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Structural characterisation of Pd(Il) compounds

Compounds [PdBr,(HpzR®™"rY)] 9-13

[PABr,(HpzR©-9pY)] (9): orange solid (44%). Found: C, 44.8; H, 5.0; N, 6.2.
PdC,6H35N30,Br,-0.1CH,Cl, requires C, 45.0; H, 5.1; N, 6.0%. vya/cm': 3263m v(N—
H), 2926 — 2857s W(C—H),jiph, 1597s W(C=C + C=N), 778m y(C-H),,. oy (300.16 MHz;
CDCls; TMS): 0.92 (6H, t, 3J 6.9, CH3), 1.35 (12H, m, CH>), 1.80 (4H, qt, 3J 6.6, CH,),
3.98 (4H, t, 3J 6.5, OCH,), 5.30 (s, CH,Cl,), 6.53 (1H, t, 4J 2.1, Hp), 6.63 (2H, d, 4J 2.1,
Ho), 7.06 (1H, d,4J 2.0, H4’), 7.39 (1H, ddd, 3J 7.3, 5.8, 4J 1.3, H5), 7.92 (1H, d, 3J 7.3,
H3), 8.09 (1H, ddd, 3J 7.7, 7.7, 4J 1.4, H4), 9.20 (1H, d, 3J 5.7, H6), 11.00 (1H, br, NH).

[PdBr,(HpzR(%12pY)] (10): orange solid (58%). Found: C, 54.0; H, 6.8; N, 5.1.
PdC33H359N30,Br,-0.3CH;3CN requires C, 53.4; H, 7.0; N, 5.3%. vpa/cm!: 3260m v(N—
H), 2921 — 2851s v(C—H),iiph, 1597s v(C=C + C=N), 779m p(C-H),y. o (300.16 MHz;
CDCl;; TMS): 0.88 (6H, t, 3J 6.9, CH3), 1.27 (36H, m, CH,), 1.80 (4H, qt, 3J 6.7, CH,),
2.10 (s, CH3CN), 3.98 (4H, t, 3J 6.5, OCH,), 6.53 (1H, t, 4J 2.0, Hp), 6.63 (2H, d, 4/ 2.1,
Ho), 7.04 (1H, s, H4’), 7.41 (1H, ddd, 3J 7.3, 5.7, 4J 1.3, H5), 7.90 (1H, d, 3J 7.4, H3),
8.08 (1H, ddd, 3J 7.7, 7.7, 4J 1.4, H4), 9.25 (1H, d, 3J 5.7, H6), 11.00 (1H, s, NH). d¢
(75.48 MHz; CDCl3; TMS): 14.1 (CHj3), 22.7 — 31.9 (CH,), 68.5 (OCH,), 102.4 (C4"),
103.4 (Cp), 104.0 (Co), 123.1 (C3), 125.2 (C5), 127.2 (Ci), 140.6 (C4), 145.5 (C3’),
150.1 (C2), 151.7 (C6), 152.1 (C5’), 161.0 (Cm).

[PdBr,(HpzR(419pY)] (11): orange solid (61%). Found: C, 55.2; H, 7.2; N, 4.8.
PdC4,Hg7N30,Br;, requires C, 55.3; H, 7.4; N, 4.6%. vpa/cm™': 3290m v(N-H), 2920 —
2851s W(C—H)aliph, 1598s W(C=C + C=N), 779m p(C-H),y. on (300.16 MHz; CDCls;
TMS): 0.88 (6H, t, 3J 6.9, CH3), 1.26 (44H, m, CH,), 1.80 (4H, qt, 3J 6.6, CH,), 3.98
(4H, t, 3J 6.5, OCH,), 6.53 (1H, t, 47 2.0, Hp), 6.64 (2H, d, 4J 2.0, Ho), 7.04 (1H, s,
H4%), 7.41 (1H, ddd, 37 7.4, 5.7, 47 1.1, HS), 7.89 (1H, d, 3J 7.5, H3), 8.09 (1H, ddd, 3J
7.7,7.7,47 1.2, H4),9.25 (1H, d, 3J 5.6, H6), 11.05 (1H, s, NH).

[PdBr,(HpzR(16:19pY)] (12): orange solid (64%). Found: C, 56.6; H, 7.5; N, 4.4.
PdC4H75sN30,Br, requires C, 57.0; H, 7.8; N, 4.3%. vpa/cml: 3278w v(N-H), 2919 —
28508 W(C—H)aipns 1600m w(C=C + C=N), 779w y(C—H),y. dy (300.16 MHz; CDCl3;
TMS): 0.87 (6H, t, 3J 6.9, CH;), 1.26 (52H, m, CH,), 1.80 (4H, qt, 3J 6.5, CH,), 3.98
(4H, t, 3J 6.5, OCHa), 6.54 (1H, t, J 2.0, Hp), 6.64 (2H, d, *J 2.1, Ho), 7.02 (1H, d, 4/



1.8, H4%), 7.43 (1H, ddd, 37 7.4, 5.7,4J 1.1, H5), 7.87 (1H, d, 3J 7.5, H3), 8.08 (1H, ddd,
377.7,7.7,47 1.3, H4), 9.29 (1H, d, 3J 5.8, H6), 11.08 (1H, br, NH).

[PdBr,(HpzR(1818pY)] (13): orange solid (64%). Found: C, 59.0; H, 7.8; N, 4.0.
PdCsoHg3N30,Br, requires C, 58.6; H, 8.2; N, 4.1%. vy /cm': 3267w v(N-H), 2919 —
28505 V(C—H)qjipp, 1597m w(C=C + C=N), 779w p(C-H),y. y (300.16 MHz; CDCly;
TMS): 0.87 (6H, t, 3J 6.9, CH3), 1.25 (60H, m, CH,), 1.80 (4H, qt, 3J 6.8, CH,), 3.98
(4H, t, 3J 6.5, OCH,), 6.54 (1H, t, 4J 2.0, Hp), 6.65 (2H, d, *J 2.1, Ho), 7.01 (1H, d, *J
1.7,H4%), 7.44 (1H, ddd, 3J 7.4, 5.7, 4J 1.3, H5), 7.86 (1H, d, 3J 7.6, H3), 8.06 (1H, ddd,
377.7,7.7,47 1.4, H4), 9.30 (1H, d, 3 5.7, H6), 11.07 (1H, d,*J 1.5, NH).

Compounds [PdI,(HpzR®™mpry)] 14-18

[PAI,(HpzR®5pY)] (14): red solid (53%). Found: C, 39.7; H, 4.4; N, 5.4.
PdC,6H35N30,1, requires C, 39.9; H, 4.5; N, 5.4%. vy /cm™: 3311m v(N-H), 2926 —
2855m V(C—H)yjiph, 15958 w(C=C + C=N), 778m p(C-H),y. dy (300.16 MHz; CDCl;;
TMS): 0.93 (6H, t, 3J 6.9, CH3), 1.36 (12H, m, CH,), 1.81 (4H, qt, 3J 6.8, CH,), 3.99
(4H, t, 3J 6.5, OCHy), 6.53 (1H, t, 4J 2.1, Hp), 6.64 (2H, d, 4J 2.1, Ho), 7.01 (1H, d, *J
1.7, H4%), 7.38 (1H, ddd, 3J 7.4, 5.7, 4J 1.3, H5), 7.91 (1H, d, 3J 7.4, H3), 8.09 (1H, ddd,
3J7.7,7.7,47 1.4, H4),9.45 (1H, d, 3J 5.6, H6), 11.00 (1H, d, 4/ 1.4, NH).

[PAI,(HpzR(212pY)] (15): red solid (67%). Found: C, 48.0; H, 6.1; N, 4.5.
PdC33HsoN30s1, requires C, 48.0; H, 6.3; N, 4.4%. v /cm!': 3308m v(N-H), 2920 —
2850s V(C—H),liph, 1595m v(C=C + C=N), 778m p(C-H),y. dy (300.16 MHz; CDCl;;
TMS): 0.88 (6H, t, 3J 6.9, CH3;), 1.27 (36H, m, CH,), 1.81 (4H, qt, 3J 6.6, CH,), 3.99
(4H, t, 3J 6.5, OCH,), 6.53 (1H, t, 4J 2.0, Hp), 6.64 (2H, d, *J 1.9, Ho), 6.98 (1H, d, *J
1.9, H4%), 7.41 (1H, ddd, 3J 7.5, 5.8, 4J 1.2, H5), 7.87 (1H, d, 3J 7.5, H3), 8.08 (1H, ddd,
3J1.7,7.7,4] 1.4, H4), 9.51 (1H, d, 3J 5.8, H6), 11.03 (1H, d, *J 1.4, NH). Jc (75.48
MHz; CDCl;; TMS): 14.1 (CHj3), 22.7 — 31.9 (CH,), 68.5 (OCH,), 102.6 (C4’), 103.1
(Cp), 104.0 (Co), 123.2 (C3), 125.5 (C5), 127.2 (Ci), 140.3 (C4), 145.2 (C3’), 150.1
(C2), 152.5 (C5), 153.1 (C6), 161.0 (Cm).

[PAL,(HpzR(419pY)]  (16): red solid (61%). Found: C, 50.2; H, 6.6; N, 4.3.
PdC4,Hg N30, requires C, 50.1; H, 6.7; N, 4.2%. vpa/cm': 3308m v(N-H), 2917 —
2849s v(C—H),iiph, 1595m v(C=C + C=N), 778m p(C-H),y. dy (300.16 MHz; CDCl;;



TMS): 0.88 (6H, t, 3J 6.8, CH;), 1.26 (44H, m, CH,), 1.81 (4H, qt, 3J 6.6, CH,), 3.99
(4H, t, 3J 6.4, OCH,), 6.54 (1H, t, 47 2.0, Hp), 6.65 (2H, d, 47 1.9, Ho), 6.98 (1H, d, *J
1.7, H4%), 7.41 (1H, ddd, 37 7.7, 5.5, 47 1.1, H5), 7.87 (1H, d, 3J 7.6, H3), 8.08 (1H, ddd,
377.7,7.7,47 1.2, H4), 9.52 (1H, d, 3J 5.4, H6), 11.04 (1H, br, NH).

[PAI,(HpzR16:160pY)] (17): red solid (72%). Found: C, 52.5; H, 7.0; N, 4.0.
PdC4H75N30,1, requires C, 52.0; H, 7.1; N, 4.0%. vpa/cm': 3309m v(N-H), 2919 —
2850s v(C—H)jiiph, 1597m w(C=C + C=N), 779w y(C-H),y. du (300.16 MHz; CDCls;
TMS): 0.87 (6H, t, 3J 6.9, CH3;), 1.26 (52H, m, CH,), 1.81 (4H, qt, 3J 6.8, CHy), 3.99
(4H, t, 3J 6.5, OCH,), 6.55 (1H, t, 4J 2.0, Hp), 6.66 (2H, d, *J 2.1, Ho), 6.96 (1H, d, *J
2.0, H4), 7.43 (1H, ddd, 3J 7.4, 5.7, 47 1.2, H5), 7.85 (1H, d, 3J 7.5, H3), 8.07 (1H, ddd,
3J1.7,7.7,4J 1.3, H4),9.57 (1H, d, 3J 5.8, H6), 11.10 (1H, br, NH).

[PAI,(HpzR(&1®PY)] (18): red solid (72%). Found: C, 53.7; H, 7.3; N, 3..
PdCsoHg3N30,1, requires C, 53.7; H, 7.5; N, 3.8%. vpa/cm!: 3306m v(N-H), 2917 —
2849s v(C—H)yiiph, 1595m v(C=C + C=N), 778m y(C-H),y. dn (300.16 MHz; CDCl;;
TMS): 0.88 (6H, t, 3J 6.9, CH3;), 1.26 (60H, m, CH,), 1.81 (4H, qt, 3J 6.8, CH;), 3.99
(4H, t, 3J 6.5, OCH,), 6.55 (1H, t, J 2.2, Hp), 6.66 (2H, d, %J 2.0, Ho), 6.96 (1H, d, *J
2.0, H4), 7.43 (1H, ddd, 3J 7.4, 5.7, 4J 1.4, H5), 7.84 (1H, d, 3J 7.8, H3), 8.08 (1H, dd,
3J7.7,7.7,47 1.4, H4), 9.58 (1H, d, 3J 5.9, H6), 11.09 (1H, br, NH).

Compounds [PdClL,(HpzR®"i9)] 19-26

[PACL(HpzR*Hi9)] (19): pale orange solid (60%). Found: C, 52.0; H, 4.8; N, 7.0.
PdC,6H,9N30,Cl,-0.1CH,Cl; requires C, 52.1; H, 4.9; N, 7.0%. vpa/cmt: 3296w v(N—
H), 2919 — 2851s W(C—H)aipn, 1636 — 15955 (C=C + C=N), 754 — 717m p(C—H);y. on
(300.16 MHz; CDCls; TMS): 1.02 (6H, t, 3J 7.3, CHs), 1.53 (4H, m, CH.), 1.80 (4H, qt,
37 6.7, CHy), 4.00 (4H, t,3J 6.5, OCH,), 5.30 (s, CH,Cl,), 6.53 (1H, t, 47 2.0, Hp), 6.60
(2H, d,%J 1.9, Ho), 7.24 (1H, s, H4"), 7.69 (2H, m, H7, HS), 7.95 (1H, pt, 3J 8.1, H6),
8.07 (1H, d,3J 8.3, H5), 8.35 (1H, s, H4), 9.33 (1H, s, H1), 10.73 (1H, s, NH).

[PACl,(HpzR®6:9ig)] (20): pale orange solid (70%). Found: C, 56.1; H, 5.7; N, 6.7.
PdC3oH37N30,Cl, requires C, 55.5; H, 5.8; N, 6.5%. vpa/cm': 3274w v(N-H), 2915 —
2849s v(C—H)ajiph, 1636 — 1596s v(C=C + C=N), 754 — 716m p(C-H)iq. du (300.16
MHz; CDCl;; TMS): 0.94 (6H, t, 3J 7.0, CH3), 1.37 (12H, m, CH,), 1.81 (4H, qt,3J 6.7,



CH,), 3.98 (4H, t,3J 6.5, OCH,), 6.50 (1H, t,4J 2.0, Hp), 6.58 (2H, d, *J 2.1, Ho), 7.26
(1H, m, H4%), 7.64 (2H, m, H7, H8), 7.93 (1H, ddd, 3/ 8.1, 6.3,4J 1.7, H6), 8.07 (1H, d,
378.2, H5), 8.37 (1H, s, H4), 9.25 (1H, s, H1), 10.74 (1H, s, NH).

[PACl,(HpzR®®ig)] (21): pale orange solid (60%). Found: C, 57.8; H, 6.3; N, 6.1.
PdC34H45N30,Cl, requires C, 57.9; H, 6.4; N, 6.0%. vya/cm™': 3270w v(N-H), 2919 —
2851s V(C—H)aliph, 1637 — 1596s v(C=C + C=N), 754 — 717m p(C-H)iq. dn (300.16
MHz; CDCl;; TMS): 0.90 (6H, t, 3J 6.9, CH3), 1.31 (20H, m, CH,), 1.81 (4H, qt,3J 6.7,
CH,), 3.98 (4H, t, 3J 6.3, OCH,), 6.51 (1H, br, Hp), 6.57 (2H, br, Ho), 7.29 (1H, br,
H4%), 7.65 (2H, m, H7, H8), 7.93 (1H, pt,3J 7.2, H6), 8.09 (1H, d,3J 7.8, H5), 8.40 (1H,
s, H4), 9.20 (1H, s, H1), 10.59 (1H, br, NH).

[PACl,(HpzR(1%10ig)] (22): pale orange solid (63%). Found: C, 60.1; H, 6.9; N, 5.6.
PdC33Hs3N30,Cl, requires C, 60.0; H, 7.0; N, 5.5%. vipa/cml: 3272w v(N-H), 2921 —
28525 W(C—H)uipn, 1636 — 15965 W(C=C + C=N), 754 — 717m p(C-H)q. oy (300.16
MHz; CDCly; TMS): 0.89 (6H, t, 3J 6.6, CHs), 1.29 (28H, m, CH,), 1.81 (4H, qt,J 6.8,
CH.), 3.98 (4H, t,3J 6.5, OCH,), 6.51 (1H, t,%J 1.9, Hp), 6.57 (2H, d, *J 1.9, Ho), 7.29
(1H, d,4J 1.5, H4>), 7.64 (2H, m, H7, H8), 7.94 (1H, ddd,3J 7.9, 6.4,4J 1.0, H6), 8.09
(1H, d,3J 8.2, H5), 8.40 (1H, s, H4), 9.22 (1H, s, H1), 10.55 (1H, br, NH).

[PACL(HpzR(1212i4)] (23): pale orange solid (67%). Found: C, 62.1; H, 7.3; N, 5.1.
PdC4,Hg1N30,Cl, requires C, 61.7; H, 7.5; N, 5.1%. vpa/cm': 3272w v(N-H), 2921 —
28525 W(C—H)uipn, 1637 — 15955 w(C=C + C=N), 754 — 717m p(C-H). dy (300.16
MHz; CDCls; TMS): 0.88 (6H, t, 3J 6.9, CHs), 1.27 (36H, m, CH,), 1.81 (4H, qt,3J 6.8,
CH,), 3.98 (4H, t,3J 6.3, OCH,), 6.50 (1H, t,*J 1.9, Hp), 6.56 (2H, d, *J 2.0, Ho), 7.29
(1H, d,47 1.6, H4’), 7.65 (2H, m, H7, HS), 7.94 (1H, pt, >/ 7.1, H6), 8.09 (1H, d,3J 7.9,
H5), 8.40 (1H, s, H4), 9.19 (1H, s, H1), 10.58 (1H, br, NH). ¢ (75.48 MHz; CDCl;;
TMS): 14.1 (CH3), 22.6 — 31.9 (CH,), 68.5 (OCH,), 101.4 (C4’), 103.2 (Co), 103.9
(Cp), 120.8 (C4), 126.6 (Ci), 126.9 (C10), 128.0 (C5), 128.7 (C8), 129.7 (C7), 134.0
(C6), 135.2 (C9), 141.9 (C3), 145.0 (C3’), 151.7 (C5”), 154.1 (C1), 160.9 (Cm).

[PACL(HpzR(414ia)] (24): pale orange solid (45%). Found: C, 63.8; H, 7.8; N, 4.6.
PdC46HgoN30,Cl, requires C, 63.3; H, 8.0; N, 4.8%. vpa/cm': 3271w v(N-H), 2921 —
2851s W(C—H)yjiph, 1637 — 1596s v(C=C + C=N), 754 — 718m p(C—H)iq. Ju (300.16
MHz; CDCl;; TMS): 0.88 (6H, t, 3J 6.8, CH3), 1.26 (44H, m, CH,), 1.81 (4H, qt,3J 6.9,
CH,), 3.99 (4H, t,3J 6.4, OCH,), 6.53 (1H, t,%J 1.7, Hp), 6.63 (2H, d,*J 1.6, Ho), 7.20



(1H, d,%J 1.3, H4*), 7.71 (1H, pt, 3J 7.2, H7), 7.79 (1H, d, 3J 7.5, H8), 7.95 (1H, pt, >J
7.4, H6), 8.06 (1H, d,3J 8.1, H5), 8.31 (1H, s, H4), 9.43 (1H, s, H1), 10.88 (1H, br, NH).

[PACIL(HpzR(610)ia)] (25): pale orange solid (53%). Found: C, 65.1; H, 8.1; N, 4.4.
PdCs5oH77N30,Cl, requires C, 64.6; H, 8.3; N, 4.5%. vpa/cm': 3262w v(N-H), 2920 —
28515 W(C—H)uipn, 1637 — 15965 w(C=C + C=N), 754 — 717m p(C-H)g. dx (300.16
MHz; CDCly; TMS): 0.87 (6H, t, 3J 6.9, CHs), 1.26 (52H, m, CH,), 1.81 (4H, qt,3J 6.7,
CH,), 3.98 (4H, t,3J 6.5, OCH,), 6.53 (1H, t, %/ 1.9, Hp), 6.63 (2H, d, 47 2.0, Ho), 7.18
(1H, d, 4/ 1.3, H4"), 7.71 (1H, pt, 3J 7.1, H7), 7.81 (1H, d, 3 8.3, H8), 7.95 (1H, pt, 3J
7.5, H6), 8.05 (1H, d,3J 8.3, H5), 8.29 (1H, s, H4), 9.45 (1H, s, H1), 10.95 (1H, br, NH).

[PACl,(HpzRU8:18)i9)] (26): pale orange solid (44%). Found: C, 65.4; H, 8.5; N, 3.9.
PdCs4HgsN30,Cl,-0.1CH,Cl, requires C, 65.4; H, 8.6; N, 4.2%. vy /cmt: 3247w v(N—
H), 2917 — 2850s v(C—H)jiph, 1637 — 1597m v(C=C + C=N), 752 — 719m p(C-H);q. on
(300.16 MHz; CDCl;; TMS): 0.87 (6H, t, 3J 6.9, CH3), 1.25 (60H, m, CH,), 1.81 (4H,
qt, 3J 6.6, CHy), 3.98 (4H, t, 3J 6.4, OCH,), 5.30 (s, CH,Cl,), 6.51 (1H, t, *J 2.2, Hp),
6.59 (2H, d,4J 2.2, Ho), 7.26 (1H, m, H4"), 7.65 (2H, m, H7, H8), 7.94 (1H, ddd, 3J 7.9,
5.9,472.2, H6), 8.08 (1H, d,3J 8.2, H5), 8.37 (1H, s,H4), 9.27 (1H, s, H1), 10.73 (1H, s,
NH).

Compounds [PdBr,(HpzR™miq)] 27-30

[PdBr,(HpzR(U2%1ia)] (27): orange solid (62%). Found: C, 55.7; H, 6.6; N, 4.7.
PdC4,HgN30,Br;, requires C, 55.7; H, 6.8; N, 4.6%. vpa/cm!: 3325w v(N-H), 2917 —
2850s W(C—H)aipn, 1635 — 1595m w(C=C + C=N), 754 — 717m p(C-H). oy (300.16
MHz; CDCly; TMS): 0.88 (6H, t, 3J 7.0, CHy), 1.27 (36H, m, CH,), 1.82 (4H, qt, 3J 6.6,
CH,), 3.99 (4H, t,3J 6.5, OCH,), 6.52 (1H, t, 4/ 2.0, Hp), 6.57 (2H, d, 4J 2.0, Ho), 7.23
(1H, d,4J 1.9, H4"), 7.65 (2H, m, H7, H8), 7.94 (1H, ddd, 3J 8.1, 5.7, 4J 1.4, H6), 8.09
(1H, d, 3/ 8.2, H5), 8.38 (1H, s, H4), 9.46 (1H, s, H1), 10.64 (1H, d, %/ 1.6, NH). d¢
(75.48 MHz; CDCly; TMS): 14.1 (CHs), 22.7 — 31.9 (CH,), 68.5 (OCH,), 101.4 (C4"),
103.3 (Co), 103.7 (Cp), 120.8 (C4), 126.9 (Ci), 127.0 (C10), 128.0 (C5), 128.7 (C8),
129.6 (C7), 133.9 (C6), 135.1 (C9), 141.9 (C3), 144.8 (C3’), 151.9 (C5), 155.2 (C1),
160.8 (Cm).



[PdBr,(HpzR(419ia)] (28): orange solid (58%). Found: C, 57.7; H, 7.1; N, 4.5.
PdC4sHgoN30,Br; requires C, 57.4; H, 7.2; N, 4.4%. vpa/cm': 3291w v(N-H), 2919 —
28515 W(C—H)ppn 1635 — 1596m v(C=C + C=N), 755 — 716m y(C—H),. oy (300.16
MHz; CDCly; TMS): 0.88 (6H, t, 3J 6.6, CH;), 1.27 (44H, m, CH,), 1.82 (4H, qt,3J 6.7,
CH,), 4.00 (4H, t,3J 6.5, OCH.), 6.53 (1H, t,*J 1.9, Hp), 6.59 (2H, d, 4 2.0, Ho), 7.20
(1H, d,%/ 1.8, H4"), 7.71 (2H, m, H7, H8), 7.95 (1H, ddd, 3J 8.0, 5.8, 4J 1.6, H6), 8.08
(1H, d,37 8.1, H5), 8.35 (1H, s, H4), 9.54 (1H, s, H1), 10.72 (1H, br, NH).

[PABr,(HpzR(16:19ia)] (29): orange solid (68%). Found: C, 59.5; H, 7.5; N, 4.1.
PdCs5oH77N30,Br;, requires C, 59.0; H, 7.6; N, 4.1%. vy /cm': 3291w v(N-H), 2919 —
2851s V(C—H)yjiph, 1635 — 1596m v(C=C + C=N), 755 — 717m p(C-H);q. ou (300.16
MHz; CDCl;; TMS): 0.87 (6H, t, 3J 6.8, CH3), 1.26 (52H, m, CH,), 1.82 (4H, qt,3J 6.9,
CH,), 4.00 (4H, t,3J 6.5, OCH,), 6.52 (1H, t,%J 1.9, Hp), 6.59 (2H, d, *J 1.9, Ho), 7.21
(1H, d,4J 1.8, H4’), 7.69 (2H, m, H7, HS), 7.95 (1H, ddd, 3J 8.1, 6.0, 4J 2.0, H6), 8.09
(1H, d,3J 8.2, H5), 8.36 (1H, s, H4), 9.52 (1H, s, H1), 10.70 (1H, br, NH).

[PdBr,(HpzR(18:18)i9)] (30): orange solid (61%). Found: C, 60.0; H, 7.6; N, 3.9.
PdCs4HgsN3O,Br, requires C, 60.4; H, 7.0; N, 3.9%. vya/cml: 3276w v(N-H), 2918 —
2850s v(C—H)yjiph, 1635 — 1596m v(C=C + C=N), 755 — 716m p(C—H);q. dn (300.16
MHz; CDCly; TMS): 0.87 (6H, t, 3J 6.9, CHy), 1.25 (60H, m, CH,), 1.81 (4H, qt,3J 6.8,
CH.), 3.99 (4H, t,3J 6.6, OCH,), 6.52 (1H, t,*J 1.9, Hp), 6.59 (2H, d, 4/ 1.9, Ho), 7.20
(1H, d,4J 1.8, H4’), 7.72 (2H, m, H7, HS), 7.95 (1H, ddd, 3J 7.9, 6.6,4J 1.5, H6), 8.08
(1H, d,3J 8.2, H5), 8.34 (1H, s, H4), 9.55 (1H, s,H1), 10.77 (1H, br, NH).

Compounds [PdI,(HpzR®™mia)] 31-34

[PAI,(HpzR(212i9)] (31): red solid (55%). Found: C, 50.7; H, 6.1; N, 4.3.
PdC4,HgN3OsL, requires C, 50.4; H, 6.2; N, 4.2%. vya/cml: 3381w v(N-H), 2924 —
2855m W(C—H)yipn, 1597s W(C=C + C=N), 770 — 725m p(C-H)q. dy (300.16 MHz;
CDCly; TMS): 0.88 (6H, t, 3J 6.9, CHs), 1.27 (36H, m, CH,), 1.82 (4H, qt, 3/ 6.8, CH,),
4.00 (4H, t,3J 6.5, OCH,), 6.52 (1H, t, 4/ 1.9, Hp), 6.58 (2H, d,*J 2.0, Ho), 7.11 (1H, d,
471.8, H4’), 7.66 (1H, pt,3J 7.3, H7), 7.76 (1H, d,3J 8.0, HS), 7.93 (1H, ddd, 3/ 7.8, 6.7,
47 1.0, H6), 8.08 (1H, d,3J 8.1, H5), 8.28 (1H, s, H4), 9.81 (1H, s, H1), 10.73 (1H, br,
NH). dc (75.48 MHz; CDCl; TMS): 14.1 (CHs), 22.7 — 31.9 (CH,), 68.5 (OCH,), 101.6



(C4), 103.3 (Cp), 103.6 (Co), 120.6 (C4), 127.0 (Ci), 127.7 (C10), 128.2 (C5), 128.7
(C8), 129.5 (C7), 133.7 (C6), 135.0 (C9), 142.2 (C3), 144.5 (C3"), 152.4 (C5*), 156.8
(C1), 160.9 (Cm).

[PAI,(HpzR(419iq)]  (32): red solid (63%). Found: C, 52.8; H, 6.5; N, 4.1.
PdC46HgoN30,1, requires C, 52.3; H, 6.6; N, 4.0%. vpa/cm': 3330w v(N-H), 2918 —
2849s v(C—H),iiph, 1632 — 1596m v(C=C + C=N), 794 — 715m p(C-H)iq. o (300.16
MHz; CDCl;; TMS): 0.88 (6H, t, 3J 6.9, CH3), 1.27 (44H, m, CH,), 1.82 (4H, qt,3J 6.7,
CH,), 4.00 (4H, t,3J 6.5, OCH,), 6.52 (1H, t,%J 2.0, Hp), 6.58 (2H, d, *J 2.0, Ho), 7.11
(1H, d,%J 1.9, H4"), 7.65 (1H, pt,J 7.2, H7), 7.75 (1H, d, 3J 8.0, H8), 7.93 (1H, ddd, 3J
8.0, 6.7, 4J 1.0, H6), 8.08 (1H, d,3J 8.1, H5), 8.28 (1H, s, H4), 9.81 (1H, s, H1), 10.72
(1H, d,4J 1.6, NH).

[PAI,(HpzR(6:10i9)] (33): red solid (72%). Found: C, 54.4; H, 7.0; N, 3.8.
PdCsoH77N30,1, requires C, 54.0; H, 7.0; N, 3.8%. vpa/cml: 3325w v(N-H), 2916 —
28505 W(C—H)aipn, 1634 — 1596m wW(C=C + C=N), 794 — 715m p(C—H);. oy (300.16
MHz; CDCls; TMS): 0.87 (6H, t, 3J 6.9, CHy), 1.26 (52H, m, CH,), 1.82 (4H, qt,3J 6.7,
CH.), 4.00 (4H, t,3J 6.5, OCHy), 6.53 (1H, t,*J 1.9, Hp), 6.61 (2H, d, 4 1.9, Ho), 7.09
(1H, d,4J 1.7, H4"), 7.68 (1H, pt, >/ 7.4, H7), 7.83 (1H, d,3J 8.2, HS), 7.93 (1H, pt, 3J
7.2, H6), 8.07 (1H, d,3J 8.2, H5), 8.25 (1H, s, H4), 9.89 (1H, s, H1), 10.81 (1H, br, NH).

[PAI,(HpzR(8:18)9)] (34): red solid (66%). Found: C, 54.9; H, 7.1; N, 4.2.
PdCs4HgsN30,1,-0.4CH;CN requires C, 55.5; H, 7.3; N, 4.0%. vpa/cm!: 3325w v(N-
H), 2916 — 2849s v(C—H),jiph, 1636 — 1595m v(C=C + C=N), 796 — 717m y(C-H)iq. on
(300.16 MHz; CDCl;; TMS): 0.87 (6H, t, 3J 6.9, CH3), 1.25 (60H, m, CH,), 1.82 (4H,
qt, 3J 6.6, CHy), 2.10 (s, CH;CN), 4.00 (4H, t, 3J 6.5, OCH,), 6.52 (1H, t, *J 2.2, Hp),
6.57 (2H, d,*J 1.9, Ho), 7.12 (1H, d,%J 1.7, H4"), 7.64 (1H, pt,3J 7.0, H7), 7.72 (1H, d,
3J 8.0, H8), 7.93 (1H, pt, 3J 7.4, H6), 8.09 (1H, d, 3J 8.3, HS), 8.29 (1H, s, H4), 9.77
(1H, s, H1), 10.69 (1H, br, NH).



Table S1 Selected bond distances and angles for [PdBr,(HpzR©¢»Y)]-CH;CN, 9-CH;CN.

Bond distances /A Bond angles /°

Pd-N1 1.998(5) N1-Pd-N3 79.3(3)

Pd-N3 2.082(5) N1-Pd-Br2 174.6(2)

Pd-Brl 2.408(1) N1-Pd-Brl 92.5(2)

Pd-Br2 2.394(1) N3-Pd-Br2 95.6(2)
N3-Pd-Brl 171.8(2)
Br2-Pd-Brl 92.5(1)

Table S2 Selected bond distances and angles for [PdCl,(HpzR*4i9)] 19

Bond distances /A Bond angles /°
Pd-N1 1.999(6) N1-Pd-N3 79.7(2)
Pd-N3 2.041(5) N1-Pd-CI2 171.93)
Pd-Cl1 2.268(2) NI1-Pd-Cl1 93.2(3)
Pd-CI2 2.294(3) N3-Pd-CI2 95.0(3)
N3-Pd-Cll1 172.7(3)
Cl1-Pd-C12 92.3(2)
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Figure S1 DSC thermogram for [PdBry(HpzR(12.12Y)] 10 after the first heating-cooling cycle.
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Figure S2 Bar diagram showing the range of existence of solid and liquid crystal phases for the

dihalide pyridylpyrazole Pd(II) compounds. Data for the chloride compounds are taken from ref.
1.
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Figure S3 Bar diagram showing the range of existence of solid and liquid crystal phases for the

dihalide isoquinolinylpyrazole Pd(II) compounds.
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Figure S4 Z*’ vs. Z’ plots for the dibromide Pd(II) compound [PdBr,(HpzR(1212)i9)] 27 in the

isotropic liquid phase at 476 K.
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