 1 88.BD*(1) C 15- C 17 0.60
28.LP(2)Pd 1 89. BD*(2) C 15- C 17 0.12
28.LP(2)Pd 1 90. BD*( 1) C 15- H 18 0.13
28.LP(2)Pd 1 98. BD*( 1) N 24- 0 25 2.60
29.LP(3)Pd 1 90. BD*( 1) C 15- H 18 2.85
29.LP(3)Pd 1 98. BD*( 1) N 24- 0 25 0.13
30.LP (4)Pd 1 75.BD*(2)C 4-N 24 1.34
30.LP(4)Pd 1 87.BD*(2) C14-C 16 0.09
30.LP(4)Pd 1 89. BD*(2) C 15- C 17 1.60
30.LP(4)Pd 1 90. BD*( 1) C 15- H 18 4.87
33.LP(3)Cl 2 99. BD*( 1) 0 25- H 26 16.63
36.LP(3)Cl 3 90. BD*( 1) C 15- H 18 0.22
40.BD (1)Pd 1-Cl 2 89. BD*(2) C 15- C 17 1.97
40.BD (1)Pd 1-Cl 2 90. BD*( 1) C 15- H 18 0.49
40.BD (1)Pd 1-Cl 2 98. BD*( 1) N 24- 0 25 0.11
40.BD (1)Pd 1-Cl 2 99. BD*( 1) 0 25- H 26 0.93
41.BD (1)Pd 1-Cl 3 89. BD*(2) C 15- C 17 1.01
41.BD (1)Pd 1-Cl 3 90. BD*( 1) C 15- H 18 0.68
41.BD (1)Pd 1-Cl 3 98. BD*( 1) N 24- 0 25 0.32
41.BD (1)Pd 1-Cl 3 99. BD*( 1) 0 25- H 26 0.12
37.LP (1) N 24 70. BD*( 1)Pd 1-Cl 2 17.57
37.LP (1) N 24 71.BD*( 1)Pd 1-Cl 3 105.35
38.LP(1) 025 70. BD*( 1)Pd 1-Cl 2 0.19
38.LP(1) 025 71.BD*( 1)Pd 1-Cl 3 0.32
42.BD(1)C 4-C 5 70. BD*( 1)Pd 1-Cl 2 0.44
42.BD(1)C 4-C 5 71.BD*( 1)Pd 1-Cl 3 0.71
44.BD (1) C 4-N 24 70. BD*( 1)Pd 1-Cl 2 1.02
44.BD(1)C 4-N24 71. BD*( 1)Pd 1-Cl 3 4.49
55.BD (1) C14-C15 70. BD*( 1)Pd 1-Cl 2 1.42
55.BD (1) C14-C15 71.BD*( 1)Pd 1-Cl 3 0.43
59.BD(2)C15-C17 70. BD*( 1)Pd 1-Cl 2 20.33
59.BD(2)C15-C17 71.BD*( 1)Pd 1-Cl 3 6.48
60.BD (1) C15-H 18 70. BD*( 1)Pd 1-Cl 2 58.60
60.BD (1) C15-H 18 71.BD*( 1)Pd 1-Cl 3 9.97
68.BD (1) N 24- 025 70. BD*( 1)Pd 1-Cl 2 0.22
57.BD(2)C14-C16 75.BD*(2)C 4-N 24 20.95
57.BD(2)C14-C16 79.BD*(1)C 6-C 9 0.59
57.BD(2)C14-C16 82.BD*(1)C 9-H 12 1.05
57.BD(2)C14-C16 83.BD*(1)C 9-H 13 3.13

57.BD (2)C14-C 16 89. BD*(2) C 15- C 17 12.54



57.
57.
58.
58.
58.
58.
58.
58.
59.
59.
59.
62.
69.

BD(2)C14-C16
BD(2)C14-C16
BD (1) C15-C17
BD (1) C15-C17
BD (1) C15-C17
BD (1) C15-C17
BD (1) C15-C17
BD (1) C15-C17
BD(2)C15-C17
BD(2)C15-C17
BD(2)C15-C17
BD(1)C17-C20
BD (1) 0 25-H 26

90.
95.
73.
85.
90.
92.
93.
97.
87.
90.
95.
90. BD*( 1) C 15- H 18
74.

BD*( 1) C15- H 18
BD*(2) C 19- C 20
BD*(1)C 4-C14
BD*( 1) C 14-C 15
BD*( 1) C15- H 18
BD*( 1) C17-C 20
BD*(1)C17-H21
BD*( 1) C 20- H 23
BD*(2) C 14- C 16
BD*( 1) C15- H 18
BD*(2) C 19- C 20

BD*(1)C 4-N24

1.11
15.14
2.83
1.99
0.52
1.29
0.84
2.07
15.30
3.71
13.50
2.59
3.88



Complex (2):

R!=H, R?=S0,Cl, R® = OH

(2)
Donor (L) NBO
39.LP(1)Pd 1
39.LP(1)Pd 1
39.LP(1)Pd 1
40.LP(2)Pd 1
40.LP(2)Pd 1
40.LP(2)Pd 1
40.LP(2)Pd 1
40.LP(2)Pd 1
40.LP(2)Pd 1
40.LP(2)Pd 1
40.LP(2)Pd 1
41.LP(3)Pd 1
41.LP(3)Pd 1
41.LP(3)Pd 1
41.LP(3)Pd 1
41.LP(3)Pd 1
42.LP(4)Pd 1
42.LP(4)Pd 1
42.LP(4)Pd 1
42.LP(4)Pd 1
42.LP(4)Pd 1
42.LP(4)Pd 1
43.LP(1)Cl 2
43.LP(1)Cl 2
43.LP(1)Cl 2
44.LP(2)Cl 2
44.LP(2)Cl 2
44.LP(2)Cl 2
45.LP(3)Cl 2
45.LP(3)Cl 2
45.LP(3)Cl 2
46.LP(1)Cl 3
46.LP(1)Cl 3
46.LP(1)Cl 3
46.LP(1)Cl 3
47.LP(2)Cl 3
47.LP(2)Cl 3
47.LP(2)Cl 3
47.LP(2)Cl 3
47.LP(2)Cl 3
48.LP(3)Cl 3
48.LP(3)Cl 3
48.LP(3)Cl 3
61.BD (1)pd 1-ClI
61.BD (1)pd 1-ClI
61.BD (1)pd 1-ClI
61.BD (1)pd 1-ClI
61.BD (1)pd 1-ClI
61.BD (1)pd 1-ClI
62.BD (1)pd 1-ClI
62.BD (1)pd 1-ClI

W W INNNNNDN

Acceptor (NL) NBO

97.BD*(1) C 4-C 14
112. BD*(1) C15-C17
113. BD*(2) C15- C 17
96.BD*(1)C 4-C 5
98. BD*(1) C 4-N 23
109. BD*( 1) C 14- C 15
110. BD*( 1) C 14- C 16
112. BD*(1) C15-C17
113. BD*(2) C15- C 17
116. BD*( 1) C 17- C 20
122. BD*( 1) N 23- 0 24
99. BD*(2) C 4-N 23
109. BD*( 1) C 14- C 15
113. BD*(2) C15- C17
114. BD*( 1) C 15- H 18
122. BD*( 1) N 23- 0 24
99. BD*(2) C 4-N 23
11. BD*(2) C 14- C 16
112. BD*(1) C15-C17
113. BD*(2) C15- C 17
114. BD*( 1) C 15- H 18
122. BD*( 1) N 23- 0 24
112. BD*(1) C15-C17
113. BD*(2) C15- C17
123. BD*( 1) O 24- H 25
99. BD*(2) C 4-N 23
113. BD*(2) C15- C 17
114. BD*( 1) C 15- H 18
98. BD*(1) C 4-N 23
113. BD*(2) C15- C 17
123. BD*( 1) O 24- H 25
112. BD*(1) C15-C17
113. BD*(2) C15- C17
117. BD*(1) C17- H 21
122. BD*( 1) N 23- 0 24
109. BD*( 1) C 14- C 15
114. BD*( 1) C 15- H 18
116. BD*( 1) C 17- C 20
117. BD*(1) C17- H 21
123. BD*( 1) O 24- H 25
114. BD*( 1) C 15- H 18
116. BD*( 1) C 17- C 20
117. BD*(1) C17- H 21
98. BD*(1) C 4-N 23
112. BD*(1) C15-C17
113. BD*(2) C15- C 17
114. BD*( 1) C 15- H 18
117. BD*(1) C17- H 21
123. BD*( 1) O 24- H 25
109. BD*( 1) C 14- C 15
112. BD*(1) C15-C17

E (2) kcalmol!

0.05
0.06
1.49
0.06
0.83
0.34
0.06
0.92
0.21
0.06
231
3.80
0.11
0.26
2.39
0.11
1.04
0.10
0.06
1.63
5.35
0.07
0.06
0.41
0.25
0.11
0.13
0.17
0.17
0.19
16.31
0.05
0.25
0.08
0.06
0.12
0.10
0.10
0.29
0.06
0.15
0.05
0.16
0.13
0.32
2.99
0.15
0.10
0.85
0.24
0.09

24




62.
62.
62.
62.
49.
49.
50.
50.
63.
63.
65.
65.
66.
76.
76.
79.
79.
80.
80.
81.
81.
83.
83.
49.
49.
49.
49.
51.
52.
52.
52.
77.
77.
77.
.BD(1)C14-C16
77.
77.
77.
77.
78.
78.
78.
78.
78.
78.
78.
79.
79.
79.
79.
79.
80.
80.
80.
80.
80.
80.
81.

77

BD (1)Pd 1-Cl 3
BD (1)Pd 1-Cl 3
BD (1)Pd 1-Cl 3
BD (1)Pd 1-Cl 3
)N 23

)N 23

)0 24

)0 24

BD(1)C 4-C 5
BD(1)C 4-C 5
BD (1) C 4-N 23
BD (1) C 4-N 23
BD(2)C 4-N 23
BD (1) C14-C15
BD (1) C14-C15
BD (1) C15-C17
BD (1) C15-C17
BD(2)C15-C17
BD(2)C15-C17
BD (1) C15-H 18
BD (1) C15-H 18
BD(1)C17-C20
BD(1)C17-C20
LP (1) N 23

LP (1
LP (1
LP (1
LP (1

—
PR —

LP (1) 027

BD (1) C14-C16
BD(1)C14-C16
BD (1) C14-C16

BD (1) C14-C16
BD (1) C14-C16
BD (1) C14-C16
BD (1) C14-C16
BD(2)C14-C16
BD(2)C14-C16
BD(2)C14-C16
BD(2)C14-C16
BD(2)C14-C16
BD(2)C14-C16
BD(2)C14-C16
BD (1) C15-C17
BD (1) C15-C17
BD (1) C15-C17
BD (1) C15-C17
BD (1) C15-C17
BD(2)C15-C17
BD(2)C15-C17
BD(2)C15-C17
BD(2)C15-C17
BD (2) C 15- C 17
BD(2)C15-C17
BD (1) C15-H 18

113. BD*(2) C15- C17
114. BD*( 1) C 15- H 18
122. BD*( 1) N 23- 0 24
123. BD*( 1) O 24- H 25
94. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
94. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
94. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
94. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
94. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
94. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
94. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
94. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
94. BD*( 1)Pd 1-Cl
95. BD*( 1)Pd 1-Cl
96.BD*(1)C 4-C 5
97.BD*(1) C 4-C 14
109. BD*( 1) C 14- C 15
123. BD*( 1) O 24- H 25
99. BD*(2) C 4-N 23
106. BD*( 1) C 9-H 12
120. BD*( 1) C19- S 26
125. BD*( 1) S 26- 0 28
97.BD*(1) C 4-C 14
98. BD*(1) C 4-N 23
106. BD*( 1) C 9-H 12
108. BD*( 1) C 9-C 16
109. BD*( 1) C 14- C 15
114. BD*( 1) C 15- H 18
115. BD*( 1) C 16- C 19
120. BD*( 1) C 19- S 26
99. BD*(2) C 4-N 23
103. BD*(1)C 6-C 9
106. BD*( 1) C 9-H 12
107. BD*( 1) C 9-H 13
113. BD*(2) C15- C17
114. BD*( 1) C 15- H 18
119. BD*( 2) C 19- C 20
97.BD*(1) C 4-C 14
109. BD*( 1) C 14- C 15
116. BD*( 1) C 17- C 20
117. BD*(1) C17- H 21
121. BD*( 1) C 20- H 22
97.BD*(1) C 4-C 14
110. BD*( 1) C 14- C 16
111. BD*(2) C 14- C 16
113. BD*(2) C15- C17
114. BD*(1) C15- H 18
119. BD*( 2) C 19- C 20
97.BD*(1) C 4-C 14

WNWNWNWNWNWWNWNWNWN

1.46
0.34
0.20
0.11
16.45
104.63
0.18
0.31
0.48
0.75
0.96
4.35
0.25
0.65
0.10
0.16
0.59
27.55
0.47
75.57
14.98
0.57
0.37
7.96
0.82
0.64
0.71
20.11
0.59
0.84
1.38
1.70
1.37
0.64
1.14
2.72
1.85
2.30
4.46
20.74
0.51
0.91
2.88
12.03
0.92
14.49
3.22
1.62
1.41
1.08
2.27
0.73
0.50
15.96
0.78
3.16
16.82
0.98



81.BD (1) C15-H18
81.BD (1) C15-H18
81.BD (1) C15-H18
81.BD (1) C15-H18

110. BD*( 1) C 14- C 16
113. BD*(2) C15- C17
116. BD*( 1) C 17- C 20
117.BD*(1) C17- H 21

5.48
1.68
4.69
0.89



Complex (3):

(3) R'=H, R2=B(OH);, R® = OH

Donor (L) NBO Acceptor (NL) NBO E (2) kcalmol!
72.BD(1)C12-H 15 91.BD*(1)C 1-C11 0.75
72.BD(1)C12-H 15 104. BD*(1)C11-C13 491
72.BD(1)C12-H 15 105. BD*(2) C11-C13 0.73
72.BD(1)C12-H 15 107.BD*(2)C12-C14 1.09
72.BD(1)C12-H 15 110. BD*(1)C14-C17 4.19
72.BD(1)C12-H 15 111.BD*(1)C14-H 18 0.67
32.LP(1)N 20 116. BD*( 1)Pd 21-Cl 24 18.37
32.LP(1)N 20 117. BD*( 1)Pd 21-Cl 25 108.27
54.BD(1)C 1-C 2 116. BD*( 1)Pd 21-Cl 24 0.59
54.BD(1)C 1-C 2 117. BD*( 1)Pd 21-Cl 25 0.87
56.BD(1)C 1-N 20 116. BD*( 1)Pd 21-Cl 24 1.08
56.BD(1)C 1-N 20 117. BD*( 1)Pd 21-Cl 25 4.69
67.BD(1)C11-C12 116. BD*( 1)Pd 21-Cl 24 0.94
67.BD(1)C11-C12 117. BD*( 1)Pd 21-Cl 25 0.12
68.BD(1)C11-C13 116. BD*( 1)Pd 21-Cl 24 0.16
68.BD(1)C11-C13 117. BD*( 1)Pd 21-Cl 25 0.11
69.BD(2)C11-C13 116. BD*( 1)Pd 21-Cl 24 0.21
69.BD(2)C11-C13 117. BD*( 1)Pd 21-Cl 25 0.09
70.BD(1)C12-C14 116. BD*( 1)Pd 21-Cl 24 0.06
70.BD(1)C12-C14 117. BD*( 1)Pd 21-Cl 25 0.58
71.BD(2)C12-C14 116. BD*( 1)Pd 21-Cl 24 41.92
71.BD(2)C12-C14 117. BD*( 1)Pd 21-Cl 25 15.99
72.BD(1)C12-H 15 116. BD*( 1)Pd 21-Cl 24 63.99
72.BD(1)C12-H 15 117. BD*( 1)Pd 21-Cl 25 13.81
74.BD (1) C14-C17 116. BD*( 1)Pd 21-Cl 24 0.64
74.BD (1) C14-C17 117. BD*( 1)Pd 21-Cl 25 0.41
33.LP(1)Pd 21 107.BD*(2)C12-C14 1.57
34.LP(2)Pd 21 90.BD*(1)C 1-C 2 0.05
34.LP(2)Pd 21 92.BD*(1)C 1-N 20 0.86
34.LP(2)Pd 21 93.BD*(2)C 1-N 20 0.07
34.LP(2)Pd 21 103.BD*(1)C11-C12 0.31
34.LP(2)Pd 21 106. BD*(1)C12-C14 0.98
34.LP(2)Pd 21 107.BD*(2)C12-C14 0.35
34.LP(2)Pd 21 108. BD*( 1) C12-H 15 0.10
34.LP(2)Pd 21 110. BD*(1)C14-C17 0.06
34.LP(2)Pd 21 115. BD*( 1) N 20- 0 22 2.41
35.LP(3)Pd 21 93.BD*(2)C 1-N 20 2.75
35.LP(3)Pd 21 103.BD*(1)C11-C12 0.22
35.LP(3)Pd 21 104. BD*(1)C11-C13 0.05
35.LP(3)Pd 21 107.BD*(2)C12-C14 0.20
35.LP(3)Pd 21 108. BD*( 1) C12-H 15 2.53
35.LP(3)Pd 21 115. BD*( 1) N 20- 0 22 0.29
36.LP (4)Pd 21 93.BD*(2)C 1-N 20 1.97
36.LP (4)Pd 21 105. BD*(2) C11-C13 0.11
36.LP (4)Pd 21 106. BD*( 1) C12-C14 0.14
36.LP (4)Pd 21 107.BD*(2)C12-C14 0.51
36.LP (4)Pd 21 108. BD*(1) C12-H 15 2.70
39.LP(1)Cl 24 107.BD*(2)C12-C14 0.41
39.LP(1)Cl 24 118. BD*( 1) 0 22-H 23 0.33
41.LP(3)Cl 24 118. BD*( 1) 0 22-H 23 17.80
44, LP (3)Cl 25 108. BD*( 1) C12-H 15 0.13




80.
80.
80.
80.
80.
81.
81.
81.
81.
81.
81.
81.

BD ( 1)Pd 21-Cl 24
BD ( 1)Pd 21-Cl 24
BD ( 1)Pd 21-Cl 24
BD ( 1)Pd 21-Cl 24
BD ( 1)Pd 21-Cl 24
BD ( 1)Pd 21-Cl 25
BD ( 1)Pd 21-Cl 25
BD ( 1)Pd 21-Cl 25
BD ( 1)Pd 21-Cl 25
BD ( 1)Pd 21-Cl 25
BD ( 1)Pd 21-Cl 25
BD ( 1)Pd 21-Cl 25

92.BD*(1) C 1- N 20

106.
107.
111.
118.

BD*( 1) C 12- C 14
BD*(2) C12- C 14
BD*(1)C14-H 18
BD*( 1) 0 22- H 23

93. BD*(2) C 1- N 20

103.
106.
107.
108.
115.
118.

BD*( 1) C11-C 12
BD*( 1) C 12- C 14
BD*(2) C12- C 14
BD*(1) C12-H 15
BD*( 1) N 20- O 22
BD*( 1) 0 22- H 23

0.13
0.26
2.59
0.06
1.18
0.07
0.25
0.08
1.31
0.14
0.20
0.08



Complex (4):

(4)

R'=H,R?2=S,R®=0OH

Donor (L) NBO

32.
33.
33.
33.
33.
33.
33.
34.
34.
34.
34.
34.
34.
35.
35.
35.
40.
43.
43.
43.
43.
43.
43.
43.
48.
48.
49.
49.
49.
49.
49.
49.
49.
49.
49.
50.
50.
50.
50.
50.
50.
50.
50.
51.
51.
51.
51.
51.
51.
51.
51.
51.

LP
BD ( 1)Pd
BD ( 1)Pd
BD ( 1)Pd
BD ( 1)Pd
BD ( 1)Pd
BD ( 1)Pd
BD ( 1)Pd
BD ( 1)Pd
BD ( 1)Pd
BD ( 1)Pd
BD ( 1)Pd
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C

PR R RPRRPRRRPRRRRERRRRRRER

)N 23

1-Cl 3
1-Cl 3
1-C15
1-C15
1-C15
1-C15
1-C15
1-C15
1-C15
1-C15
1-C15

AP bbb DDD

OO0OO0OO0OOO0O0O0O0OO0OO0

R R e
ErRhRRuvuvuvuuvuruunun

£
(@]
=
H

4-C14
4-C14
4-C14
4-C14

Acceptor (NL) NBO

79.BD*(1)Pd 1-C15
78.BD*(1)Pd 1-Cl 3
79.BD*(1)Pd 1-C15
82.BD*(1)C 4-N 23
83.BD*(2) C 4-N 23
96. BD*( 1) C 15- C 17
106. BD*( 1) N 23- 0 24
78.BD*(1)Pd 1-Cl 3
79.BD*(1)Pd 1-C 15
83.BD*(2) C 4-N 23
93. BD*(1) C 14- C 15
97.BD*(1) C15- H 18
106. BD*( 1) N 23- 0 24
78.BD*(1)Pd 1-Cl 3
79.BD*(1)Pd 1-C 15
83.BD*(2) C 4-N 23
101. BD*(1) C17- H 21
78.BD*(1)Pd 1-Cl 3
79.BD*(1)Pd 1-C 15
80.BD*(1)C 4-C 5
81.BD*(1) C 4-C 14
93. BD*(1) C 14- C 15
96. BD*( 1) C 15- C 17
107. BD*( 1) O 24- H 26
78.BD*(1)Pd 1-Cl 3
79.BD*(1)Pd 1-C 15
78.BD*(1)Pd 1-Cl 3
79.BD*(1)Pd 1-C 15
81.BD*(1) C 4-C 14
94.BD*(1) C 14- C 16
95. BD*( 2) C 14- C 16
97.BD*(1) C15- H 18
99. BD*( 1) C 17- C 20
100. BD*( 2) C 17- C 20
106. BD*( 1) N 23- 0 24
78.BD*(1)Pd 1-Cl 3
79.BD*(1)Pd 1-C 15
81.BD*(1) C 4-C 14
82.BD*(1)C 4-N 23
84.BD*(1)C 5-C 6
88.BD*(1)C 6-H 10
93. BD*(1) C 14-C 15
106. BD*( 1) N 23- 0 24
80.BD*(1)C 4-C 5
82.BD*(1)C 4-N 23
85.BD*(1)C 5-H 7
86.BD*(1)C 5-H 8
93. BD*(1) C 14- C 15
94.BD*(1) C 14- C 16
96. BD*( 1) C 15- C 17
98. BD*( 1) C 16- C 19
106. BD*( 1) N 23- 0 24

E (2) kcalmol !

2.12
8.39
7.27
0.93
0.54
0.53
2.03
2.77
0.86
0.64

0.79
0.78
1.08
1.58
0.80
4.88
0.59
101.20
7.92
9.17
1.50
0.92
0.51
0.51
3.67
20.91
56.60

12.50
1.10
4.61
11.28
0.51
1.08
14.50
1.46
1.52
1.06
1.02
0.67
0.51
1.39
2.15
1.05
0.80
1.39
0.54
0.64
1.15
1.98
1.72
3.44
6.05




52.
52.
52.
52.
52.
52.
53.
53.
53.
53.
63.
63.
63.
63.
63.
63.
63.
63.
65.
65.
67.
67.
67.
67.
67.
67.
69.
69.
69.
69.
69.
69.
69.
70.
.BD(2)C17-C20
70.
37.
37.
37.
38.
38.
38.
38.
39.
39.
39.
39.
39.
39.
39.
39.
39.

70

BD (1) C 4-N 23
BD (1) C 4-N 23
BD (1) C 4-N 23
BD (1) C 4-N 23
BD (1) C 4-N 23
BD (1) C 4-N 23
BD(2)C 4-N 23
BD(2)C 4-N 23
BD(2)C 4-N 23
BD(2)C 4-N 23
BD (1) C14-C15
BD (1) C14-C15
BD (1) C14-C15
BD (1) C14-C15
BD (1) C14-C15
BD (1) C14-C15
BD (1) C14-C15
BD (1) C14-C15
BD(2)C14-C16
BD(2)C14-C16
BD (1) C15-H 18
BD (1) C15-H 18
BD (1) C15-H 18
BD (1) C15-H 18
BD (1) C15-H 18
BD (1) C15-H 18
BD(1)C17-C20
BD(1)C17-C20
BD(1)C17-C20
BD(1)C17-C20
BD(1)C17-C20
BD(1)C17-C20
BD(1)C17-C20
BD(2)C17-C20

BD(2)C17-C20
LP (2)Cl 2
LP (2)Cl 2
LP (2)Cl 2
LP (3)Cl 2
LP (3)Cl 2
LP (3)Cl 2
LP (3)Cl 2
LP (4)Cl 2
LP (4)Cl 2
2
2
2
2
2
2
2

78.BD*(1)Pd 1-Cl 3
80.BD*(1)C 4-C 5
81.BD*(1) C 4-C 14
84.BD*(1)C 5-C 6
94. BD*( 1) C 14- C 16
107. BD*( 1) O 24- H 26
83.BD*(2) C 4-N 23
85.BD*(1)C 5-H 7
86.BD*(1)C 5-H 8
95. BD*( 2) C 14- C 16
78.BD*(1)Pd 1-Cl 3
79.BD*(1)Pd 1-C 15
80.BD*(1)C 4-C 5
81.BD*(1) C 4-C 14
92.BD*(1) C 9-C 16
94. BD*( 1) C 14- C 16
96. BD*( 1) C 15- C 17
101. BD*(1) C17- H 21
79.BD*(1)Pd 1-C 15
97.BD*(1) C15- H 18
78.BD*(1)Pd 1-Cl 3
79. BD*(1)Pd 1-C 15
94. BD*( 1) C 14- C 16
95. BD*( 2) C 14- C 16
99. BD*( 1) C 17- C 20
100. BD*( 2) C 17- C 20
79. BD*(1)Pd 1-C 15
96. BD*( 1) C 15- C 17
97.BD*(1) C15- H 18
101. BD*(1) C17- H 21
102. BD*( 1) C 19- C 20
103. BD*( 1) C 19-S 25
105. BD*( 1) C 20- H 22
79. BD*(1)Pd 1-C 15
97.BD*(1) C15- H 18
104. BD*( 2) C 19- S 25
78.BD*(1)Pd 1-Cl 3
79. BD*( 1)Pd 1-C 15
107. BD*( 1) O 24- H 26
78.BD*(1)Pd 1-Cl 3
79. BD*( 1)Pd 1-C 15
82.BD*(1)C 4-N 23
107. BD*( 1) O 24- H 26
78.BD*(1)Pd 1-Cl 3
79. BD*( 1)Pd 1-C 15
80.BD*(1)C 4-C 5
82.BD*(1)C 4-N 23
93. BD*( 1) C 14- C 15
94. BD*( 1) C 14- C 16
101. BD*(1) C17- H 21
106. BD*( 1) N 23- 0 24
107. BD*( 1) O 24- H 26

3.90
1.20
1.14
0.59
1.33
1.02
2.27
1.53
1.21
7.72
1.86
1.14
3.25
1.58
2.98
2.26
1.36
2.25
1.28
3.30
3.10
2.70
1.29
4.27
2.20
3.55
1.02
1.35
1.35
0.77
1.64
2.72
0.80
3.95
2.58
25.60
3.29
9.27
0.63
1.02
1.86
0.10
23.09
39.34
100.63
0.10
0.82
0.28
0.43
0.05
0.36
0.81



Acetophenone oxime complex (5):

Donor (L) NBO

25.
25.
26.
26.
28.
28.
29.
29.
31.
31.
32.
32.
33.
33.
34.
34.
38.
38.
39.
39.
25.
25.
25.
26.
26.
26.

LP ( 1)Pd
LP (1)Pd
LP ( 2)Pd
LP ( 2)Pd
LP ( 4)Pd
LP ( 4)Pd
LP ( 1)Cl
LP (1)Cl
LP ( 3)Cl
LP ( 3)Cl
LP ( 1)Cl
LP ( 1)Cl
LP ( 2)Cl
LP ( 2)Cl
LP ( 3)Cl
LP ( 3)Cl
BD (1)Pd 1-Cl 2
BD (1)Pd 1-Cl 2
BD (1)Pd 1-Cl 3
BD (1)Pd 1-Cl 3
LP ( 1)Pd
LP ( 1)Pd
LP (1)Pd
LP ( 2)Pd
LP ( 2)Pd
LP ( 2)Pd

N e

W W wwwwnNNNNDN

N T

Acceptor (NL) NBO

63.
64.
63.
64.
63.
64.
63.
64. BD*( 1)Pd 1-Cl
63.
64.
63.
64.
63.
64.
63.
64.
63.
64.
63.
64.
72.
73.
76.
67.
74.
75.

BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl

BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*(1)C 8-C 9
BD*(2)C 8-C 9
BD*(1)C 9-H 12
BD*(1)C 4-N 16
BD*(1)C 8-C10
BD*(1)C 9-C11

WNWNWNWNWNWNGNWNWN N

E (2) kcalmol!

11.07
9.51
1.72
1.76
1.02
1.19
2.82
3.26
1.45
1.86
2.85
1.84
3.51
2.04
0.72
0.55
11.01
32.78
23.01
3.69
0.13
0.69
0.15
0.87
0.08
0.78



26.
26.
27.
27.
27.
27.
27.
28.
28.
28.
29.
29.
29.
30.
30.
30.
31.
31.
31.
31.
32.
32.
32.
32.
33.
33.
33.
33.
34.
34.
34.
38.
38.
38.
38.
38.
38.
38.
39.
39.
39.
39.
35.
35.
36.
36.
40.
40.
41.
42.
42.
43.
47.
47.
48.
48.
50.

o
aQ
P PR P RPRPRRP R

W W WWwWwWwwwwwwwiNNNNNNNNNNN

BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
BD (1)Pd 1-Cl
LP (1) N 16

LP(1)N 16

LP(1) 021

LP(1) 021

BD(1)C 4-C 5
BD(1)C 4-C 5
BD(1)C 4-C 8
BD(1)C 4-N 16
BD(1)C 4-N 16
BD(2)C 4-N 16
BD(1)C 8-C9
BD(1)C 8-C9
BD(2)C 8-C9
BD(2)C 8-C9
BD(1)C 9-C11

W W W WMNNNNMNNMNNDN

76.
86.
68.
72.
73.
76.
86.
68.
.BD*(2)C 8-C 9
76.

73

BD*(1)C 9-H 12
BD*( 1) N 16- 0 21
BD*(2)C 4-N 16
BD*(1)C 8-C 9

BD*(2)C 8-C 9

BD*(1)C 9-H 12
BD*( 1) N 16- 0 21
BD*(2)C 4-N 16

BD*(1)C 9-H 12

73.BD*(2)C 8-C 9

76.
87.
68.
73.
76.
67.
73.

BD*(1)C 9-H 12
BD*(1) 0 21-H 22
BD*(2)C 4-N 16
BD*(2)C 8-C 9

BD*(1)C 9-H 12
BD*(1)C 4-N 16
BD*(2)C 8-C 9

86.BD*( 1) N16-0 21

87.
73.
76.
82.
86.
72.
80.
82.
87.
76.
81.
82.
67.
73.
75.
76.
82.
86.
87.
73.
76.
86.
87.
63.
64.

BD*( 1) 0 21-H 22
BD*(2)C 8-C 9
BD*(1)C 9-H 12
BD*(1)C11-H 17
BD*( 1) N 16- 0 21
BD*(1)C 8-C 9
BD*( 1) C 11- C 14
BD*( 1) C11-H 17
BD*( 1) 0 21-H 22
BD*(1)C 9-H 12
BD*(2) C11-C 14
BD*(1)C11-H 17
BD*(1)C 4-N 16
BD*(2)C 8-C 9
BD*(1)C 9-C11
BD*(1)C 9-H 12
BD*(1)C11-H 17
BD*( 1) N 16- 0 21
BD*(1) 0 21- H 22
BD*(2)C 8-C 9
BD*(1)C 9-H 12
BD*( 1) N 16- 0 21
BD*(1) 0 21-H 22
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-Cl 3

63. BD*( 1)Pd 1-Cl 2

64.
63.
64.
63.
63.
64.
64.
63.
64.
63.
64.
64.

BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*(1)Pd 1-Cl
BD*(1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*(1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*( 1)Pd 1-Cl
BD*(1)Pd 1-Cl

W WNWNWWNNWNDW

0.14
2.51
3.56
0.10
0.49
2.90
0.10
1.56
0.78
5.00
0.27
0.08
0.28
0.12
0.06
0.13
0.17
0.16
0.05
17.18
0.17
0.06
0.11
0.08
0.20
0.09
0.32
0.06
0.21
0.07
0.10
0.13
1.97
0.10
0.42
0.06
0.06
0.97
1.20
0.59
0.25
0.11
17.35
106.97
0.19
0.32
0.53
0.84
0.06
0.84
3.99
0.17
1.47
0.42
20.25
6.75
0.08



51.
51.
55.
56.
56.
61.
35.
35.
35.
37.
40.
40.
40.
40.
41.
41.
41.
41.
41.
41.
41.
42.
42.
42.
42.
43.
43.
43.
43.
44,
44,
45.
45.
46.
47.
47.
47.
47.
47.

BD(1)C 9-H 12
BD(1)C 9-H 12
BD(1)C11-C14
BD(2)C11-C14
BD(2)C11-C14
BD (1) N 16- 021
LP (1) N 16
LP (1) N 16
LP (1) N 16
LP(2) 021
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C 4-N 16
BD(1)C 4-N 16
BD(2)C 4-N 16
BD(2)C 4-N 16
BD(2)C 4-N 16
BD(2)C 4-N 16
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C 8-C 9

(R T T
00 00 00 00 00 OO 00O U1 U1 U1 U1
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o
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0 00 00 00 U LT UL
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47.BD(1)C 8-C 9

48.
48.
48.
48.
48.
48.
49.
49.
49.
49.
49.
49.
49.
49.
50.
50.
50.

BD(2)C 8-C9
BD(2)C 8C9
BD(2)C 8-C9
BD(2)C 8-C9
BD(2)C 8-C9
BD(2)C 8-C9
BD(1)C 8-C 10
BD(1)C 8-C 10
BD(1)C 8-C 10
BD(1)C 8-C10
BD(1)C 8-C10
BD(1)C 8-C10
BD(1)C 8-C10
BD(1)C 8-C10
BD(1)C 9-C11
BD(1)C 9-C11
BD(1)C 9-C11

63.
64.
63.
63.
64.
63.
.BD*(1)C 4-C 5
66.
87.
68.
66.
67.
72.
86.
65.
67.
72.
74.
75.
77.
86.
65.
66.
74.
87.
68.
69.
70.
73.
66.
68.
66.
68.
67.
65.
66.
74.
75.
79.
82.
65.
67.
68.
76.
78.
81.
66.
67.
68.
72.
76.
77.
79.
84.
66.
72.
80.

65

BD*( 1)Pd 1-Cl 2
BD*( 1)Pd 1-Cl 3
BD*( 1)Pd 1-Cl 2
BD*( 1)Pd 1-Cl 2
BD*( 1)Pd 1-Cl 3
BD*( 1)Pd 1-Cl 2

BD*(1)C 4-C 8
BD*(1) 0 21-H 22
BD*(2)C 4-N 16
BD*(1)C 4-C 8
BD*(1)C 4-N 16
BD*(1)C 8-C 9
BD*( 1) N 16- 0 21
BD*(1)C 4-C 5
BD*(1)C 4-N 16
BD*(1)C 8-C 9
BD*(1)C 8-C10
BD*(1)C 9-C11
BD*( 1) C 10- C 13
BD*( 1) N 16- 0 21
BD*(1)C 4-C 5
BD*(1)C 4-C 8
BD*( 1) C 8- C 10
BD*(1) 0 21- H 22
BD*(2)C 4-N 16
BD*(1)C 5-H 6
BD*(1)C 5-H 7
BD*(2)C 8-C 9
BD*(1)C 4-C 8
BD*(2)C 4-N 16
BD*(1)C 4-C 8
BD*(2)C 4-N 16
BD*(1)C 4-N 16
BD*(1)C 4-C 5
BD*(1)C 4-C 8
BD*( 1) C 8- C10
BD*(1)C 9-C11
BD*( 1) C10- H 19
BD*( 1) C11-H 17
BD*(1)C 4-C 5
BD*(1)C 4-N 16
BD*(2)C 4-N 16
BD*(1)C 9-H 12
BD*(2) C 10- C 13
BD*(2) C11- C 14
BD*(1)C 4-C 8
BD*(1)C 4-N 16
BD*(2)C 4-N 16
BD*(1)C 8-C 9
BD*(1)C 9-H 12
BD*( 1) C 10- C 13
BD*( 1) C10- H 19
BD*(1) C13-H 18
BD*(1)C 4-C 8
BD*(1)C 8-C 9
BD*( 1) C11- C 14

56.92
8.92
0.08
0.11
0.06
0.20
8.31
1.58
0.68
20.27
1.12
0.68
2.22
1.05
0.83
0.88
1.51
1.41
1.98
1.84
5.51
0.93
0.94
1.92
1.05
2.52
1.61
0.99
7.93
1.53
5.94
2.77
4.15
4.90
2.82
1.77
2.29
1.77
2.15
1.81
0.63
0.55
15.44
3.30
13.43
16.64
1.74
1.35
0.53
2.32
2.46
1.47
0.71
1.88
2.70
1.89
1.26



50.
50.
51.
51.
51.
51.
52.
52.
52.
52.
52.
52.
53.
53.
54.
54.
55.
55.
55.
55.
55.
55.
56.
56.
56.
57.
57.
58.
58.
58.
58.
58.
58.
59.
59.
60.
60.
61.

BD(1)C 9-C11
BD(1)C 9-C11
BD(1)C 9-H 12
BD(1)C 9-H 12
BD(1)C 9-H 12
BD(1)C 9-H12
BD (1) C10-C13
BD (1) C10-C13
BD (1) C10-C13
BD (1) C10-C13
BD (1) C10-C13
BD (1) C10-C13
BD(2) C10-C13
BD(2) C10-C13
BD (1) C10-H 19
BD (1) C10-H 19
BD(1)C11-C14
BD(1)C11-C14
BD(1)C11-C14
BD(1)C11-C14
BD(1)C11-C14
BD(1)C11-C14
BD(2)C11-C14
BD(2)C11-C14
BD(2)C11-C14
BD(1)C11-H17
BD(1)C11-H17
BD(1)C13-C14
BD(1)C13-C14
BD(1)C13-C14
BD(1)C13-C14
BD(1)C13-C14
BD(1)C13-C14
BD(1)C13-H 18
BD (1) C13-H 18
BD (1) C14- H 15
BD (1) C14- H 15
BD (1) N 16-021

82.
85.
73.
74.
80.
82.
66.
74.
79.
83.
84.
85.
73.
81.
72.
83.
75.
76.
82.
83.
84.
85.
73.
76.
78.
72.
83.
77.
79.
80.
82.
84.
85.
74.
80.
75.
77.
66.

BD*(1)C11-H 17
BD*( 1) C14-H 15
BD*(2)C 8-C 9

BD*(1)C 8-C10
BD*( 1) C11- C 14
BD*(1)C11-H 17
BD*(1)C 4-C 8

BD*( 1) C 8- C10
BD*( 1) C10- H 19
BD*( 1) C 13- C 14
BD*(1) C13-H 18
BD*( 1) C 14-H 15
BD*(2)C 8-C 9

BD*(2) C11- C 14
BD*(1)C 8-C 9

BD*( 1) C 13- C 14
BD*(1)C 9-C11
BD*(1)C 9-H 12
BD*( 1) C11-H 17
BD*( 1) C 13- C 14
BD*(1) C13-H 18
BD*( 1) C14-H 15
BD*(2)C 8-C 9

BD*(1)C 9-H 12
BD*(2) C 10- C 13
BD*(1)C 8-C 9

BD*( 1) C 13- C 14
BD*( 1) C 10- C 13
BD*( 1) C10- H 19
BD*( 1) C11- C 14
BD*(1)C11-H 17
BD*(1) C13-H 18
BD*( 1) C 14-H 15
BD*(1)C 8-C10
BD*( 1) C11- C 14
BD*(1)C 9-C11

BD*( 1) C 10- C 13
BD*(1)C 4-C 8

0.79
2.07
0.57
3.78
3.65
0.55
3.21
1.67
0.74
1.37
0.53
2.00
17.28
13.32
4.47
3.48
1.40
2.44
0.65
1.24
2.10
0.60
13.51
0.60
16.65
3.80
3.45
1.36
2.18
1.27
2.20
0.55
0.60
3.67
3.52
3.68
3.60
3.11



8-methylguinoline complex (6):

Donor (L) NBO Acceptor (NL) NBO E (2) kcalmol?
26.LP(1)N 16 65.BD*(1)C 1-C 5 7.66
26.LP(1)N 16 66.BD*(1)C 1-H 6 4.41
26.LP(1)N 16 69.BD*(1)C 2-C 3 10.34
26.LP(1)N 16 70.BD*(1)C 2-C 7 2.00
26.LP(1)N 16 81.BD*(1)C 7-C18 0.87
26.LP(1)N 16 90.BD*(1)C18-H 19 0.84
37.BD(1)C 1-C 5 66.BD*(1)C 1-H 6 0.62
37.BD(1)C 1-C 5 67.BD*(1)C 1-N 16 0.54
37.BD(1)C 1-C 5 76.BD*(1)C 4-C 5 1.40
37.BD(1)C 1-C 5 78.BD*(1)C 4-H 9 2.71
38.BD(1)C 1-H 6 72.BD*(1)C 2-N 16 4.80
38.BD(1)C 1-H 6 76.BD*(1)C 4-C 5 3.40
39.BD(1)C 1-N 16 65.BD*(1)C 1-C 5 0.71
39.BD(1)C 1-N 16 70.BD*(1)C 2-C 7 2.62
39.BD(1)C 1-N 16 72.BD*(1)C 2-N 16 1.11
39.BD(1)C 1-N 16 79.BD*(1)C 5-H 10 1.14
40.BD(2)C 1-N 16 71.BD*(2)C 2-C 7 17.35
40.BD(2)C 1-N 16 77.BD*(2)C 4-C 5 7.15
41.BD(1)C 2-C 3 70.BD*(1)C 2-C 7 2.28
41.BD(1)C 2-C 3 72.BD*(1)C 2-N 16 0.76
41.BD(1)C 2-C 3 73.BD*(1)C 3-C 4 1.77
41.BD(1)C 2-C 3 74.BD*(1)C 3-C 8 1.79
41.BD(1)C 2-C 3 78.BD*(1)C 4-H 9 2.00
41.BD(1)C 2-C 3 81.BD*(1)C 7-C18 2.50
41.BD(1)C 2-C 3 83.BD*(1)C 8-H 13 1.77



42.
42.
42.
42.
42.
42.
42.
43.
43.
43.
43.
43.
44.
44,
44,
44,
44,
44.
45.
45.
45.
45.
45.
45.
45.
46.
46.
46.
46.
46.
46.
47.
47.
47.
48.
48.
48.
48.
48.
48.
49.
49.
50.
51.
51.
51.
52.
52.
52.
52.
52.
52.
52.
53.
53.
53.
53.

BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(2)C
BD(2)C
BD(2)C
BD(2)C
BD(2)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(2)C
BD(2)C
BD(2)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(2)C
BD(2)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C

NN NN NN N NN NN

NNNNNNI})NNNNNN
2000000000000
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(o)}

2-N 16
2-N 16
2-N 16
2-N 16
2-N 16
3-C4
3-C4
3-C4

w w w
1 1 1 1 1 1 1 1 1 1 1 1
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7-C12
7-C12
7-C12
7-C12
7-C12
7-C12
7-C18
7-C18
7-C18
7-C18

67.
69.
72.
73.
80.
87.
.BD*(1)C18-H21
68.
75.
85.
90.
91.
66.
67.
69.
70.
74.
80.
69.
70.
74.
76.
78.
79.

92

BD*(1)C 1-N 16
BD*(1)C 2-C 3
BD*(1)C 2-N 16
BD*(1)C 3-C 4
BD*(1)C 7-C12
BD*( 1) C12-H 15

BD*(2)C 1-N 16
BD*(2)C 3-C 8
BD*(2) C11- C 12
BD*(1) C 18-H 19
BD*(1) C 18- H 20
BD*(1)C 1-H 6
BD*(1)C 1-N 16
BD*(1)C 2-C 3
BD*(1)C 2-C 7
BD*(1)C 3-C 8
BD*(1)C 7-C12
BD*(1)C 2-C 3
BD*(1)C 2-C 7
BD*(1)C 3-C 8
BD*(1)C 4-C 5
BD*(1)C 4-H 9
BD*(1) C 5-H 10

82.BD*(1)C 8-C11

69.
72.
73.
76.
82.
86.
71.
77.
85.
65.
66.
73.
74.
78.
79.
68.
75.
65.
67.
73.
93.
70.
72.
81.
84.
86.

BD*(1)C 2-C 3
BD*(1)C 2-N 16
BD*(1)C 3-C 4
BD*(1)C 4-C 5
BD*(1)C 8-C11
BD*(1)C11-H 14
BD*(2)C 2-C 7
BD*(2)C 4-C 5
BD*(2) C 11- C 12
BD*(1)C 1-C 5
BD*(1)C 1-H 6
BD*(1)C 3-C 4
BD*(1)C 3-C 8
BD*(1)C 4-H 9
BD*(1) C 5-H 10
BD*(2)C 1-N 16
BD*(2)C 3-C 8
BD*(1)C 1-C 5
BD*(1)C 1-N 16
BD*(1)C 3-C 4
RY(1)C 1
BD*(1)C 2-C 7
BD*(1)C 2-N 16
BD*(1)C 7-C18
BD*( 1) C11-C 12
BD*(1)C11-H 14

7.BD*(1)C12-H15

90.
69.
70.
80.
84.

BD*( 1) C18-H 19
BD*(1)C 2-C 3
BD*(1)C 2-C 7
BD*(1)C 7-C12
BD*( 1) C11-C 12

2.42
2.01
1.08
2.37
0.99
2.36
1.10
15.36
14.95
16.89
2.19
2.84
2.02
0.97
1.36
1.21
1.63
0.97
1.80
2.40
211
1.43
0.50
2.46
1.76
2.03
3.48
2.01
1.69
1.54
2.34
4.21
19.21
16.81
1.32
1.94
1.47
3.01
0.74
0.83
23.05
15.47
3.44
4.67
3.63
0.69
1.14
4.31
1.05
1.80
191
0.86
0.65
3.39
0.68
1.36
3.13



54.
54.
54.
54.
54.
54.
55.
55.
56.
56.
56.
56.
56.
57.
57.
58.
58.
59.
59.
62.
62.
63.
63.
64.
26.
37.
37.
39.
39.
41.
41.
44.
44.
52.
52.
53.
53.
62.
62.
63.
63.
64.
64.
27.L
27.L
27.L
27.L
27.L
27.L
27.L
27.L
28.L
28.L
28.L
28.L
28.L
29.L

BD(1)C 8-C11
BD(1)C 8-C11
BD(1)C 8-C11
BD(1)C 8-C11
BD(1)C 8- C11
BD(1)C 8- C11
BD(1)C 8-H13
BD(1)C 8-H13
BD (1) C11-C12
BD(1)C11-C12
BD(1)C11-C12
BD(1)C11-C12
BD (1) C11-C12
BD(2)C11-C12
BD(2)C11-C12
BD(1)C11-H 14
BD(1)C11-H 14
BD(1)C12-H15
BD(1)C12-H15
BD (1) C18-H 19
BD (1) C18-H 19
BD (1) C 18- H 20
BD (1) C 18- H 20
BD (1) C18-H21
LP (1) N 16

BD(1)C 1-C 5
BD(1)C 1-C 5
BD(1)C 1-N 16
BD(1)C 1-N 16
BD(1)C 2-C 3
BD(1)C 2-C 3
BD(1)C 2-N 16
BD(1)C 2-N 16
BD(1)C 7-C12
BD(1)C 7-C12
BD(1)C 7-C18
BD(1)C 7-C18
BD (1) C18-H 19
BD (1) C18-H 19
BD (1) C 18- H 20
BD (1) C 18- H 20
BD(1)C18-H21
BD(l)C18—H21
1)Pd 17

1)Pd 17
1)Pd 17
1)Pd 17
1)Pd 17
1)Pd 17
1)Pd 17
1)Pd 17
2)Pd17
P(2)Pd 17
P(2)Pd 17
P(2)Pd 17
P(2)Pd 17
P(3)Pd 17

73.
74.
83.
84.
86.
87.
69.
84.
80.
81.
82.
83.
87.
71.
75.
74.
80.
70.
82.
71.
80.
71.
80.
70.
88.
88.
89.

BD*(1)C 3-C 4
BD*(1)C 3-C 8
BD*(1)C 8 H 13
BD*( 1) C 11- C 12
BD*( 1) C11-H 14
BD*( 1) C12-H 15
BD*(1)C 2-C 3
BD*( 1) C11-C 12
BD*(1)C 7-C12
BD*(1)C 7-C18
BD*(1)C 8- C11
BD*(1)C 8 H 13
BD*( 1) C12-H 15
BD*(2)C 2-C 7
BD*(2)C 3-C 8
BD*(1)C 3-C 8
BD*(1)C 7-C12
BD*(1)C 2-C 7
BD*(1)C 8- C11
BD*(2)C 2-C 7
BD*(1)C 7-C12
BD*(2)C 2-C 7
BD*(1)C 7-C12
BD*(1)C 2-C 7
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23

88. BD*( 1)Pd 17-Cl 22

89.
88.
89.
88.
89.
88.
89.
88.
89.
88.
89.
88.
89.

BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23

88. BD*( 1)Pd 17-Cl 22

89.
65.
67.
72.
80.
81.
90.
91.

BD*( 1)Pd 17-Cl 23
BD*(1)C 1-C 5
BD*(1)C 1-N 16
BD*(1)C 2-N 16
BD*(1)C 7-C12
BD*(1)C 7-C18
BD*( 1) C18-H 19
BD*( 1) C18-H 20

92. BD*(1) C 18- H 21

67.
69.
72.
81.
90.

BD*(1)C 1-N 16
BD*(1)C 2-C 3

BD*(1)C 2-N 16
BD*(1)C 7-C18
BD*( 1) C18-H 19

68.BD*(2)C 1-N 16

2.98
1.58
0.85
1.36
0.77
2.03
3.95
3.64
1.52
2.99
1.48
2.51
0.54
14.66
15.94
3.81
3.27
3.68
3.36
2.54
1.12
3.67
0.82
3.42
25.53
0.16
0.30
0.07
0.66
0.84
1.13
0.55
2.37
0.50
0.44
0.50
0.20
43.98
9.05
16.63
3.71
1.46
0.40
0.07
0.60
0.83
0.35
0.17
0.36
0.10
0.92
0.10
0.18
0.06
0.17
0.27
0.20



29.LP (3)Pd 17
29.LP (3)Pd 17
29.LP (3)Pd 17
30. LP (4)Pd 17
30. LP (4)Pd 17
30.LP (4)Pd 17
31.LP (1)Cl 22
31.LP (1)Cl 22
32.LP(2)Cl 22
33.LP (3)Cl 22
33.LP(3)Cl 22
33.LP(3)Cl 22
33.LP (3)Cl 22
34.LP (1)Cl 23
34.LP (1)Cl 23
34.LP (1)Cl 23
35.LP (2)Cl 23
35.LP (2)Cl 23
35.LP (2)Cl 23
35.LP (2)Cl 23
36. LP (3)Cl 23
36. LP (3)Cl 23
36. LP (3)Cl 23
60. BD ( 1)Pd 17-Cl 22
60. BD ( 1)Pd 17-Cl 22
60. BD ( 1)Pd 17-Cl 22
60. BD ( 1)Pd 17-Cl 22
60. BD ( 1)Pd 17-Cl 22
60. BD ( 1)Pd 17-Cl 22
60. BD ( 1)Pd 17-Cl 22
60. BD ( 1)Pd 17-Cl 22
60. BD ( 1)Pd 17-Cl 22
61.BD ( 1)Pd 17-Cl 23
61. BD ( 1)Pd 17-Cl 23
61. BD ( 1)Pd 17-Cl 23
61. BD ( 1)Pd 17-Cl 23
61. BD (1)Pd 17-Cl 23
61. BD (1)Pd 17-Cl 23
27.1P(1)Pd 17
27.LP (1)Pd 17
28.LP (2)Pd 17
28.LP (2)Pd 17
29.LP (3)Pd 17
29.LP (3)Pd 17
31.LP (1)Cl 22
31.LP (1)Cl 22
33.LP (3)Cl 22
33.LP (3)Cl 22
34.LP (1)Cl 23
34.LP (1)Cl 23
35.LP (2)Cl 23
35.LP (2)Cl 23
60. BD ( 1)Pd 17-Cl 22
60. BD ( 1)Pd 17-Cl 22
61.BD ( 1)Pd 17-Cl 23

61.

BD ( 1)Pd 17-Cl 23

90.
91.
92.
68.
.BD*(2)C 2-C 7
90.
90.
92.
90.
65.
66.

71

BD*(1) C18-H 19
BD*( 1) C18-H 20
BD*(1) C 18- H 21
BD*(2)C 1-N 16

BD*( 1) C18-H 19
BD*(1) C18-H 19
BD*( 1) C18-H 21
BD*( 1) C18-H 19
BD*(1)C 1-C 5
BD*(1)C 1-H 6

2.BD*(1)C 2-N 16

90.
81.
90.
92.
66.
81.
90.
92.
68.

BD*( 1) C18-H 19
BD*(1)C 7-C18
BD*(1) C18-H 19
BD*( 1) C18-H 21
BD*(1)C 1-H 6
BD*(1)C 7-C18
BD*(1) C 18- H 19
BD*( 1) C18-H 21
BD*(2)C 1-N 16

90. BD*( 1) C 18- H 19

91.
65.
66.
67.
69.
72.

BD*( 1) C18-H 20
BD*(1)C 1-C 5
BD*(1)C 1-H 6
BD*(1)C 1-N 16
BD*(1)C 2-C 3
BD*(1)C 2-N 16

80.BD*(1) C 7-C 12

90.
91.
92.
66.
69.
81.
90.
91.

BD*( 1) C18-H 19
BD*( 1) C18-H 20
BD*( 1) C 18- H 21
BD*(1)C 1-H 6
BD*(1)C 2-C 3
BD*(1)C 7-C18
BD*( 1) C18-H 19
BD*( 1) C18-H 20

92.BD*(1) C 18- H 21
88. BD*( 1)Pd 17-Cl 22

89.
88.
89.
88.
89.
88.
89.
88.
89.
88.
89.
88.
89.
88.

BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22
BD*( 1)Pd 17-Cl 23
BD*( 1)Pd 17-Cl 22

89. BD*( 1)Pd 17-Cl 23

88.

BD*( 1)Pd 17-Cl 22

89. BD*( 1)Pd 17-Cl 23

5.96
0.09
0.09
4.04
0.09
0.43
0.13
0.20
0.23
0.37
4.64
0.13
0.12
0.10
0.13
0.06
0.05
0.08
0.06
0.06
0.06
0.24
0.09
0.12
0.33
0.06
0.14
0.10
0.12
1.01
0.07
0.86
0.21
0.07
0.24
1.01
0.13
0.38
8.59
7.35
7.31
7.39
0.98
1.11
3.53
3.73
2.29
2.61
1.36
0.98
5.63
4.16
14.64
39.44
26.41
5.99



Complex (CI! replaced by CH3): [PdCI(CH;)(1-tetralone oxime)].

Donor (L) NBO Acceptor (NL) NBO E (2) kcalmol?
24.LP (2)Pd 1 96. BD*( 1) C 26- H 27 1.24
25.LP (3)Pd 1 97.BD*( 1) C 26- H 28 0.70
25.LP(3)Pd 1 98.BD*( 1) C26-H 29 0.79
33.BD(1)Pd 1-Cl 2 67.BD*(1)Pd 1-C26 44.68
33.BD(1)pd 1-Cl 2 97.BD*( 1) C26-H 28 0.68
23.LP(1)Pd 1 81.BD*(1)C13-C14 0.20
23.LP(1)Pd 1 82.BD*(2)C13-C14 2.29
24.LP(2)Pd 1 70.BD*(1)C 3-N 23 0.65
24.LP (2)Pd 1 71.BD*(2)C 3-N23 0.17
24.LP(2)Pd 1 81.BD*(1)C13-C14 0.55
24.LP(2)Pd 1 83.BD*(1)C13-C15 0.08
24.LP(2)Pd 1 84.BD*( 1) C 14-C 16 0.83
24.LP (2)Pd 1 94. BD*(1) N 23-0 24 1.77
25.LP(3)Pd 1 71.BD*(2)C 3-N 23 3.32
25.LP (3)Pd 1 81.BD*(1)C13-C14 0.09
25.LP(3)Pd 1 84.BD*(1)C14-C16 0.05
25.LP(3)Pd 1 85.BD*(1)C14-H 17 1.51
25.LP(3)Pd 1 94.BD*(1)N23-024 0.06
26.LP (4)Pd 1 71.BD*(2)C 3-N23 0.43
26.LP(4)Pd 1 82.BD*(2)C13-C14 0.93
26.LP (4)Pd 1 84.BD*( 1) C 14-C 16 0.06
26.LP (4)Pd 1 85. BD*( 1) C 14- H 17 7.18
27.LP(1)Cl 2 82.BD*(2)C13-C14 0.32
28.LP(2)Cl 2 71.BD*(2)C 3-N 23 0.08
28.LP (2)Cl 2 85. BD*( 1) C 14- H 17 0.20
29.LP(3)Cl 2 70.BD*(1)C 3-N 23 0.20
29.LP(3)Cl 2 82.BD*(2)C13-C14 0.30
29.LP(3)Cl 2 94.BD*(1)N23-024 0.07
29.LP(3)Cl 2 95. BD*( 1) 0 24- H 25 9.77
33.BD(1)pd 1-Cl 2 81.BD*(1)C13-C14 0.11
33.BD(1)pd 1-Cl 2 82.BD*(2)C13-C14 3.19
33.BD(1)Pd 1-Cl 2 84.BD*( 1) C 14-C 16 0.36

33.BD (1)Pd 1-Cl 2 85. BD*( 1) C 14- H 17 0.09



33.
33.
33.
34.
34.
34.
34.
34.
34.
63.
64.
64.
64.
30.
30.
31.
31.
35.
35.
36.
36.
37.
37.
48.
48.
49.
49.
49.
50.
50.
51.
51.
52.
52.
52.
55.
55.
56.
56.
61.
30.
30.
30.
32.
35.
35.
35.
35.
35.
36.
36.
36.
36.
36.
36.
36.
36.
37.

BD (1)Pd 1-Cl 2
BD (1)Pd 1-Cl 2
BD (1)Pd 1-Cl 2
BD (1)Pd 1-C26
BD (1)Pd 1-C26
BD (1)Pd 1-C26
BD (1)Pd 1-C26
BD (1)Pd 1-C26
BD (1)Pd 1-C26
BD (1) C26-H 27
BD (1) C26- H 28
BD (1) C26- H 28
BD (1) C26- H 28
)N 23

)N 23

)0 24

)0 24

BD(1)C 3-C 4
BD(1)C 3-C 4
BD(1)C 3-C13
BD(1)C 3-C13
BD(1)C 3-N23
BD(1)C 3-N23
BD(1)C13-C14
BD(1)C13-C14
BD(2)C13-C14
BD(2)C13-C14
BD(2)C13-C14
BD (1) C13-C15
BD (1) C13-C15
BD(1)C14-C16
BD(1)C14-C16
BD(1)C14-H17
BD(1)C14-H17
BD(1)C14-H17
BD (1) C16-C 19
BD (1) C16-C 19
BD (2) C16- C 19
BD (2) C16- C 19
BD (1) N 23-024
LP (1) N 23

LP (1) N 23

LP (1) N 23

LP(2) 024

BD(1)C 3-C 4
BD(1)C 3-C 4
BD(1)C 3-C 4
BD(1)C 3-C 4
BD(1)C 3-C 4
BD(1)C 3-C13
BD(1)C 3-C13
BD(1)C 3-C13
BD(1)C 3-C13
BD(1)C 3-C13
BD(1)C 3-C13
BD(1)C 3-C13
BD(1)C 3-C13
BD(1)C 3-N23

LP (1
LP (1
LP (1
LP (1

90.
94.
95.
70.
82.
84.
85.
94.
95.
90.
81.
85.
90.
66.
67.
66.
67.
66.
67.
66.
67.
66.
67.
66.
67.
66.
67.
98.
66.
67.
66.
67.
66.
67.
97.
66.
67.
66.
67.
66.
68.
69.
95.
71.
69.
70.
76.
81.
94.
68.
70.
74.
81.
83.
84.
86.
94.
68.

BD*( 1) C16-H 20
BD*( 1) N 23- 0 24
BD*( 1) 0 24- H 25
BD*(1)C 3-N 23
BD*(2) C 13- C 14
BD*( 1) C 14- C 16
BD*( 1) C14-H 17
BD*( 1) N 23- 0 24
BD*( 1) 0 24- H 25
BD*( 1) C16- H 20
BD*( 1) C 13- C 14
BD*( 1) C14-H 17
BD*( 1) C16- H 20
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*( 1) C 26- H 29
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*( 1) C 26- H 28
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)Pd 1-C 26
BD*(1)Pd 1-Cl 2
BD*(1)C 3-C 4
BD*(1)C 3-C13
BD*( 1) 0 24- H 25
BD*(2)C 3-N23
BD*(1)C 3-C13
BD*(1)C 3-N 23
BD*(1)C 5-H 9
BD*( 1) C 13- C 14
BD*( 1) N 23- 0 24
BD*(1)C 3-C 4
BD*(1)C 3-N 23
BD*(1)C 4-H 7
BD*( 1) C 13- C 14
BD*( 1) C13-C 15
BD*( 1) C 14- C 16
BD*( 1) C 15-C 18
BD*( 1) N 23- 0 24
BD*(1)C 3-C 4

0.06
0.21
0.73
0.10
4.45
0.26
0.40
0.89
0.37
0.05
0.05
0.11
0.10
18.97
76.47
0.13
0.19
0.61
0.71
0.37
0.13
1.29
3.23
0.64
0.10
22.61
6.05
0.06
0.12
0.06
0.15
0.31
73.83
8.56
0.15
0.54
0.24
0.26
0.14
0.26
8.74
1.54
0.88
19.72
0.96
0.73
1.32
2.43
1.00
0.66
1.39
0.51
1.80
1.55
1.64
2.54
6.16
1.29



37.
37.
37.
37.
38.
38.
38.
38.
39.
39.
39.
40.
40.
40.
41.
41.
41.
42.
42.
42.
42.
43,
43,
44,
44,
45.
45.
45.
46.
46.
47.
47.
47.
47.
47.
48.
48.
48.
48.
48.
48.
49.
49.
49.
49.
49.
50.
50.
50.
50.
50.
50.
50.
50.
51.
51.
51.
51.

BD (1) C 3-N23
BD(1)C 3-N23
BD(1)C 3-N23
BD(1)C 3-N23
BD(2)C 3-N 23
BD(2)C 3-N 23
BD(2)C 3-N 23
BD(2)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C
BD(1)C 8-H11
BD(1)C 8-H11
BD(1)C 8-H11
BD(1)C 8-H12
BD(1)C 8-H12
BD(1)C 8- C15
BD(1)C 8- C15
BD(1)C 8- C15
BD(1)C 8- C15
BD(1)C 8- C15
BD(1)C13-C14
BD(1)C13-C14
BD(1)C13-C14
BD(1)C13-C14
BD(1)C13-C14
BD(1)C13-C14
BD(2)C13-C14
BD(2)C13-C14
BD(2)C13-C14
BD(2)C13-C14
BD(2)C13-C14
BD (1) C13-C15
BD (1) C13-C15
BD (1) C13-C15
BD (1) C13-C15
BD (1) C13-C15
BD (1) C13-C15
BD (1) C13-C15
BD (1) C13-C15
BD (1) C14-C16
BD (1) C14-C16
BD (1) C14-C16
BD (1) C14-C16
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69. BD*(1) C 3-C13

72.
83.
95.
71.
73.
74.
82.
68.
70.
78.
69.
71.
77.
69.
71.
75.
74.
80.
86.
87.
68.
80.
73.
79.
72.
83.
87.
77.
87.
76.
81.
83.
86.

91

BD*(1)C 4-C 5
BD*( 1) C13-C 15
BD*( 1) 0 24- H 25
BD*(2)C 3-N23
BD*(1)C 4-H 6
BD*(1)C 4-H 7
BD*(2) C 13- C 14
BD*(1)C 3-C 4
BD*(1)C 3-N 23
BD*(1)C 8 H 11
BD*(1)C 3-C13
BD*(2)C 3-N23
BD*(1) C 5-H 10
BD*(1)C 3-C13
BD*(2)C 3-N23
BD*(1)C 5-C 8
BD*(1)C 4-H 7
BD*(1)C 8-C15
BD*( 1) C 15-C 18
BD*(2) C15-C 18
BD*(1)C 3-C 4
BD*(1)C 8-C15
BD*(1)C 4-H 6
BD*(1)C 8 H 12
BD*(1)C 4-C 5
BD*( 1) C13-C 15
BD*(2) C15-C 18
BD*(1) C 5-H 10
BD*(2) C15-C 18
BD*(1)C 5-H 9
BD*( 1) C 13- C 14
BD*( 1) C13-C 15
BD*( 1) C 15-C 18

.BD*(1)C18-C19
68.
69.
80.
83.
84.
90.
70.
71.
85.
87.
89.
69.
70.
78.
80.
81.
85.
86.
92.
69.
81.
88.
90.

BD*(1)C 3-C 4

BD*(1)C 3-C13
BD*(1)C 8-C15
BD*( 1) C13-C 15
BD*( 1) C 14- C 16
BD*( 1) C 16- H 20
BD*(1)C 3-N 23
BD*(2)C 3-N23
BD*( 1) C14-H 17
BD*(2) C 15-C 18
BD*(2) C 16- C 19
BD*(1)C 3-C13
BD*(1)C 3-N 23
BD*(1)C 8 H 11
BD*(1)C 8-C15
BD*( 1) C 13- C 14
BD*( 1) C14-H 17
BD*( 1) C 15-C 18
BD*( 1) C18-H 21
BD*(1)C 3-C13
BD*( 1) C 13- C 14
BD*( 1) C 16- C 19
BD*( 1) C16- H 20

1.18
0.58
1.73
0.91
211
1.57
1.07
8.01
0.67
3.83
1.68
1.38
6.14
2.50
2.49
3.77
2.73
1.69
0.65
2.61
0.83
2.82
2.81
2.61
2.72
2.78
3.35
1.06
2.61
5.10
1.39
3.22
1.15
1.35
2.24
2.30
2.10
2.77
2.86
1.69
1.99
0.67
15.93
2.28
14.92
17.75
1.84
1.43
0.65
0.98
2.49
2.20
1.95
2.04
3.06
1.54
1.48
1.04



51.
52.
52.
52.
52.
53.
53.
53.
53.
53.
53.
53.
54.
54.
54.
54.
55.
55.
55.
55.
55.
55.
56.
56.
57.
57.
58.
58.
58.
58.
58.
58.
59.
59.
60.
60.
61.

BD (1) C14-C16
BD(1)C14-H17
BD(1)C14-H17
BD(1)C14-H17
BD(1)C14-H17
BD (1) C15-C18
BD (1) C15-C18
BD (1) C15-C18
BD (1) C15-C18
BD (1) C15-C18
BD (1) C15-C18
BD (1) C15-C18
BD(2) C15-C18
BD(2) C15-C18
BD(2) C15-C18
BD(2) C15-C18
BD (1) C 16-C 19
BD (1) C 16-C 19
BD (1) C 16-C 19
BD (1) C 16-C 19
BD (1) C 16-C 19
BD (1) C16-C 19
BD (2) C16-C 19
BD (2) C16-C 19
BD (1) C 16- H 20
BD (1) C 16- H 20
BD (1) C18-C19
BD (1) C18-C19
BD (1) C18-C19
BD (1) C18-C19
BD (1) C18-C19
BD (1) C18-C19
BD(1)C18-H21
BD(1)C18-H21
BD (1) C19-H 22
BD (1) C19-H 22
BD (1) N 23-024

93.
82.
83.
88.
90.
69.
75.
80.
83.
91.
92.
93.
75.
79.
82.
89.
84.
85.
90.
91.
92.
93.
82.
87.
81.
91.
80.
86.
88.
90.
92.
93.
83.
88.
84.
86.
69.

BD*( 1) C19- H 22
BD*(2) C 13- C 14
BD*( 1) C13-C 15
BD*( 1) C 16- C 19
BD*( 1) C16- H 20
BD*(1)C 3-C13
BD*(1)C 5-C 8

BD*(1)C 8-C15
BD*( 1) C13-C 15
BD*( 1) C 18- C 19
BD*( 1) C18-H 21
BD*( 1) C19- H 22
BD*(1)C 5-C 8

BD*(1)C 8 H 12
BD*(2) C 13- C 14
BD*(2) C 16-C 19
BD*( 1) C 14- C 16
BD*( 1) C14-H 17
BD*( 1) C16- H 20
BD*( 1) C 18- C 19
BD*( 1) C18-H 21
BD*( 1) C19- H 22
BD*(2) C 13- C 14
BD*(2) C15-C 18
BD*( 1) C 13- C 14
BD*( 1) C 18- C 19
BD*(1)C 8-C15
BD*( 1) C 15-C 18
BD*( 1) C 16- C 19
BD*( 1) C 16- H 20
BD*( 1) C18-H 21
BD*( 1) C19- H 22
BD*( 1) C13-C 15
BD*( 1) C 16- C 19
BD*( 1) C 14- C 16
BD*( 1) C 15-C 18
BD*(1)C 3-C13

2.19
1.31
4.58
4.61
0.63
2.71
0.81
1.30
2.23
1.66
0.63
1.90
1.13
3.21
16.13
15.16
1.51
2.35
0.60
1.35
2.16
0.57
12.83
14.86
3.32
3.48
3.23
1.75
1.29
2.22
0.61
0.63
4.22
3.53
3.64
3.59
3.20



Supplementary Table 4: Overlap matrix for complexes (1) to (5) and [PdCI(CH;)(1-

tetralone oxime)].

T
@ 2) @) @ s e
C-Ho Pd-CI* (trans) 0.4488 0.4512 0.4287 - 0.4522 0.5248
Pd-CI* (cis) 0.0788 0.0736 0.0783  0.1072 0.0811  0.0106F
C(7)-C(8)r Pd-CI* (trans) 0.1764 0.1731 0.2050 - - 0.1711
Pd-CI* (cis) 0.0497 0.0502 0.0494 - - 0.0287%
C(8)-C(8a)o Pd-CI* (trans) 0.1651 0.1642 0.1811 - 0.1749 0.2048
Pd-CI* (cis) 0.0968 0.1004 0.1019  0.1229 01069  0.0997%
C(8)-C(8a)m Pd-CI* (trans) - - - - 0.1741 -
Pd-CI* (cis) - - - - 0.0699 #

* Value is for the Pd-Co*(cis) orbital for the [PdCI(CH;)(1-tetralone oxime)] complex.



Supplementary Table 5: Occupancy (n) and Energy (a.u) of NBOs involved in
donor-acceptor interactions for complexes (1) to (5) and [PdCI(CH;)(1-tetralone

oxime)].

(1) (2) (3) (4) (5) CI* replaced by CH;
C-Ho
Occupancy (n) 1.8457 1.8375 1.8511 1.9013 1.8444 1.8406
Energy (a.u) -0.4451 -0.4513 -0.3212 -0.3184 -0.4496 -0.4155
C(7)-C(8)r
Occupancy (n) 1.6494 1.6309 1.6344 - - 1.5985
Energy (a.u) -0.2574 -0.2730 -0.1227 - - -0.2382
C(8)-C(8a)o
Occupancy (n) 1.9677 1.9626 1.9611 1.9617 1.9671 1.9622
Energy (a.u) -0.5625  -0.5832  -0.4307  -0.4077  -0.5666 -0.5459
C(8)-C(8a)
Occupancy (n) - - - - 1.6009 -
Energy (a.u) - - - - -0.2613 -
Pd-CI* (cis)
Occupancy (n) 0.3980 0.3984 0.4181 0.3590 0.3966 0.3090%
Energy (a.u) 0.2146 0.1761 0.3115 0.4442 0.2001 0'2054#
Pd-CI* (trans)
Occupancy (n) 0.3208 0.3131 0.3888 - 0.3215 0.3117
Energy (a.u) 0.2970 0.2607 0.3969 - 0.2789 0.5630

* Value is for the Pd-Co*(cis) orbital for the [PdCI(CH;)(1-tetralone oxime)] complex.



Supplementary Table 6. Selected structural data for (1) to (5) and [PdCI(CH;)(1-tetralone oxime)].

(1) (2) (3) (4) (5) cr
replaced by
CH;

Distances (A)?

Pd"H 1.819 1.802 1.901 2.180 1.822 1.780
Pd:C 2.240 2.229 2.208 2.146 2.228 2.226
Cl(cis)*H 2.865 2.850 2.957 3.235 2.887 2.720
C-H 1.152 1.156 1.138 1.113 1.152 1.164

(1.081) (1.089)  (1.090) (1.090)  (1.090) (1.081)

Angles (°)

Pd-N-C 119.9 120.2 120.0 119.8 120.8 119.4
Pd-C-H 54.0 53.7 594 76.8 54.6 52.7
Pd-"H-C 95.2 95.3 89.6 73.4 94.4 96.0

Cl(trans)-Pd*"H 157.7 159.0 153.4 146.3 157.2 157.5

Cl(trans)-Pd-"C 166.3 165.3 167.8 167.3 166.2 165.7

Dihedrals (°)

Cl(trans)-Pd-N-C 165.8 165.5 168.3 171.4 166.3 166.3
Ar-Plane/CP® 34.5 35.6 33.0 334 36.1 33.6
N-C-C-C 15.1 15.1 14.0 18.5 18.0 154

C-H deform (°) -27.2 -27.6 -31.1 -43.7 -27.1 -26.6

2 Free ligand values in brackets. ® Angle between the aromatic ring plane and the coordination plane.

Supplementary Table 7. NBO donations (kcal mol?) for (1) to (5) and [PdCI(CH;)(1-tetralone oxime)].

(1) (2) (3) (4) (5) CI* replaced
by CHs

C-Ho to

Pd-Clo*(trans) 58.6 75.6 64.0 - 56.9 73.8

Pd-Clo*(cis) 10.0 15.0 13.8 3.1 8.9 g 6
C(7)-C(8)m to

Pd-Clo*(trans) 20.3 27.6 41.9 - 0.1 22.6

Pd-Clo*(cis) 6.5 10.5 13.8 - - 6.1%
C(8)-C(8a)o to

Pd-Clo*(trans) 1.4 0.7 0.1 - 1.5 0.6
Pd-Clo*(cis) 0.4 0.1 0.9 1.9 0.4 0.1%
C(8)-C(8a)m to

Pd-Clo*(trans) - - - - 20.3 -

Pd-Clo*(cis) - - - - 6.8 -

* Value is for the Pd-Co*(cis) orbital for the [PdCI(CHs)(1-tetralone oxime)] complex.
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