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2,6-bis-[1-(4-benzyloxy-2-methylphenylimino)ethyl]pyridine, 2b

Using the same method as for 2a, the reaction of 1b (0.102 g, 0.273 mmol) and benzyl bromide (80 µl, 0.6 mmol) gave 2b as a yellow powder. (0.117 g, 0.211 mmol, 77%), m.p. 178–180 ºC; (Found: C, 80.2; H, 6.3; N, 7.5. C37H35N3O2 requires C, 80.3; H, 6.4; N, 7.6%); max/cm-1 (DCM) 1637 (C=N), 1570, 1490 (Ar), 1454, 1366, 1297, 1207 (Ar-O), 1162, 1122, 1028 (CH2-O); H (400 MHz; CDCl3) 8.39 (2H, d, 3J(HH) 8.0Hz, m- Hpyr), 7.87 (1H, t, 3J(HH) 7.8Hz, p-Hpyr), 7.5 – 6.6 (16H, m, Haryl and HPh), 5.08 (4H, s, OCH2Ph), 2.38 (6H, s, N=CMe), 2.14 (6H, s, aryl-Me); C{H} (100 MHz; CDCl3) 167.3 (N=CMe), 155.8 (4-Caryl), 155.6 (2,6-Cpy), 143.6 (1-Caryl), 137.6, 136.8, 129.8, 129.2, 128.7, 128.0, 127.7, 122.2, 119.3, 117.2, 112.6, 70.5 (OCH2Ph), 18.2 (aryl-Me), 16.4 (N=CMe ); m/z (FAB) 554 (M+ + H, 98), 462 (M+ – bz, 85%).
2,6-bis-[1-(4-{3,5-dibenzyloxy}benzyloxy)phenylimino)ethyl]pyridine, 3a

Using the same method as for 2a, the reaction of 1a (0.251 g, 0.726 mmol) and G1 (0.559 g, 1.46 mmol) gave 3a as a yellow foam. (0.369 g, 0.399 mmol, 55%); m.p. 47–49 ºC; (Found: C, 80.0; H, 5.7; N, 4.3. C63H55N3O2 requires C, 79.6; H, 5.8; N, 4.4%); max/cm-1 (DCM) 2923, 2876, 1936 (C=N), 1596 (Ph), 1501 (Ar), 1452 (Ar), 1367, 1343, 1321, 1212 (Ar-O), 1159, 1122, 1028 (CH2-O); H (400 MHz, CDCl3) 8.34 (2H, d, 3J(HH) 8Hz, m-Hpy), 7.86 (1H, t, 3J(HH) 8Hz, p-Hpy), 7.43 – 6.60 (32H, m, Haryl and HPh), 5.07 (8H, s, OCH2Ph), 5.03 (4H, s, OCH2-aryl wedge), 2.46 (6H, s, N=CMe); C{H} (100 MHz; CDCl3) 167.6 (N=CMe), 160.3 (3,5-Cwedge aryl), 155.8 (4-Ccore aryl), 155.6 (2,6-Cpy), 144.8, 139.8, 137.0, 136.9, 128.8, 128.2, 127.7, 122.3 121.0, 115.5, 106.5, 101.7, 70.4 (OCH2-aryl wedge), 70.3 (OCH2Ph), 16.4 (N=CMe); m/z (FAB) 950 (M+ + H, 15%).
2,6-bis-[1-(4-(3,5-dibenzyloxy)benzyloxy-2-methylphenylimino)ethyl]pyridine, 3b

Using the same method as for 2a, the reaction of 1b (0.491 g, 1.31 mmol) and G1 (1.026 g, 2.68 mmol) gave 3b as an amorphous yellow solid. (0.936 g, 0.956 mmol, 73%) m.p. 59–62 ºC; (Found C, 80.1; H, 6.0; N, 4.2. C65H59N3O6 requires C, 79.8; H, 6.1; N, 4.3%); max/cm-1 (DCM) 2924 (CH3), 2874 (CH2), 1636 (C=N), 1597 (Ar), 1491 (Ar), 1452 (Ar), 1366, 1292, 1210 (Ar-O), 1160, 1122, 1028 (CH2-O); H (400 MHz; CDCl3) 8.40 (2H, d, 3J(HH) 8Hz, m-Hpy), 7.87 (1H, t, 3J(HH) 8Hz, p-Hpy), 7.46 – 6.59 (32H, m, Haryl and HPh), 5.06 (8H, s, OCH2Ph), 5.01 (4H, s, OCH2-aryl wedge), 2.38 (6H, s, N=CMe), 2.14 (6H, s, aryl-Me); C{H} (75 MHz; CDCl3) 167.1 (N=CMe), 160.2 (3,5-Cwedge aryl), 155.6 (4-Ccore aryl), 155.4 (2,6-Cpy), 143.6, 139.9, 136.9, 136.7, 129.0, 128.6, 128.0, 127.6, 122.1, 119.2, 117.1, 112.5, 106.4, 70.3 (OCH2-aryl wedge), 70.2 (OCH2Ph), 18.1 (aryl-Me), 16.3 (N=CMe); m/z (FAB) 978 (M+ + H, 29), 886 (M+ – CH2Ph, 2) 674 (M+ – G1, 42%).
2,6-bis-[1-(4-(3,5-bis-{3,5-dibenzyloxy}benzyloxy)benzyloxy-2-methylphenyl-imino)ethyl]pyridine, 4
Using the same method as for 2a, the reaction of 1b (87 mg, 0.23 mmol) and G2 (0.367 g, 0.454 mmol) gave 4 as a yellow foam. (0.350 g, 0.192 mmol, 83%); m.p. 52–54 ºC; (Found: C, 79.5; H, 5.8; N, 2.3. C121H107N3O14 requires C, 79.5; H, 5.9; N, 2.3%); max/cm-1 (DCM) 2934 (w), 2876 (w), 1698 (w), 1637 (w, C=N), 1596 (vs, Ar), 1492 (m, Ar), 1453 (s, Ar), 1374 (s), 1294 (m), 1210 (m, Ar-O), 1158 (vs), 1055 (m), 1029 (m, CH2-O); H (400 MHz, CDCl3) 8.40 (2H, d, 3J(HH) 8Hz, m-Hpy), 7.87 (1H, t, 3J(HH) 8Hz, p-Hpy), 7.42 – 6.56 (64H, m, Haryl), 5.05 (16H, s, OCH2Ph), 5.01 (4H, s, OCH2-aryl wedge), 5.00 (8H, s, OCH2-aryl wedge), 2.37 (6H, s, N=CMe), 2.14 (6H, s, aryl-Me); C{H} (100 MHz; CDCl3) 167.4 (N=CMe), 160.5 (3,5-Cwedge aryl x 8), 160.3 (3,5-Cwedge aryl x 4), 155.9 (4-Ccore aryl), 155.6 (2,6-Cpy), 143.8, 140.1, 139.6, 137.1, 130.3, 129.3, 128.8, 128.2, 127.9, 127.8, 122.3, 119.4, 117.3, 112.7, 106.7, 101.9, 101.8, 70.5 (OCH2-aryl wedge x 2), 70.4 (OCH2Ph), 70.3 (OCH2-aryl wedge x 4), 18.3 (aryl-Me), 16.5 (N=CMe).
2,6-bis-[1-(4-{4-dimethylphenylsilyl}butoxyphenylimino)ethyl]pyridine, 5a
Using the same method as for 2a, the reaction of 1a (0.462 g, 1.36 mmol) and csG0 (0.794 g, 2.93 mmol) gave 5a as an amorphous yellow solid. (0.933 g, 1.28 mmol, 94%); m.p. 68–69 ºC; (Found: C, 74.5; H, 7.6; N, 5.7. C45H55N3O2Si2 requires C, 74.4; H, 7.6; N, 5.8%); max/cm-1 (DCM) 2940 (CH3), 2870 (CH2), 1635 (C=N), 1605, 1568, 1502 (Ar), 1471, 1366, 1288, 1241 (Si-Me, sym def), 1213 (Ar-O), 1167, 1113 (Si-Ph), 1022 (CH2-O); H (400 MHz; CDCl3) 8.33 (2H, d, 3J(HH) 8Hz, m-Hpy), 7.85 (1H, t, 3J(HH) 8Hz, p-Hpy), 7.55 – 6.80 (18H, m, Haryl and HPh), 3.97 (4H, t, 3J(HH) 7Hz, OCH2(CH2)3Si), 2.44 (6H, s, N=CMe), 1.83 (4H, qn, 3J(HH) 7Hz, OCH2CH2(CH2)2Si), 1.54 (4H, m, O(CH2)2CH2CH2Si), 0.84 (4H, m, O(CH2)3CH2Si), 0.30 (12H, s, -SiMe2Ph); C{H} (100 MHz; CDCl3) 167.2 (N=CMe), 155.8 (4-Caryl), 155.7 (2,6-Cpy), 144.2 (1-Caryl), 139.3 (4-Cpy), 136.6, 133.5, 128.8, 127.7, 122.0, 120.8, 114.9, 67.8 (OCH2(CH2)3Si), 33.0 (OCH2CH2(CH2)2Si), 20.4 (O(CH)2CH2CH2Si), 16.1 (N=CMe), 15.5 (O(CH2)3CH2Si), –3.1 (-SiMe2Ph); Si{H} (80 MHz; CDCl3) –4.1; m/z (FAB) 726 (M+ + H, 9), 590 (M+ – SiMe2Ph, 2%).
2,6-bis-[1-(4-{4-dimethylphenylsilyl}butoxy-2-methylphenylimino)ethyl]pyridine, 5b

Using the same method as for 2a, the reaction of 1b (0.423 g, 1.13 mmol) and csG0 (0.691 g, 2.55 mmol) gave 5b as an amorphous yellow solid. (0.500 g, 0.663 mmol, 59%); m.p. 62–64 ºC; (Found: C, 74.5; H, 7.9; N, 5.6. C47H59N3O2Si2 requires C, 74.8; H, 7.9; N, 5.6%); max/cm-1 (DCM) 2941 (CH3), 2870 (CH2), 1636 (C=N), 1604, 1570, 1492 (Ar), 1474, 1366, 1288, 1246 (Si-Me, sym def), 1210 (Ar-O), 1163, 1113 (Si-Ph), 1029 (CH2-O); H (400 MHz; CDCl3) 8.40 (2H, d, 3J(HH) 8Hz, m-Hpy), 7.87 (1H, t, 3J(HH) 8Hz, p-Hpy), 7.9 – 6.6 (18H, m, Haryl and HPh), 3.96 (4H, t, 3J(HH) 6Hz, OCH2(CH2)3Si), 2.38 (6H, s, N=CMe), 2.14 (6H, s, aryl-Me), 1.83 (4H, qn, 3J(HH) 6Hz, OCH2CH2(CH2)2Si), 1.55 (4H, m, O(CH2)2CH2CH2Si), 0.85 (4H, t, 3J(HH) 8.4Hz, O(CH2)3CH2Si), 0.31 (12H, s, SiMe2Ph); C{H} (75 MHz; CDCl3) 167.0 (N=CMe), 155.7 (4-Caryl), 155.7 (2,6-Cpy), 143.1 (1-Caryl), 139.4 (4-Cpy), 136.6, 133.6, 129.0, 128.8, 127.7, 122.0, 119.1, 116.7, 112.1, 67.8 (OCH2(CH2)3Si), 33.1 (OCH2CH2(CH2)2Si), 20.5 (O(CH)2CH2CH2Si), 18.1 (aryl-Me), 16.2 (N=CMe), 15.5 (O(CH2)3CH2Si), –3.0 (SiMe2Ph); Si{H} (80 MHz; CDCl3) –3.7; m/z (FAB) 754 (M+ + H, 68), 738 (M+ – Me, 21), 676 (M+ – Ph, 5), 618 (M+ – SiMe2Ph, 4%).
2,6-bis-[1-(4-{4-[tris-(3-{dimethylphenylsilyl}propylsilyl)]-butoxy})-(2-methyl)-phenylimino)ethyl]pyridine, 6
Using the same method as for 2a, the reaction of 1b (0.259 g, 0.693 mmol) and csG1 (1.059 g, 1.521 mmol) gave 6 as a yellow oil. (0.834 g, 0.520 mmol, 75%); (Found: C, 72.4; H, 8.5; N, 2.5. C97H139N3O2Si8 requires C, 72.6; H, 8.7; N, 2.6%); max/cm-1 (DCM) 2956 (CH2), 2916 (CH2), 2876 (CH2), 1636 (C=N), 1605, 1569, 1492 (Ph), 1474, 1450, 1366, 1302, 1248 (Si-Me, sym def), 1210 (Ar-O), 1163, 1142, 1112 (Si-Ph), 1022 (CH2-O); H (400 MHz; C6D6) 8.45 (2H, d, 3J(HH) 8 Hz, m-Hpy), 7.28 (1H, t, 3J(HH) 8 Hz, p-Hpy), 7.49 – 6.62 (36H, m, Haryl and HPh), 3.77 (4H, t, 3J(HH) 6Hz, OCH2(CH2)3Si), 2.34 (6H, s, N=CMe), 2.14 (6H, s, aryl-Me), 1.70 (4H, qn, 3J(HH) 7Hz, OCH2CH2(CH2)2Si), 1.55 (16H, m, O(CH2)2CH2CH2Si and SiCH2CH2CH2SiMe2Ph), 0.83 (12H, t, 3J(HH) 8Hz, Si(CH2)2CH2SiMe2Ph), 0.62 (12H, t, 3J(HH) 8Hz, SiCH2(CH2)2SiMe2Ph), 0.49 (4H, t, 3J(HH) 8Hz, O(CH2)3CH2Si), 0.28 (36H, s, SiMe2Ph); C{H} (100 MHz; C6D6) 166.4 (N=CMe), 156.4 (4-Caryl), 156.0 (2,6-Cpy), 143.6 (1-Caryl), 139.5 (4-Cpy), 136.5, 133.8, 129.2, 129.0, 128.1, 122.2, 119.4, 117.1, 112.4, 67.7 (OCH2(CH2)3Si), 33.7 (OCH2CH2(CH2)2Si), 20.9, 20.8, 18.9, 18.2 (aryl-Me), 17.6, 16.0 (N=CMe), 12.6 (O(CH2)3CH2Si), –2.9 (SiMe2Ph); Si{H} (75 MHz; CDCl3) 1.9 (‑Si(CH2)3SiMe2Ph) –5.1 (‑Si(CH2)3SiMe2Ph); m/z (FAB) 1604 (M+ + H, 30), 1589 (M+ + H – Me, 7), 1469 (M+ + H – SiMe2Ph, 8), 1426 (M+ – (CH2)3SiMe2Ph, 9%).
[2,6-bis-[1-(4-benzyloxy-2-methylphenylimino)ethyl]pyridine]iron dichloride, 7b

Using the same method as for 7a, the reaction of 2a (128 mg, 0.231 mmol) and FeCl2.4H2O (44 mg, 0.22 mmol) gave 7b as a green powder. (142 mg, 0.209 mmol, 95%); m.p. > 200 ºC (dec); (Found: C, 65.1; H, 5.0; N, 6.0. C37H35Cl2N3O2Fe requires C, 65.3; H, 5.2; N, 6.2%); max/cm-1 (DCM) 3685, 3599, 2922, 2873, 1590 (C=N), 1578, 1494 (Ph), 1454, 1421, 1374, 1220 (Ar-O), 1167, 1096, 1039, 1028 (CH2-O); m/z (FAB) 679 (M+, 21), 644 (M+ – Cl, 98%).
[2,6-bis-[1-(4-(3,5-dibenzyloxy)benzyloxyphenylimino)ethyl]pyridine]iron dichloride, 8a

Using the same method as for 7a, the reaction of 3a (170 mg, 0.179 mmol) and FeCl2.4H2O (26 mg, 0.13 mmol) gave 8a as a dark purple powder. (134 mg, 0.124 mmol, 96%); m.p.115 – 119 ºC; (Found: C, 69.6; H, 4.8; N, 3.9. C63H55Cl2N3O6 requires C, 70.3; H, 5.1; N, 3.9%); max/cm-1 (DCM) 2948, 2875, 1598 (Ar), 1583sh (C=N), 1500 (Ph), 1453, 1378, 1344, 1321, 1161, 1111, 1061, 1028 (CH2-O); m/z (FAB) 1040 (M+ – Cl, 22), 1005 (M+ – 2Cl, 7%).

[2,6-bis-[1-(4-(3,5-dibenzyloxy)benzyloxy-2-methylphenylimino)ethyl]pyridine]iron dichloride, 8b

Using the same method as for 7a, the reaction of 3b (368 mg, 0.376 mmol) and FeCl2.4H2O (73 mg, 0.37 mmol) gave 8b as a green powder. (373 mg, 0.338 mmol, 90%); m.p. 164–166 ºC; (Found: C, 70.7; H, 5.3; N, 3.8. C65H59Cl2N3O6Fe requires C, 70.7; H; 5.4; N, 3.8%); max/cm-1 (DCM) 3690, 3599, 2922 (CH3), 2875 (CH2), 1597 (Ph, C=N obscured), 1495 (Ph), 1450, 1422, 1374, 1293, 1219 (Ar-O), 1159, 1028 (CH2-O); m/z (FAB) 1103 (M+, 3), 1068 (M+ – Cl, 8%).
[2,6-bis-[1-(4-(3,5-bis-{3,5-dibenzyloxy}benzyloxy)benzyloxy-2-methylphenylimino)ethyl]pyridine]iron dichloride, 9
Using the same method as for 7a, the reaction of 4 (223 mg, 0.122 mmol) and FeCl2.4H2O (20 mg, 0.10 mmol) gave 9 as a dark green powder. (186 mg, 0.0952 mmol, 95%); m.p. 83–85 ºC; (Found: C, 73.6; H, 5.3; N, 2.2. C121H107Cl2N3O14Fe requires C, 74.4; H, 5.5; N, 2.2%); max/cm‑1 (DCM) 2925w, 2874w, 1595s (Ar, C=N obscured), 1495m, 1454m, 1448m, 1374m, 1217w (Ar-O), 1158s, 1054m, 1029m (CH2-O). 

[2,6-bis-[1-(4-{4-dimethylphenylsilyl}butoxy-phenylimino)ethyl]pyridine]iron dichloride, 10a
Using the same method as for 7a, the reaction of 5a (154 mg, 0.212 mmol) and FeCl2.4H2O (38 mg, 0.19 mmol) gave 10a as a dark purple solid, (156 mg, 0.183 mmol, 95%); (Found: C, 61.6; H, 6.3; N, 4.8. C45H55Cl2N3O2Si2Fe requires C, 63.4; H, 6.5; N, 4.9%); νmax/cm-1 (DCM) 2954m, 2872w, 1604m, 1580w (C=N), 1502s, 1469m, 1401m, 1378m, 1322w, 1166m, 1112m (Si-Ph), 1016m.
[2,6-bis-[1-(4-{4-dimethylphenylsilyl}butoxy-2-methylphenylimino)ethyl]pyridine]iron dichloride, 10b

Using the same method as for 7a, the reaction of 5b (202 mg, 0.268 mmol) and FeCl2.4H2O (50 mg, 0.25 mmol) gave 10b as a dark green amorphous solid, which decomposes upon standing in air. (215 mg, 0.244 mmol, 98%); (Found: C, 62.3; H, 6.3; N, 4.5. C47H59Cl2N3O2Si2Fe requires C, 64.1; H, 6.8; N, 4.5%); max/cm-1 (DCM) 3686, 3601, 2938 (CH3), 2871 (CH2), 1590 (C=N), 1577, 1495, 1471, 1374, 1220 (Ar-O), 1169, 1112 (Si-Ph); m/z (FAB) 879 (M+, 3), 844, (M+ – Cl, 31 %).
2,6-bis-[1-(4-{4-[tris-(3-{dimethylphenylsilyl}propylsilyl)]-butoxy})-(2-methyl)-phenylimino)ethyl]pyridine, 11
A mixture of 6 (66 mg, 0.041 mmol) and FeCl2.4H2O (20 mg, 0.10 mmol) was stirred in THF (10 cm3). A dark blue colour formed immediately. The mixture was stirred for 2 h. The dark blue supernatant was separated from the excess FeCl2.4H2O, and the volatiles were removed in vacuo to give 11 as an air-sensitive dark blue/green oil. (57 mg, 0.033 mmol, 80%); m/z (FAB) 1730 (M+ + H, 2), 1694 (M+ – Cl, 9), 1659 (M+ – 2Cl, 4 %).
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