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General information:

All the reagents were commercial grade and puarifiecording to the established procedures. Orgaxtiacts were dried over
anhydrous magnesium sulphate. Solvents were remiaovadotary evaporator under reduced pressurEaSiel (60-120 mesh size)
was used for the column chromatography. Reactioae wnonitored by TLC on silica gel 6Qsk(0.25mm). NMR spectra were
recorded in CDGlwith tetramethylsilane (TMS) as the internal staddfor 'H NMR (400 MHz) and for*C NMR (100 MHz). IR
spectra were recorded on JASCO 480-plus instrun@@@tMS analysis carried out on an Agilent GC-MS9UR — 5975C VL MSD)

system.



General Procedure for the Preparation of Aza BayliHillman Adducts and Allyl Amines: To the solution of FeGKAH,O (10 mg,
0.05 mmol), Olefin (1.50 mmol) in dioxane (5 mL)asvadded the phenylhydroxylamine (0.5 mmol) satusiowly in dioxane (5 mL)
via syringe pump over 4 hours at 4D (70°C for styrenes). Reactions were allowed to contifmuéwo more hours to get complete
consumption of phenylhydroxylamine. After that tinéxture was filtered through celite and the fileatras concentrated to dryness.
The crude product was purified over a short coluofrsilica gel (hexane/ethylacetate eluents) to dive corresponding ABH
adduct/Allylamine which was then directly analyzgdGC-MS, NMR and IR analysis.
General Procedure for the Intramolecular Heck-couping of Aza Baylis-Hillman Adducts and Allyl Amines: ABH
adduct/Allylamine (0.25 mmol), tetrabutyl ammoniwaiide (TBAI) (0.25 mmol) and Pd(OAc)0.025 mmol) were combined in a
round-bottom flask. DMF (4 mL) was added to the sdlask and kept for heating on a sand bath &C9r 6-12 hours while stirring.
Once the reaction is completed (monitored by TL@ &C-MS), the mixture was filtered through celitedathe filtrate was
concentrated to dryness. The crude product wadiguurover a short column of silica gel (hexane/&tbgtate eluents) to isolate
substituted quinolines which were then directlylgpred by GC-MS, NMR and IR analysis.
Spectral data

TABLE 1:
Methyl 2-((2-iodophenylamino)methyl)acrylate (1a):*H NMR (400 MHz, CDCY): 5 3.79 (s, 3H), 4.09 (d, 2H,= 6.4 Hz), 4.58 (brs,
1H), 5.72 (s, 1H), 6.28 (s, 1H), 6.41-6.47 (m, 2M)15 (t, 1H,J = 7.6 Hz), 7.68 (d, 1HJ = 7.6 Hz);*C NMR (100 MHz,
CDCl): 044.9,52.2,85.7,111.2,119.2, 126.1, 129.6, 13R9%.3, 146.6, 166.8; IR (KBr): 3399, 3065, 299849, 1716, 1636, 1590,
1507, 1453, 1321, 1267, 1154, 1084, 1004, 949, BA6 cm’.
Ethyl 3-(2-iodophenylamino)-2-methylenebutanoate {d): Confirmed the products by comparing our previous (Reported in our
previous publication: S. Murru, A. A. Gallo, R. Srivastava,). Org. Chem. 2012,77, 7119)

Benzyl 3-(2-iodophenylamino)-2-methylenebutanoatel¢): *H NMR (400 MHz, CDCJ): 51.47 (d, 3HJ = 6.4 Hz), 4.45 (brs, 1H),
4.49 (t, 1H, J = 6.4 Hz), 5.25 (s, 2H), 5.73 (s)16424 (s, 1H), 6.37-6.44 (m, 2H), 7.12 (t, 1H; 7.6 Hz), 7.33-7.38 (m, 5H), 7.64 (d,



1H, J = 8.0 Hz;**C NMR (100 MHz, CD{): 022.2, 50.3, 66.8, 85.7, 112.0, 119.1, 125.1, 12828,4, 128.8, 129.5, 135.9, 139.1,
141.9, 145.7, 166.3; IR (KBr): 3394, 3065, 29324,71634, 1589, 1505, 1318, 1176, 1081, 819, 744 cm

Methyl 3-(2-iodophenylamino)-2-methylenepentanoatéld): *H NMR (400 MHz, CDCY): 1.03 (t, 3H,J = 7.2 Hz), 1.65-1.71 (m,
1H), 1.86-1.91 (m, 1H), 3.80 (s, 3H), 4.29 (t, TH; 7.2 Hz), 4.50 (d, 1H] = 7.2 Hz), 5.68 (s, 1H), 6.22 (s, 1H), 6.37 — 6#3 2H),
7.13 (t, 1H,J = 8.0 Hz), 7.64 (d, 1H) = 7.6 HZ);13C NMR (100 MHz, CDG): 010.8, 28.7, 52.1, 56.2, 85.8, 111.8, 118.9, 125.6,
129.5, 139.1, 140.5, 146.0, 167.1; IR (KBr): 338863, 2992, 1718, 1635, 1592, 1437, 1370, 126641981, 849, 744 cth
4-(2-iodophenylamino)-3-methylenepentan-2-one (14 NMR (400 MHz, CDGY): 5 2.03 (d, 3H,J = 7.2 Hz), 2.34 (s, 3H), 4.02 (s,
2H), 4.35 (brs, 1H), 6.43 (t, 1H,= 8.0 Hz), 6.94 (t, 1H) = 7.6 Hz), 7.20 (t, 1H] = 8.8 Hz), 7.64 (d, 1H] = 7.6 Hz);**C NMR (100
MHz, CDCk): 615.1, 25.6, 38.8, 85.8, 111.0, 118.9, 129.3, 1389,7, 142.3, 147.2, 199.0; IR (KBr): 3403, 308892, 1692, 1632,
1588, 1456, 1267, 1152, 1089, 952, 817, 742.cm

2-lodo-N-(2-phenylallyl)benzenamine (1f)™H NMR (400 MHz, CDCJ): 34.21 (d, 2HJ = 4.8 Hz), 4.51 (brs, 1H), 5.30 (s, 1H), 5.48
(s, 1H), 6.45 (t, 1HJ = 7.6 Hz), 6.57 (d, 1H] = 8.0 Hz), 7.19 (t, 1H] = 7.2 Hz), 7.31-7.38 (m, 3H), 7.44 (d, 2H; 8.0 Hz), 7.66 (d,
1H,J=8.0 Hz);13C NMR (100 MHz, CDGJ): 048.2, 85.5, 111.1, 113.6, 119.0, 126.3, 128.1,74289.6, 139.1, 139.4, 144.1, 147.1;
IR (KBr): 3400, 3055, 1590, 1506, 1453, 1321, 1(®E, 778, 742, 705 cin

2-lodo-N-(2-p-tolylallyl)benzenamine (1g)*H NMR (400 MHz, CDCY): 52.36 (s,3H), 4.18 (d, 2H,) = 5.6 Hz), 4.50 (brs, 1H), 5.24
(s, 1H), 5.45 (s, 1H), 6.44 (t, 18 = 8.0 Hz), 6.55 (d, 1H] = 8.0 Hz), 7.17 (m, 3H), 7.34 (d, 2BI= 8.0 Hz), 7.65 (d, 1H] = 8.0 Hz);
3¢ NMR (100 MHz, CDQ): 021.3, 48.2, 85.5, 111.1, 112.8, 118.9, 126.1, 1229.6, 136.5, 138.0, 139.1, 143.8, 147.1; IR (KBr
3399, 2918, 1590, 1506, 1453, 1321, 1073, 1004, 82Y, 741 cni.

N-(2-(4-chlorophenyl)allyl)-2-iodobenzenamine (1h)*H NMR (400 MHz, CDCJ): 34.16 (d, 2H,J = 6.0 Hz), 4.45 (brs, 1H), 5.31 (s,
1H), 5.46 (s, 1H), 6.45 (t, 1H,= 7.6 Hz), 6.54 (d, 1H] 8.4 Hz), 7.18 (t, 1H) = 6.8 Hz), 7.31 (d, 2H] = 8.8 Hz), 7.35 (d, 2H] = 8.8



Hz), 7.64 (d, 1H, = 8.0 Hz);**C NMR (100 MHz, CDGJ): 648.2, 85.6, 111.1, 114.3, 119.2, 127.6, 128.9,6,284.0, 137.8, 139.2,
143.1, 146.9; IR (KBr): 3400, 3065, 2917, 1632,,58492, 1321, 1093, 1005, 833, 741"cm
N-(2-(4-fluorophenyl)allyl)-2-iodobenzenamine (1i)*H NMR (400 MHz, CDC}): 4.15 (d, 2HJ = 5.6 Hz), 4.46 (brs, 1H), 5.28 (s,
1H), 5.42 (s, 1H), 6.45 (t, 1H,= 8.0 Hz), 6.55 (d, 1H] = 8.0 Hz), 7.01-7.05 (m, 2H), 7.18 (t, 1H= 8.0 Hz), 7.37 — 7.41 (m, 2H),
7.64 (d, 1HJ = 8.0 Hz);13C NMR (100 MHz, CDd): 048.4, 85.6, 111.1, 113.7, 115.5, 115.7, 119.1,927728.0, 129.6, 135.3,
135.4,139.2, 143.1, 146.9, 161.5, 163.9; IR (KB#01, 3065, 2921, 2856, 1631, 1590, 1507, 1453] 1833, 1161, 1005, 906, 837,
742, 647 crit.
2-lodo-N-(4-methyl-2-methylenepent-3-enyl)benzename (1j): *H NMR (400 MHz, CDCJ): 51.78 (s, 3H), 1.81 (s, 3H), 3.76 (d,
2H,J = 5.6 Hz), 4.40 (brs, 1H), 4.94 (s, 1H), 5.191¢d), 5.63 (s, 1H), 6.42 (t, 1H,= 7.6 Hz), 6.50 (d, 1H] = 8.4 Hz), 7.17 (t, 1H] =
7.2Hz),7.64(d,1H)=7.6 Hz);l3C NMR (100 MHz, CDd): 019.8, 26.9, 49.9, 85.5, 111.2, 113.8, 118.8, 12286,5, 137.7, 139.1,
142.4, 147.3; IR (KBr): 3399, 3066, 2967, 2926,0,55505, 1453, 1318, 1004, 900, 741tm
2-iodo-N-((E)-7-methyl-3-methyleneocta-4,6-dien-2hpenzenamine (1k):*H NMR (400 MHz, CDCJ): 51.49 (d, 3H,J = 6.8 Hz),
1.80 (s, 3H), 1.83 (s, 3H), 4.21 (brs, 1H), 4.3%(lH), 5.03 (s, 1H), 5.09 (s, 1H), 5.88 (d, JH; 10.8 Hz), 6.15 (d, 1Hl = 15.6 Hz),
6.34 — 6.41 (m, 2H), 6.59 (dd, 1B, = 15.6 Hz,J2 = 10.8 Hz), 7.10 (t, 1Hl = 7.2 Hz), 7.62 (d, 1H] = 7.6 Hz).;**C NMR (100 MHz,
CDCl3): 018.8, 22.6, 26.4, 50.9, 85.4, 111.9, 113.1, 118%,3, 125.7, 129.4, 129.9, 137.0, 139.0, 146.3,6t4R (KBr): 2988, 2956,
2931, 1586, 1507, 1460, 1343, 1011%tm

TABLE 2:
Ethyl 3-(2-bromophenylamino)-2-methylenebutanoate 4b): Confirmed the products by comparing our previou @eported in
our previous publication: S. Murru, A. A. Gallo, B. Srivastava]. Org. Chem. 2012,77, 7119)
Ethyl 3-(2,5-dibromophenylamino)-2-methylenebutanote (3b): *H NMR (400 MHz, CDCY): 5 1.34 (t, 3H,J = 7.6 Hz), 1.46 (d, 3H,
J=6.8 Hz), 4.27 (g, 2H] = 7.6 Hz), 4.41 (t, 1H] = 6.8 Hz), 4.66 (d, 1H] = 7.2 hz), 5.69 (s, 1H), 6.22 (s, 1H), 6.56 (s),16467 (d,



1H, J = 8.4 Hz), 7.17 (d, 1H] = 8.4 Hz);™*C NMR (100 MHz, CDG)): J14.4, 22.1, 50.2, 61.2, 108.4, 115.2, 120.9, 12124,8,
133.5, 141.6, 144.7, 166.3; IR (KBr): 3415, 307382, 1712, 1598, 1505, 1285, 1106, 743'cm

Ethyl 3-(2-bromo-5-(trifluoromethyl)phenylamino)-2- methylenebutanoate (4b)*H NMR (400 MHz, CDCJ): $1.12 (t, 3H,J = 7.2
Hz), 1.40 (d, 3H,) = 6.8 Hz), 3.94 (g, 2H] = 7.2 Hz), 4.20 (t, 1H] = 6.4 Hz), 4.75 (q, 1H] = 7.2 Hz), 5.77 (s, 1H), 6.40 (s, 1H), 7.16
(d, 1H,J = 8.4 Hz), 7.59 (d, 1H] = 8.4 Hz), 7.65 (s, 1H)*C NMR (100 MHz, CDGJ): 414.1, 23.3, 59.3, 61.1, 119.7, 122.5, 128.6,
129.0, 131.1, 133.7, 138.5, 150.5, 167.1; IR (KB#08, 3070, 2981, 2933, 1715, 1594, 1323, 12827,1241 crit.

Ethyl 3-(2-iodo-4-methylphenylamino)-2-methylenebunoate (5b):*H NMR (400 MHz, CDGY): 5 1.31 (t, 3H,J = 6.8 Hz), 1.43 (d,
3H,J = 6.8 Hz), 2.16 (s, 3H), 4.24 (q, 28= 7.2 Hz), 4.29 (brs, 1H), 4.42 (t, 18i= 6.8 Hz), 5.66 (s, 1H), 6.16 (s, 1H), 6.28 (d, IH

= 8.8 Hz), 6.93 (dd, 1HI1 = 8.4 HzJ2 = 1.6 Hz), 7.47 (t, 1H] = 1.6 Hz);"*C NMR (100 MHz, CDGJ): 514.4, 19.9, 22.2, 50.5, 61.0,
85.7,111.9, 124.4, 128.4, 130.1, 139.4, 142.3,714%6.7; IR (KBr): 3389, 3062, 2968, 1715, 158806, 1266, 1099, 1003, 742 tm
1

Ethyl 3-(2-iodo-3,5-dimethylphenylamino)-2-methyleebutanoate (6b):*H NMR (400 MHz, CDCJ): 51.31 (t, 3H,J = 7.2 Hz),
1.44 (d, 3H,J = 6.4 Hz), 2.17 (s, 3H), 2.36 (s, 3H), 4.25 (q, At 7.2 Hz), 4.44 (t, 1H) = 6.0 Hz), 4.56 (d, 1H] = 6.8 Hz), 5.67 (s,
1H), 6.01 (s, 1H), 6.17 (s, 1H), 6.45 (s, 1HE NMR (100 MHz, CDGJ): 014.4, 21.4, 22.3, 29.6, 50.5, 60.9, 89.1, 110.0,2,2124.3,
138.6, 141.9, 142.3, 145.8, 166.6; IR (KBr): 338860, 2968, 1715, 1586, 1265, 1098, 743'cm

Ethyl 3-(2-bromopyridin-3-ylamino)-2-methylenebutaroate (7b): *H NMR (400 MHz, CDGJ): 51.32 (m, 3H), 1.50 (d, 3Hl = 6.4
Hz), 4.27 (g, 2H,) = 7.2 Hz), 4.42 (t, 1H] = 6.8 Hz), 4.71 (d, 1H] = 6.4 Hz), 5.70 (s, 1H), 6.22 (s, 1H), 6.67 (d, 1H 8.0 Hz), 7.05
(dd, 1H,J" = 8.0 Hz,J* = 4.4 Hz), 7.68 (d, 1H] = 4.4 Hz);**C NMR (100 MHz, CDGJ): 514.2, 21.9, 49.7, 61.0, 118.5, 123.6, 124.5,
130.3, 137.4, 140.7, 141.2, 166.0; IR (KBr): 348861, 2980, 2934, 1713, 1579, 1487, 1378, 12844,1P11, 1133, 1106, 1042, 956,
789 cm'.

TABLE 3:



Methyl quinoline-3-carboxylate (1a’): *H NMR (400 MHz, CDCY): 54.02 (s, 3H), 7.63 (t, 1H = 7.2 Hz), 7.83 (t, 1H] = 7.2 Hz),
7.94 9d, 1H,) = 8.0 Hz), 8.16 (d, 1H] = 8.0 Hz), 8.86 (s, 1H), 9.45 (s, 1HJC NMR (100 MHz, CDGJ): 652.5, 123.0, 126.8, 127.5,
129.1, 129.5, 131.9, 138.8, 149.8, 150.0, 165.9KIR): 2954, 2915, 1726, 1621, 1564, 1440, 1272281 1054, 805, 762 ch

Ethyl 2-methylquinoline-3-carboxylate (1b’, 2b’): *H NMR (400 MHz, CDCY): 8 1.45 (t, 3H,J = 7.2 Hz), 3.00 (s, 3H), 4.44 (q, 281,
=7.2 Hz), 7.26 (s, 1H), 7.54 (t, 1Bi= 6.8 Hz), 7.76 — 7.80 (m, 1H), 7.87 (d, 1H 8.0 Hz), 8.04 (d, 1H] = 8.0 Hz), 8.74 (s, 1H}*C

NMR (100 MHz, CDCY): 014.3, 25.7, 61.4, 123.9, 125.7, 126.5, 128.4,3,2831.7, 139.9, 148.6, 158.5, 166.5; IR (KBr): 308963,
2926, 2852, 1725, 1620, 1562, 1423, 1258, 119 66

Benzyl 2-methylquinoline-3-carboxylate (1c’):*H NMR (400 MHz, CDCJ): 2.98 (s, 3H), 5.40 (s, 2H), 7.38 — 7.45 (m, 3H}97-
7.55 (m, 3H), 7.78 (t, 1HJ1 = 7.6 Hz,J2 = 1.6 Hz), 7.85 (d, 1H] = 8.4 Hz), 8.04 (1H, d] = 8.4 Hz), 8.77 (s, 1H)C NMR (100
MHz, CDCk): 626.0, 67.4, 123.7, 125.9, 126.7, 128.6, 128.7, 728 28.9, 131.2, 132.0, 135.9, 140.3, 148.9,8.586.5; IR (KBr):
3062, 2972, 2928, 1724, 1619, 1563, 1455, 1422),1P¥6, 1055, 788, 750 €m

Methyl 2-ethylquinoline-3-carboxylate (1d’): *H NMR (400 MHz, CDCY): 1.37 (t, 3H,J = 7.2 Hz), 3.34 (q, 2H] = 7.2 Hz), 3.97
(s, 3H), 7.52 9t, 1H) = 7.6 Hz), 7.77 (t, 1H] = 7.6 Hz), 7.82 (d, 1H] = 7.6 Hz), 8.00 (d, 1H] = 8.4 Hz), 8.70 (s, 1H}’*C NMR (100
MHz, CDCk): 4 14.1, 31.2, 52.6, 123.5, 125.8, 126.7, 128.6,9,2831.8, 140.2, 148.9, 163.2, 167.2; IR (KBr): 293919, 2874,
1725, 1620, 1563, 1437, 1273, 1252, 1201, 11279,1883, 754 cm.

1-(2-Methylquinolin-3-yl)ethanone (1e’):*H NMR (400 MHz, CDCY): 2.69 (s, 3H), 2.88 (s, 3H), 7.52 (t, 1= 7.6 Hz), 7.73 —
7.78 (m, 1H), 7.82 (d, 1H} = 8.0 Hz), 8.00 (d, 1H] = 8.4 Hz), 8.44 (s, 1H}’C NMR (100 MHz, CDG)): §25.9, 29.4, 125.8, 126.9,
128.5, 128.8, 131.3, 131.9, 138.4, 148.5, 157.8,120R (KBr): 2965, 2920, 1680, 1618, 1561, 14133, 1196, 1029, 926, 862, 781,
750, 691 crit.



3-Phenylquinoline (1f): *"H NMR (400 MHz, CDCY): 7.44 (t, 1HJ = 7.2 Hz), 7.51 — 7.61 (m, 3H), 7.71 — 7.74 (m),3H89 (d, 1H,

J = 8.0 Hz), 8.15 (d, 1H] = 8.8 Hz), 8.31 (d, 1H] = 2.0 Hz), 9.19 (d, 1H] = 2.0 Hz);**C NMR (100 MHz, CDGJ): 0126.4, 127.2,
127.7,128.2, 128.3, 129.0, 129.4, 129.45, 12R6,11 133.5, 138.1, 150.2; IR (KBr): 2963, 292623,71493, 1459, 1262, 1074, 1025,
902, 787, 761, 697 cMm

3-p-Tolylquinoline (1g’): *H NMR (400 MHz, CDCJ): 2.43 (s, 3H), 7.04 (d, 1H,= 8.0 Hz), 7.08 (d, 1H] = 8.0 Hz), 7.25 (s, 1H),
7.32(d, 2HJ = 7.6 Hz), 7.56 (t, 1H] = 7.6 Hz), 7.61 (d, 2H] = 7.6 Hz), 7.70 (t, 1H] = 7.6 Hz), 7.87 (d, 1H] = 8.4 Hz), 8.11 (d, 1H,
J = 6.8 Hz), 8.28 (s, 1H)]',3C NMR (100 MHz, CDdJ): 6 21.4, 121.6, 122.8, 126.3, 126.8, 127.1, 127.8,112129.4, 129.7, 130.1,
133.0, 138.3, 150.2; IR (KBr): 3015, 2969, 292167,61540, 1456, 1261, 815, 751tm

3-(4-Chlorophenyl)quinoline (1h’): *H NMR (400 MHz, CDCJ): 87.49 (d, 2H,J = 8.8 Hz), 7.58 (t, 1H] = 7.6 Hz), 7.62 (d, 2H] =
8.8 Hz), 7.70 — 7.75 (m, 1H), 7.87 (d, 1H7= 8.4 Hz), 8.13 (d, 1H) = 8.4 Hz), 8.27 (s, 1H), 9.12 (s, 1HfC NMR (100 MHz,
CDCl): 0127.5, 128.1, 128.2, 128.9, 129.4, 129.6, 12989,9, 133.5, 134.6, 136.5, 147.5, 149.6; IR (KBO52, 2925, 1604, 1512,
1231, 1161, 833, 752 ¢

3-(4-Fluorophenyl)quinoline (1i): *H NMR (400 MHz, CDCJ): 87.20 — 7.26 (m, 2H), 7.59 (t, 1H,= 7.6 Hz), 7.66 — 7.69 (m, 2H),
7.33 (t, 1H,J = 7.6 Hz), 7.88 (d, 1H] = 8.0 Hz), 8.14 (d, 1H] = 8.0 Hz), 8.27 (s, 1H), 9.14 (s, 1HJC NMR (100 MHz, CDG)): &
116.3, 116.5, 127.3, 128.0, 128.1, 128.2, 128.8,412128.5, 128.7, 134.3, 147.5, 149.9, 161.9,4t6R (KBr): 3048, 2925, 1604,
1512, 1341, 1231, 1161, 954, 910, 833, 785, 752 cm

1,2-dihydro-3-(2-methylprop-1-enyl)quinoline (1J): *H NMR (400 MHz, CDCJ): 51.75 (s, 3H), 1.77 (s, 3H), 3.46 (d, 2H= 7.2
Hz), 5.46 (t, 1H,) = 2.0 Hz), 6.96 (s, 1H), 7.12 (t, 1Bi= 6.8 Hz), 7.18 (t, 1H] = 6.8 Hz), 7.35 (d, 1H] = 8.0 Hz), 7.59 (d, 1H] = 8.0
Hz), 7.92 (brs, 1H)**C NMR (100 MHz, CDGJ): d 24.1, 25.7, 68.1, 111.0, 116.2, 119.0, 119.1, 1,2121.9, 123.0, 128.8, 131.9,
136.5; IR (KBr): 3414, 2962, 2925, 1716, 1455, 128779, 789, 740 cih



2-methyl-3-((E)-4-methylpenta-1,3-dienyl)quinoline(1k’): *H NMR (400 MHz, CDC}): 51.89 (s, 3H), 1.92 (s, 3H), 2.76 (s, 3H),
6.15 (d, 1HJ = 8.4 Hz), 6.68 (d, 1H] = 15.2 Hz), 7.02 (d, 1HI1 = 15.2 HzJ2 = 11.2 Hz), 7.46 (t, 1H] = 7.6 Hz), 7.61 (t, 1H) =
7.6 Hz), 7.77 (d, 1H) = 7.6 Hz), 7.97 (d, 1H] = 8.4 Hz), 8.15 (s, 1H)}*C NMR (100 MHz, CDCJ): 624.1, 26.5, 29.9, 125.5, 125.7,
126.1, 127.6, 127.65, 128.5, 129.0, 129.4, 13(B9,51 138.5, 146.9, 157.6; IR (KBr): 2961, 29245281725, 1685, 1617, 1490, 1461,
1377, 1261, 1101, 799, 752 ¢m

Ethyl 7-bromo-2-methylquinoline-3-carboxylate (3b’} *H NMR (400 MHz, CDCY): 51.46 (t, 3H,J = 7.2 Hz), 2.98 (s, 3H), 4.45 (q,
2H,J=7.2 Hz), 7.64 (d, 1H] = 8.8 Hz), 7.73 (d, 1H] = 8.8 Hz), 8.24 (s, 1H), 8.70 (s, 1HJC NMR (100 MHz, CDGJ): 514.5, 25.9,
61.7, 124.5, 124.6, 126.3, 129.8, 130.4, 131.3,8,.3819.3, 159.9, 166.5; IR (KBr): 2963, 2916, 172614, 1477, 1262, 1177, 1062,
803 cn-.

Ethyl 7-(trifluoromethyl)-2-methylquinoline-3-carbo xylate (4b’): *H NMR (400 MHz, CDCJ): 51.45 (t, 3H,J = 7.2 Hz), 2.98 (s,
3H), 4.44 (q, 2H,) = 7.2 hz), 7.67 (d, 1H] = 8.4 Hz), 7.95 (d, 1H) = 8.4 Hz), 8.32 (s, 1H), 8.72 (s, 1HFC NMR (100 MHz,
CDClg): 014.4, 25.8, 61.9, 122.2, 122.3, 122.35, 126.0,68,226.65, 127.4, 129.7, 139.5, 147.7, 160.1,288 (KBr): 2982, 2934,
2875, 1730, 1603, 1563, 1447, 1431, 1347, 132431281, 1130, 1058, 934, 819¢m

Ethyl 2,6-dimethylquinoline-3-carboxylate (5b’): *H NMR (400 MHz, CDC}): 1.42 (t, 3H,J = 7.2 Hz), 2.51 (s, 3H), 2.94 (s, 3H),
4.41 (q, 2HJ = 7.2 Hz), 7.58 (d, 1H] = 8.0 Hz), 7.59 (s, 1H), 7.90 (d, 1Bi= 8.4 hz), 8.62 (s, 1H}*C NMR (100 MHz, CDGJ): &
14.5, 21.7, 25.8, 61.5, 126.0, 127.4, 128.3, 12838,1, 136.6, 139.5, 147.4, 157.7, 166.9; IR (KB§77, 2915, 1720, 1594, 1566,
1277, 1239, 1215, 1069, 828, 778tm

Ethyl 2,5,7-trimethylquinoline-3-carboxylate (6b’): *H NMR (400 MHz, CDCJ): 51.45 (t, 3H,J = 7.2 Hz), 2.50 (s, 3H), 2.67 (s,
3H), 2.96 (s, 3H), 4.43 (q, 2H,= 7.2 Hz), 7.18 (s, 1H), 7.65 (s, 1H), 8.82 (s);1¥C NMR (100 MHz, CDGJ): 614.6, 18.6, 22.2,
25.9, 61.5, 122.7, 123.5, 126.0, 129.5, 135.4,4,3642.2, 149.5, 158.1, 167.2; IR (KBr): 2978, 292720, 1620, 1600, 1566, 1444,
1380, 1269, 1226, 1086, 1056, 857, 778'cm



Ethyl 2-methyl-1,5-naphthyridine-3-carboxylate(7b’): *H NMR (400 MHz, CDCJ): 81.41 (t, 3H,J = 7.2 Hz), 2.98 (s, 3H), 4.42 (q,
2H,J=7.2 Hz), 7.64 (dd, 1HI' = 8.4 Hz,J*= 4.0 Hz), 8.29 (d, 1H] = 8.4 Hz), 8.89 (s, 1H), 8.95 (d, 18= 3.6 Hz);"*C NMR (100
MHz, CDCk): 514.4, 25.6, 61.9, 126.1, 127.4, 136.5, 140.6, 14P48.6, 151.5, 159.7, 166.2; IR (KBr): 2982, 292825, 1588,
1472, 1263, 1204, 1125, 1065, 934, 832, 784.cm

Spectra
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Methyl 2-((2-iodophenylamino)methyl)acrylate (1a):*H NMR (400 MHz, CDC}))

ACQUISITION i1 n
sw 6410.3 in n
at 2.049 dp y
np 26264 hs nn
fb 4000 PROCESSING
bs 32 fn 6
13 2 DISPLAY
dl 1.000 sp -276.7
nt 8 wp 4690.7
ct rfl 3707.5
TRANSMITTER rfp 289%4.0
tn H1 rp -61.5
sfrq 399.732 1 0
tof 399.7 PLOT
tpwr 60 wc 240
6.600 sc 0
DECOUPLER vs 334
dn Ci3 th 1
dof 0 ai cdc ph
dm nnn
dmm c
dpwr 33
dmf 29412
H
N
| OMe
-
T T T ‘ T T T | T i 5 T T ] T T T T T i ; i l T 'I T T E T T
10 9 8 7 5 4 -0 ppm
L e Ly o L L Lt
.16 15.90 8.92 17.98
8.16 8.89 .98 25.05
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Methyl 2-((2-iodophenylamino)methyl)acrylate (1a):*H NMR (400 MHz, CDC}))

IRANSM1TTER wp 24509.1
th C18 rf1 9442.5
sfrq 100.528 rfp 71762.6
tof 1027.9 rp 82.4
tpwr 55 1p
4.150 PLOT »
DECOUPLER we 240 -
dn HL sc 0 )
dof 0 vs 73210 now
dm yyy th 8 2 il
dmm w ai cdc ph 2
dpwr 41 ~N
dmf 9648
Ll
(-]
H 9
N @
©j 2 E
[\Y]
OMe o ) oy
| g8 o % 2 2
(@] @ =l % <
- ©
o - 43
o
n
™~
-7
©w
o i}
n o [} ©
g ¥ :
. B ?
g g 8
- - (<]
| " JL 4 " e L L,
||7TT1!!}J§II!ll!\\\IIII]IJ\]IllT{llIl\l!ll!llFl]!l\\[II1I|I\1llll\I[llllll\<}\l|lI|411!flillT‘l!ll[Tl!l}f{\I|¢III|Ifl(]l1I

220 200 180 160 140 120 100 80 60 40 20 0 ppm
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Benzyl 3-(2-iodophenylamino)-2-methylenebutanoatel¢): *H NMR (400 MHz, CDCY)

ACQUISITION 11 n
] 6410.3 in n
at 2.049 dp y
np 26264 hs nn
fb 4000 PROCESSING
bs 32 fn 6 H
SS 2 DISPLAY
d1 1.000 sp -413.7 N
nt 16 wp 4830.8
ct 16 rfl 815.8

TRANSMITTER rfp 0 OBn
tn HL rp 53.7 |
sfrg 399.732 1p 0
tof 399.7 PLOT (@]
tpwr 60 wc 240

6.600 sc 0

DECOUPLER Vs 322
dn C13 th 1
dof 0 af cdc ph
dm nnn
dmm c
dpwr 33
dmf 29412

A -
T T T T I T T T T ‘ T T T T I T T T T ‘ T T T T I T T T [ T T T T ] T T T T { T T T
10 9 8 7 6 5 4 3
Wy Ly e !
4.73 5.54 5.54 11.02
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Benzyl 3-(2-iodophenylamino)-2-methylenebutanoatel ¢): **C NMR (100 MHz, CDG))

DECOUPLER we 240 0
dn H1 sc 0 o
dof 0 vs 20618 .
dm yyy th 18 b
dmm w al cdc ph - H
dpwr a1 N
dmf 9648
N
© o
0 OBn
v |
0 o
i ©
<
@ o
o
R °
-l g 0
K o N i
m es + e :
| e R 9 S
- - LQQ(D ~ U]
AT o
o © 0
Lg ©
o ale o
8 2 gl z
; N A
© e M n
C EIE °
-
] i . J

"'I"]"T!'r"l“y"l“l’!“\"|"'l'l‘"ll||w1f||{i|!||||||<|1||:\||yHl[x|4||»1\|;|z|rl|||\||1|!||||\|lv»||:|||Ullllillt|||i\{i!il;

200 180 160 140 120 100 80 60 40 20 0 ppm
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Methyl 3-(2-iodophenylamino)-2-methylenepentanoatéld): *H NMR (400 MHz, CDGJ)

SAMPLE SPECIAL
date Mar 14 2014 temp
solvent cdci3 gain not used
[} exp spin not used
ACOUISITION hst 0.008
sSw 6410.3 pw30 13.500
at 2.049 alfa 10.000
np 26264 FLAGS b
fh 4000 i1 n o
bs 4 in n H i
sS 2 dp y N
d1 1.000 hs nn
nt 32 PROCESSING
ct fn
TRAMSMITTER DISPLAY OMe
tn H1 sp -417.3 |
sfry 3§9.732 wp 4809.3
tof 393.7 rf1 809.9 O
tpwi §8 rfp 0
pw §.750 rp -60.8
DECOUPLER 1p i
dn Cci3 PLOT
dot 0 wc 240
dm nnn  sc 0
1imm C Vs 227
dpn 36 th 6 <+ o
“dm f 29412 ai cdc ph S~ o
R
lww
© I~ D
[BET i
n 0 =
-
o o n
e g
~ o - < -]
™ - 1 ~ o ©
AT PR
& "N e cw T “‘J
L AN g
o
-
- - - r
B -4 P -
s id LU_ l JU A JU
" R T T T ‘ T T T T | T T T L T T ‘ T T T { T T T ‘ T T T T ] : R T "T""l T T T 1 1 1 r T I | T T T T I
10 9 8 7 6 5 4 3 2 i, -0 ppm
- o gl L el o ek el
5.58 12.14 6.45 6. 6.52 16.883
6.07 6.4 6.27 18.01 7.29
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Methyl 3-(2-iodophenylamino)-2-methylenepentanoatéld): *C NMR (100 MHz, CDGJ)

a1 cuc o pn
n
<
™
o ~
<
" ", ?q') ~
- . o ~ ' »
i °© © ©
o 0 N N ")
o p n o ) "
- - T e © ©
n o n p
H » K
N © < N _©
© [ r\?}vx
n ¢ o
OMe J o '
| n o »
o ;
N
in
©
(Y]
1}
)
N e
©
3 e >
N 0
‘ - :
~ in
‘D w
-

WWMWWMMMWWW memwm

I!\‘lI\[|l|l|||Il\]{llil(lli|6¥|1[(l\\[I!IIIIW\!]IIIIT\\\\I\IFIII\\!]lll|I1|b|]ltl\|\l|l|lll\|\\l||1|E\'I[l|}\\l¢}l'\ll|\ll

2210 200 1810 160 140 120 100 80 60 40 20 0 ppm
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4-(2-iodophenylamino)-3-methylenepentan-2-one (1€} NMR (400 MHz, CDCJ)

fb 1000 PROCESSING
bs 82 fn 65536
5§ DISPLAY
a1 1.000 sp -104.9
nt 16 wp 4181.7
tt 16 rfil 806.8
[UVISMITTER rfp 0
tn HL rp -26.7 H
st 389.732 1p 0 N
tol =99.7 PLOT
(4 60 wc 24
pw 6.600 sc 0
3 JUPLER Vs 168 |
tn C13 th 1
o 0 &i cdc ph ()
i nnn
thn t
thpe 33
thn | ©9412
-
— Mol \...LHJL . |
T [“‘ S TTTTTTT I T T 1 T 1 T T T T I T T T T [ T T T T I T T T ‘ T T T T l T T T T l T
0 4 8 7 ] 5 4 2 1 ppm
b Ll I S Eayed Ll Gl
6.02 8.44 5.83 14.88 21.65
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4-(2-iodophenylamino)-3-methylenepentan-2-one (1€'C NMR (100 MHz, CDG))

CAMFPLE SPECIAL
flar 19 2012 temp not used
Iver b cdeld3 gain 30
,rome, gallosve spin not used
late auto_2+ hst 0.008
18yt 201203~ pwi0 8.300
‘02, Carbon_~ alfa 10.000
01.fid FLAGS s
Wil 11SITICN il n <+ o
swW 2¢509.8 in n i
at 1.300 dp Y ~ ol o
np 63750 hs nn bt
b 17000 PRICESSING e
bs 64 1b 0.50 g
d1 1.000 fn not used
nt 5000 prspeLay
ct 5000 sp ~1700.2
reo ) SMINTER wp 24509 .1
tn C13 rfl 1700.9
sf 1606.523 rfp 0
1o 1027.9 rp 144.1
Lo 55 1p 0
0% 4,150 PLOT
JUFPH ER we 240
in H1 sc¢ 0 H
o 0 vs 76214 N
lm yyy th 7
tlm w &i cd: ph
" 41
lin 9648
|
O
o
~
.;XQC:
NE%
Ly o
N o
o oo ™ o wn [u]
™ e . K - w
- 8 © =
3 o - 3 P
- 5 ) ®
- v i <«
o~ <
-l
© a
o ~ o~
o <~{ B
o o i
= 3 ®
|
|
|
T P > ey T | Y > . ki epi . " L .
IR U M I N LN I I 2 N R I I I e e s (R I U A A I e i e A e i
2 200 180 160 140 120 100 80 60 40 20 { ppm
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2-lodo-N-(2-phenylallyl)benzenamine (1f)*H NMR (400 MHz, CDC}))

TRANSMITTER rfp 2894.0
tn rp -67.1
sfrq 399.732 1p 0
tof 399.7 PLOT
tpwr 60 we 240
W 6.600 sc 0 H
DECOUPLER vs 1012 N
dn C13 th 1
dof 0 ai cdc ph
dm nnn |
dmm c
dpwr 33
dmf 29412
-
b r
4 i 4
Iy L ¥ o M
T T T T | T T T il ; T I [ T T T T T T T T T T I T T T T ‘ r*r T 1 T 1
10 8 7 o 4 2 = ppm
Ll Yy oy wien Ll Lpd
6.2120.29 7.07 7.82 6.96
13.56.32 6.93 7.89 15.95
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2-lodo-N-(2-phenylallyl)benzenamine (1f)**C NMR (100 MHz, CDGJ)

DECOUPLER rfp 7762.6
dn H1 rp 87.2
dof 0 1p ©®©
dm yyYy PLOT ~ %
dnm WoWe 240 L
dpwr 41 sc 0 0 0
dmf 9648 s 32886 N
th 3 | |
ai cdc ph

ZT

L

128.748

o e
LI
no
N o
A Bt
-o
n :
! e .
LI NN Y
oo o © ™
o & v
)] mh =) (V]
1 o o m
W i o )
- 0 =
b <
B

139.428

147 . 085
144.108
85.557

PSP UTVRSFOHPPRFOD 1 M WJMMWWWM T ST S F—

”\‘IV']'TT"]”TT"f“l|||I!I(‘Tr[lil\llllW]IIIT[IKII|IIIWI\IF1[IV\I‘T\\I]llil!l\ll|r1\l|llll‘l|l?||1[I|IIIIJI\\F]III\[1T1IT

200 180 160 140 120 100 80 60 40 20 0 ppm
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2-lodo-N-(2-p-tolylallyl)benzenamine (1g)H NMR (400 MHz, CDCJ)

ACQUISITION hst 0.008
sW 6410.3 pw90 13.200
at 2.049 alfa 10.000
np 26264 FLAGS
fb 4000 i1 n H
bs 4 in n N
SS 2 dp y
dl 1.000 hs nn
nt 32 PROCESSING
ct 32 fn 65536
TRANSMITTER DISPLAY |
tn HL sp -425.7
sfrq 399.732 wp 4816.3
tof 399.7 rf1l 807.0 Me
tpwr 60 rfp 0
6.600 rp -63.8
DECOUPLER Tp 0
dn c13 PLOT
dof 0 wc 240
dm nnn - sc 0
dmm c vs 347
dpwr 33 th 10
dmf 28412 ai cdc ph
4 b (. 4 -
LJL Lw‘)L . JUL L JL JJ "
5 “[—""\ T T T T T T T T T T ’ T T T T T T T T } T T [ T T T T T T T T | T T T } T T ™ I"’_"'fl i S G i "“[“ﬁ‘r" S i F"“l’
11 10 9 8 7 6 5 4 3 2 1 -0 ppm

L T o byt L bl i Lt
5.30 16.77 6.00 6.82 13.69%
. 12.28 6.20 6.78 6.04
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2-lodo-N-(2-p-tolylallyl)benzenamine (1g)*C NMR (100 MHz, CDG))

DECOUPLER rfp 7762.6
dn H1 rp 93.5
dof 0 1p
dm yyy PLOT
dmm W wWC 240
dpwr 41 sc 0
dmf 9648 vs 16671
th 4 H
ai cdc ph N
: @
-
<
o |
p
Me
o
-
4]
o
o (-]
& 262
wn n
- o gg’ ,\h_'g
; g "_"f ~ N
- L o
% an
-
© o
o 5 N s
o < ® n:: 4 b
o b = ® o
N o bt

147 .130
143.818

85.527

WWMNM«%WMWMMMMWWM

7|l||l‘\IFW|II\I[I}Il}|l¥\]l!\\]!ll|]\\FI||\I|!IIJ|]\?lllleI]\rl\lllllllll'I‘}KIT|\IF|[|1|![¥IIII1}1l|
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N-(2-(4-chlorophenyl)allyl)-2-iodobenzenamine (1h)*H NMR (400 MHz, CDCJ)

TRANSMITTER rfp 2894.0
tn H1 rp -61.2
sfro 399.732 1p
tof 399.7 pLOT
tpwr 60 we 240
W .600 sc 0

DECOUPLER Vs 299

dn C13 th 2
dof 0 ai cdc ph
dm nnn

ZT

dmm o
dpwr 33 .
dmf 29412
|

Cl

K T I T T T T [ T T T T 1 T T T 1 l T T T T ! T T i T 1 T T T T | T T T T | T T T T T T T T T ! T T T T r i T
10 9 8 7 b 5 4 3 2 1 ppm
I e i bl
6.46 14.63 7.52 8.41 . 7.38

14.8329 7.41 "8.54 17.04
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N-(2-(4-chlorophenyl)allyl)-2-iodobenzenamine (1h)**C NMR (100 MHz, CDGJ)

np 63750 hs
fh 17000 PROCESSING S
bs 64 1b . in
a1 1.000 fn not used ~o N~
nt 15000 DISPLAY ~ o =
ct 15000 sp -1678.5 A
TRANSMITTER wp 24509.1 T E
tn C13 rfl 9441.7
sfrq 100.523 rfp 7762.6
tof 1027.9 rp 85.4
tpwr 55 1p 0
4.150 PLOT =
DECOUPLER we 240 ©
in H1 sc 0 ~
dof 0 vs 79017 o &
dm yyy th B -
dmm w ai cdc ph o
dpwr 41 °
dmf 9648 o
-]
[
o
i
o
-
L
H NREZ "
N m,\'q’"‘ o
™ 0 ™ L)
- < : o
(-] -
L ] R
| o 8 :
o
S g
Cl N
w
o~
-
- M
o3
. <
(- o
T ©
51 n
(=]

b

ﬁITTl>\[ll||||||1[l|t|I|||1[¥1ET{||r‘l|\\|(||||1||1!}[ltll]!ti\tll!»|hl|1}||)t]>\ll|ll|l[11l|]||||\4'\|]||1|}\||11r|0411l}
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N-(2-(4-fluorophenyl)allyl)-2-iodobenzenamine (1i)*H NMR (400 MHz, CDC}))

SAMPLE SPECIAL
date Mar 28 2014 temp 26.0
solvent cdc13 gain not used
file /home/gallo/v~ spin not used
nmrsys /datasauto_2~ hst 0.008
014.01.14/5_201403~ pw3D 13.200
28_BM-2902/Proton_~ alfa 10.000
01.fid FLAGS
ACOQUISITION il n
sW 6410.3 in n H
at 2.049 dp y
np 26264 hs N
fh 4000 PROCESSING
bs 32 fn 65536
5§ 2 DISPLAY
d1 1.000 sp -437.8
nt 32 wp 4854.6 |
ct 32 rf 823.0
TRANSMITTER rfp 0
tn H1 rp -58.3 F
sfry 289.7532 1p
tof 389.7 PLOT
tpwr 60 wc 240
6.600 sc 0
DECOUPLER Vs 408
n Ci13 th i3
dof 0 ai ecdc ph
clin nnn
dmm c
cpwr 33
dmf 29412
U L
1 ! ' T ‘rj" T TF T T T T T 1 T T T T | T T T T F T T T T l T T T T T T T T ‘ T T T
10 9 8 7 6 5 4 3
Wby Lty i o

6.56 7.58 7.69 8.41 7.58
14.9914.383 7.386 8.43 17.10
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N-(2-(4-fluorophenyl)allyl)-2-iodobenzenamine (1i)**C NMR (100 MHz, CDGJ)

TRANSMITTER b 0.50
tn C18 fn not used
sfrq 100.523 DISPLAY -
tof 1027.9 sp -1685.2 22
tpwr 55 wp 24509.1 - NTw_ o
4.150 1 9448.5 o 10 el o
DECOUPLER rfp 7762.6 i e
dn HL rp 94.3 el
dof 0 1p 0 L N "Tesd
dn yyy PLOT | 1]
dmm W wC 240 o ) o
dpwr 41 sc 0 o~ b
dmf 9648 s 34402 il .
th 8 e ®
ai cdc ph o tm
™ I
L o
-
Y ;
N
|
e o
F 53
by
o ¥ ©
Ll
e 3
® e 3 o o
2 = 2
4 N :
g2 g 8
el iR
. i)
! ul
w
-
" o " " " wviet WWJW“J P P ’ , n gt

llr][l\\|\lllllli)|¥ll\|ll|l‘\II\‘lll\|t>l|l\1l1[l[\1‘\III}I!IIIllll]{lir’\\i‘[!\(\‘1ril]ll}It{lI7|11\1‘llll]‘l[lr]$ll1)l\!

229 200 180 160 140 120 100 80 60 40 20 0 ppm
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2-lodo-N-(4-methyl-2-methylenepent-3-enyl)benzename (1j): *H NMR (400 MHz, CDCJ)

ACQUISITION hst 0.008
sw 6410.3 pwio 13.500
at 2.049 alfa 10.000
np 26264 FLAGS
fh 4000 i1 n
bs 4 in n
SS 2 dp y
di 1.000 hs nn
nt 32 PROCESSING
ct fn 6
TRANSMITTER DISPLAY
tn sp ~-455.0
sfrq 399.732 wp 4900.0 H
tof 899.7 rfi 809.9 N
tpwr 58 rfp 0
6.750 rp ~61.6
DECOUPLER 1p 0
dn c13 PLOT =
dof 0 we 240 |
dm nnn - sc 0
dmm C Vs 369
dpwr 36 th 9
dmf 29412 ai cdc ph
i :
J L A_JL l QE
E T T T T [ T T T ] T T T T ’ T T ] T T I T ¥ T I 3 T T T l T T ¥ 1 T T T T | T T T T | T T T T t T T T T ’
11 10 9 8 7 6 5 4 3 2 1 -0 ppm
L e L g ! L
29 5.84 5.20 6.14 12.49
5.74 5.64 5.87 5.2 34.61
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2-lodo-N-(4-methyl-2-methylenepent-3-enyl)benzename (1j): **C NMR (100 MHz, CDG))

H
N

BPUR

147 .286

138.083

142 . 397
187 .-679

129.523

123 : 5892

118.807

113.851

111 .268

85.520

49 .926

26 .887
19.855

MRS G I =

I o I i T
| ] | \\W\J\I“IDIIIHI|IIH‘11l\“|\ifl“1|II\”IIII]HiR‘IHl[\llW\Il?|H1I|¥FH1I?!WiIII|H!\1[IH\
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60 40 20 0 ppm
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2-lodo-N-((E)-7-methyl-3-methyleneocta-4,6-dien-2i}benzenamine (1k):*H NMR (400 MHz, CDC})

ACQUISITION il n
SW 6410.3 in n
at 2.049 dp y
np 26264 hs nn
fb 4000 PROCESSING
bs 32 fn 65536
$S 2 DISPLAY
di 1.000 sp ~161.0
nt 32 wp 4259.0
ct 32 rf1 3709.8
TRANSMITTER rfp 2894.0
tn H1 rp -44.9
sfrq 399,782 1p 0
tof 399.7 PLOT
tpwr 60 wc 240 H
6.600 sc 0 N
DECOUPLER 'S 1374
4 C13 t? 38
of 0 a cdc  ph
dm nnn NF
dmm c I
dpwr 33
dmf 29412
UL’\M/M‘Q_V ‘JJ U\;
T | T T T T T T T !' T T T T l T T T T l T T T ! T X T T ‘ T T T T | T T T T F T T T
10 9 8 7 6 5 4 3 2
Ly b e o Lo I L
4.43 4.92 5.08 4 5.84 13.3014.57

55 i
4.77 10.71  5.44 4.88 6.00 15.48
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2-lodo-N-((E)-7-methyl-3-methyleneocta-4,6-dien-2ibenzenamine (1k):*C NMR (100 MHz, CDG))

DECOUPLER we 240
dn HL sc 0 -
dof 0 vs 52953 n 9
gm yyy t|11 _— 6 m.:m
nm w al cdc p ~NOY
dpwr 41 AR
dmf 9648 L’;
H
N
©: N
©
a
o
y gL, I3
e vgﬁ ou
o oan’ 0 o T »
U} @ NN, ] g @
b Y : o , 0
s ¢ o i ©
83 noo- J : e NN
o °, a 2] :
Se & b : 2
3 ! 3

85.461
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Ethyl 3-(2,5-dibromophenylamino)-2-methylenebutanote (3b): *H NMR (400 MHz, CDC})

TRANSHITTER rfp 0
tn HL rp 133.9
sfry 399.782 1p
tof 389.7 PLOT
tpwr 60 we 240
w 6.600 sc 0
DECOUPLER 'N 392
dn C13 th 1
dof 0 ai cdc ph
dm nhn
dmm &
dpwr 33
amf 29412
T Y T T T I
10 9 8

¥
6.31

e
§.13
5.72 6.65

L L
6.81
6.55 13.09



31

Ethyl 3-(2,5-dibromophenylamino)-2-methylenebutanote (3b): **C NMR (100 MHz, CDG))

O |y
PmO o (=]
oo g woh N
T €84 nonv ™~
T 1
N N )
H ' H,.“-(: N o
Br N Me g ~~ n N
~
\O\/ 1 L -
OEt .0
) ”
Br 8
o) -

61.178

166 .322
141 .578
108.403
1.228

144 .8674

e —————v——— o i insbrosonasnt s s mesiers s s

T e i
| 1I|II\\|HII[HHII]YF[I(li'l!{![lﬂ\!lill[l[llllill]1H\I)IIIIII\[|I||1\IIII|IHJ|Ill)lllil]llll!\l\I[IIII'H[I[!TT
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Ethyl 3-(2-bromo-5-(trifluoromethyl)phenylamino)-2- methylenebutanoate (4b)*H NMR (400 MHz, CDCJ)

32

ACQUISITION il n

s 6410.3 in n

at 2.049 dp y

np 26264 hs nn

fb 4000 PROCESSING

bs 32 fn 65536

5] 2 DISPLAY

d1 1.000 sp -415.9

nt 8 wp 4838.6

ct rfl 3706.9

TRANSMITTER rfp 2894.0

tn H1L rp -60.2

sfrq 389.732 1p 0

tof 399.7 PLOT H

tpwr 50 wc 240

W 6.600 sc 0 FsC N Me

q DECOUPLER Vs 1242

n C13 th 19

dof 0 al cdc ph OEt

dm nnn Br

dmm c

dpwr 33 (@)

dmf 29412

]
T T T T ‘ T T T T T T T ' T T T T | T ' T T T | T I T 1 T T I I T T
10 9 8 7 6 5 4 3 1 -0 ppm

e W o b P
4.79 4.77 .93 4.55 9.17 14.86
4.43 .90 4.91 5.26 17.45
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Ethyl 3-(2-bromo-5-(trifluoromethyl)phenylamino)-2- methylenebutanoate (4b)**C NMR (100 MHz, CDGJ)

date Jul 17 2014 temp 26.0
solvent cdcl13 gain 30
file shome/gallo/v~ spin not used
nmrsys/data/auto_2~ hst 0.008
014.01.14/s_201407~ pwilo0 8.300
17_BM-7502 /Carbon_~ alfa 10.000
s 01.fid FLAGS = 53 <
ACQUISITIgg i1 n seRS. &
sw 24509.8 in n y 3
at 1.300 dp g el 9
np 63750 hs nn
fb 17000 PROCESSING L )
bs 64 1b 0.50
di 1.000 fn not used
nt 14000 DISPLAY
ct 14000 sp ~786.1
TRANSMITTER wp 22634.6
tn C13 rf1 9441.0
sfrq 100.523 rfp 7762.6 H
tof 1027.9 rp 90.2 FsC N Me
tpwr 55 1p 0 3
4.150 PLOT
DECOUPLER we 2490
dn H1 sc 0 OEt
dof 0 vs 204319 Br
dm yyy th 7
dmm w ai cdc ph O
dpwr 41
dmf 9648
o B WO
RN
RO S PV
MmN ™
i Kl" ot S w §
L —43 -
o) w o~
o .
w o
© o o
” “ln’ ~ e
=3 wn el
- = w J
~ A © )
-3 (]
i i

\ll]llkl]ll(llll\|ITI’I|'I|I!IIIll]\Il1]IIII]!IVI|I!>I‘\IVllll#lI|Yl1||l4|||l|141i|ll|ll\l'tl!lflilElI(ll]lP!!}lll
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Ethyl 3-(2-iodo-4-methylphenylamino)-2-methylenebunoate (5b):'H NMR (400 MHz, CDGJ)

ACQUISITION i1 n
swW 6410.3 in n
at 2.049 dp y
np 26264 hs nn
fb 4000 PROCESSING
bs 32 fn 65536
3 2 DISPLAY
d1 1.000 sp =435.1
nt 32 wp 5024.6
Gt rfi1 3709.6
TRANSMITTER rfp 2894.0
tn HL rp 149.3
sfrq 399,732 1p 0 H
tof 3998.7 PLOT N Me
tpwr 60 wc 240
6.600 sc 0
DECOUPLER vs 368
dn C13 th 0 OEt
dof 0 ai cdc ph Me |
dm nnn
dmm c (@)
dpwr 33
dmf 29412
f
L. LA_/L JLA A_JLJM W
T | T { R Raau ) I T T LI T T T > 3 T T T T T I T T T T T T T T T T T T T =
11 10 9 7 6 5 4 2 =0 ppm
Ly L s L e Yy \xf
4.89 5.50 5.80 16.35 .34
5.47 5.78 5.66 16.71 16.54
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Ethyl 3-(2-iodo-4-methylphenylamino)-2-methylenebuanoate (5b):**C NMR (100 MHz, CDGJ)

DECOUPLER e 240
dn HL sc 0
dof 0 vs 31563
dm yyy th i H
dmm W oal cdc ph N Me
dpwr 41
dmf 9648 OEt
Me |
o
V] g [}
a " 5
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V) w.‘f
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©n < n
H: ° N
o o © 4 N
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N o] n o L
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Ethyl 3-(2-iodo-3,5-dimethylphenylamino)-2-methyleebutanoate (6b):'H NMR (400 MHz, CDC})

36

ACQUISITION i1 n
sw 6410.3 in n
at 2.049 dp Yy
np 26264 hs nn
fb 4000 PROCESSING
bs 32 fn
ss 2 DISPLAY
di 1.000 sp -427.5
nt 32 wp 4873.8
ct 32 rf1 3708.3

TRANSMITTER rfp 2894.0
tn H1 rp 147.8
sfrq 898.782 1p 0
tof 398.7 PLOT
tpwr 60 wc 40
pw 6.600 sc 0

DECQUPLER vs 556
n C13 th 0
dof ai cdc ph
dm nnn
dmm c
dpwr 33 H
dmf 29412

Me N Me
OEt
Me O
L MU
_t—r‘ T T T ! i I T T T T ’ T B T T ’ T T T T T T T T ) | T | 2R o i T |
1 10 9 8 6 5 2 -0 ppm
I W L e i i !
.41 4.69 4.339.55 15.63 14.94
.04 4.84 4.94 16.29 15.24



Ethyl 3-(2-iodo-3,5-dimethylphenylamino)-2-methyleebutanoate (6b):**C NMR (100 MHz, CDGJ)

37
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Ethyl 3-(2-bromopyridin-3-ylamino)-2-methylenebutanoate (7b): *H NMR (400 MHz, CDCJ)

SAMPLE SPECIAL
g Sep 2 2014 temp 6.0
vent cdc13 gain not used
e /home/gallo/v~ spin not used
sys/datasauto_2~ hst 0.008
.01.14/5_201409~ pw90 13.200
2BM-801/Proton_~ alfa 10.000
01.fid FLAGS
ACQUISITION il n
6410.3 in n
2.049 dp Y
26264 hs nn
4000 PROCESSING
32 fn 6 H
2 DISPLAY
1.000 sp -395.2 AN N Me
32 wp 4840.4
rfil 774.1
TRANSMITTER rfp 0 pz OEt
H1 rp -62.2 Br
1 389.732 1p 0
398.7 PLOT O
- 60 wc 240
6.600 sc 0
DECOUPLER vs 224
C13 th 12
0 ai cdc ph
nnn
c
‘ 38
29412
- 3 I
-
J L_)LAM_J Lk ‘,__JHJ U - ,,‘AA,JL
T T ’ T T | T T T ‘ T T ! T T T T T T T T ’ —r T T T T T T J T
10 9 8 7 4 3 2 -0 ppm
o o o B L L ity
5.86 5 .94 6.76 21.05
.37 87 6.43 13.27 19.91
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Ethyl 3-(2-bromopyridin-3-ylamino)-2-methylenebutaroate (7b): **C NMR (100 MHz, CDGJ)

ACQUISITION il n
sw 24509.8 in n
at 1.300 dp y
np 63750 hs nn
b 17000 PROCESSING
bs 64 1b .
dl 1.000 fn not used
nt 8000 DISPLAY
ct 8000 sp -1694.2 H
TRANSHITTER wp 24508.1 N Me
tn c13 rfl 9457.5 X
sfrq 100.523 rfp 7762.6 ne |
tof 1027.9 rp 81.9 ~ o % _ OEt
tpwr 55 1p 0 o~ n N B
4.150 PLOT 5 " r
DECOUPLER we ol N o o)
dn HL sc 0 B P
dof 0 vs 12334 . @ &
dm yyy th 6 e =
dmm w ai cdc ph “ o L -
dpwr 41 - @
dmf 9648 S
<
-
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b o
s P4
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exp2 Proton
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Methyl quinoline-3-carboxylate (1a’): *H NMR (400 MHz, CDC}))

SAMPLE SPECIAL
date Feb 23 2012 temp not used
solvent cdc13 gain not used
file /homesgallo/v~ spin not used
nmrsys/datasauto_2~ hst 0.008
012.02.09/5_201202~ pw90 13.200
23_MS-11901/Proton~ alfa 10.000
_01.fid FLAGS
ACQUISITION il n
sw 6410.3 in n
at 2.049 dp v
np 26264 hs nn
fb 4000 PROCESSING
bs 32 fn 6
ss 2 DISPLAY
dl 1.000 sp -415.1
nt 32 wp 4916.3
ct 32 rf1l 804.2
TRANSMITTER rfp 0
tn H1 rp -24.7
sfrq 399.732 1p
tof 399.7 PLOT
tpwr 60 wc 40
pw 6.600 sc 0
DECOUPLER vs 116
n t? N 1
dof a cdc p
dm nnn N
dmm c N
dpwr 33
dmf 29412
5z OMe
s
T T T T T ‘ T T T T T T T T T T T T T T | T T T T —| T
11 10 9 8 4 -0 ppm
B S
10.38 11.160.76 35.49



SAMPLE
date Feb 23 2012
solvent cdec13
file shome/gallo/v~
nmrsys /datasauto_2~
012.02.09/s_201202~

23_M8-11902 /Carbon~
_01.fid
ACQUISITION
sw 24509.8
at 1.300
np 63750
fh 17000
bs 64
di 1.000
nt 5000
ct 5000
TRANSMITTER
tn C13
sfrq 100.523
tof 1027.9
tpwr 55
4.150
DECOUPLER

n H1
dof 0
dm yyy
dmm W
dpwr 41
dmf 9648

temp
gain
spin
hst

pw90
alfa

SPECIAL
not used
30

PROCESSING
0.50
not used

DISPLAY

-1677.7
24508.1
9441.0
7762.6
152.8
0

PLOT
240

0
82599
q
cdc ph

166.099

41

Methyl quinoline-3-carboxylate (1a’): **C NMR (100 MHz, CDGJ)

77.550
77.431
\..77.230

/

= OMe

132.105

128.716
129.344
127.685

—

—150.240

139.041

127.060

150,062
123.205

76.917

| | Sk J

52.732

1,235

“-0.209

I

el T

l\|’(l|\[l\rlilill[llll]r|l|]lllr‘IKIV|\IIIillvlj?lll'l\I[|V|l>]|il||lll1j.Ilvillll[ll!l|lll}|\||t\ll\l{lllr|ll\||llvt|1vT

220 200 180 160 140 120 100 80 60 40 20 0 ppm



expl Proton
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Ethyl 2-methylquinoline-3-carboxylate (1b’, 2b*): *H NMR (400 MHz, CDC})

SAMPLE SPECIAL
date Mar 12 2012 temp not used
solvent cdec13 gain not used
file shome, gallo/v~ spin not used
nmi sys ‘datesauto_2~ hst 0.008
017 .05.08/8_201203~ pwi0 13.200
12_4C-0701,Froton_~ alfa 10.000
01.fid FLAGS
ACUUISITION i1 n
sw 6410.3 in n
at 2.049 dp \%
np 26264 hs nn
fb 4000 PROCESSING
bs 22 #fn
ss 2 DISPLAY
d1 1.000 sp -51.4
nt 32 wp 4102 .1
ct 32 rfil 804.0
FRAMSMITTER rfp 0
tn rp -25.8
sfrqg 368,732 1p 0 N\ Me
tof H99.7 PLOT
tpur 60 wc 240
P §.600 sc 0 = OEt
0E TJUPLER vs 216
tn t? 0
o | a cdi:  ph
thin nnn ()
thinin ¢
dApts 38
am | 29412
e i AN e e b | S— | ,JJL_H .1 il 44JULL
T T ‘["‘l"“[“””l""" ""‘r T T T | T T T T } T T T e I T ™ T T [ T T T T | T T ¥ T [ T T T !
9 8 7 ) 3 4 3 1 ppm
o — 5 o
8.00 7.79 22.97
7.297.72 15.10 24.35
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Ethyl 2-methylquinoline-3-carboxylate (1b’, 2b’): *C NMR (100 MHz, CDG)

SITICN 1, n
swW ©€509.8 in n
at 1.300 dp y
np Wi750 hs nn
Th 17000 PRI CESSEING
bs 64 b .50
] 1.000 ftn not used
1t 5000 DI SPLAY
ot 5000 sp -1608.4
[ MIYIER wp 24509 .1
tr +¥8 rf1 1710.2 Yoy
5 f 1£)1.528 rfp 0 Yo
Lo 1327.8 rp 11L.8 mggg
Lp 55 1p 0 ~ b
pw 1.150 pLOT e e,
UPIER we 240 L Ch
dn H1 sc 0 e )
o 0 vs 52292
dm yyy ih 4
I w o ai cd: ph N\ Me
Ay 41
In 4648
P OEt
(0]
By
-l 0
" w
I
o
™) 00
»-&N;
- W
2.
L «
g o
o m
o 7 © 4
2 L || g &
W e . w o
~ow - B —
& © 3 w " - o~ R
A © Ha S
Q_ - g PE] =
= a v J
-
P e vkl Vi o b e 4 v L[- ’ p—r, O » o o Ly "
T 7rlA>—rT—|_\"1'1_—'|—F_' T—T-l-'l—l—\"r_r-f_m‘f-r_ri_l_["r—r‘r‘ \\Ilill]III']TTTAIl]l!dl}ll!|]7|l1|'\iv\ \||||‘\\|||l‘l“]"r‘T’T"[‘T‘F’I‘T‘"’I‘T_!‘Tj‘r’r"r‘
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Benzyl 2-methylquinoline-3-carboxylate (1c’):*H NMR (400 MHz, CDCY)

ACQUISITION il n
sw 6410.3 in n
at 2.04% dp y
np 26264 hs
fh 4000 PROCESSING
bs 32 fn 65536
ss 2 DISPLAY N Me
dl 1.000 sp -432.4 N
nt 32 wp 4895.3
ct 32 rf1l 3706.9
TRANSMITTER rfp 2894.0 = OBn
tn Hl rp 125.1
sfrq 3%9.732 1p 0 0]
tof 399.7 PLOT
tpwr 60 wc 240
6.600 sc 0
DECOUPLER Vs 219
dn C13 th 1
dof 0 ai cdc ph
dm nnn
dmm (i
dpwr 33
dmf 29412
JL Wb ,.,«,__4__1}\._ 1 ok jL_,u__
I T T T T | T T T T —I' T T T T ! T T T T [ T T T T [ T T T T I T T T T [ T T  § T I T
11 10 9 8 7 6 5 4 3
o Wb L
5.95 6.8020.78 14.22

5.8%6.6918.65 21.04
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Benzyl 2-methylquinoline-3-carboxylate (1c’):**C NMR (100 MHz, CDGJ)

SAMPLE SPECIAL
date Sep 19 2012 temp not used
solvent cdcli3 gain 30
file /home/gallo/v~ spin not used
nmrsys/data/auto_2~ hst 0.008
012.06.09/s_201209~ pw90 8.300
19_T8-0202/Carbon_~ alfa 10.000
01.fid FLAGS Qe
ACQUISITION i n b N &
swW 24509.8 in n :
at 1.300 dp y ~k e
np 63750 hs nn [
fb 17000 PROCESSING ~
bs - 64 1b 0.50
d1 1.000 fn not used
nt 5000 DISPLAY
ot 5000 sp -1075.6
TRANSMITTER wp 22258 .4 a N Me
tn c13 rf1 9442.5 Ne N
sfrq 100.523 rfp 7762.6 o5
tof 1027.9 rp 167.3 -
tpwr 55 1p 0 o |G = OBn
4.150 PLOT oI Ld -
DECOUPLER we 240 o 2
n H1 sc 0 ~ @ (@]
dof 0 vs 90331 - =
dm yyy th 12
dmm w ai cdc ph
dpwr 41
dmf 9648
o
282
o e o
oM (] ~d o
g & =
L8 K
w
~
00
=
wn
o
<
-
-
™
o
-

123.696

166.486

158.769
148.9308

‘ e Te—— \dimprpion v 4 “J s ; e — “JJ‘
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Methyl 2-ethylquinoline-3-carboxylate (1d’): *H NMR (400 MHz, CDC})
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Methyl 2-ethylquinoline-3-carboxylate (1d’): **C NMR (100 MHz, CDGJ)

TRANSMITTER b 0.50
tn C13 fn not used
sfryg 100.523 DISPLAY
tof 1027.9 sp -1680.7
tpwr 55 wp 24509.1
4.150 rfl 9444.0
DECOUPLER rfp 7762.6
dn H1 rp 86.5 s
dof 0 1p ~o o
dm yyy PLOT - 0
dmm W we 240 NN o
dpwr 4 sc 0 T -
dmf 9648 vs 63206 4 o @
th 10 % AP
1 w . ~
ai cdc ph o . ”:J
pa
i . o
@ o ] "
! o :
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N Et
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_ OMe
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1-(2-methylquinolin-3-yl)ethanone (1e’):*H NMR (400 MHz, CDGJ)

vJvov
DISPLAY

48

" TRANSHITTER
tn HL sp =462.1
sfry 389.732 wp 4906.3
tof 398.7 rfi 815.2
tpwr 60 rfp 0
6.600 rp ~§8.7
DECOUPLER 1p
dn C13 PLOT
dof 0 wc 240
dm nnn  sc 0
dmm C Vs 279
dpwr 33 th 9
dmf 29412 ai cdc ph
Me
N
(e}
f
1A JLL
| T T T T | T T T T T T | T T T T [ T T ] T T [ T l
11 10 9 8 7 5 3 =0 ppm
W L
8.91 9.269.40 27.07
8.20.06 28.08
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1-(2-methylquinolin-3-yl)ethanone (1e’):**C NMR (100 MHz, CDG))

DECOUPLER  rép 7763.5
dn HL rp 96.4
dof 0 Ip 0
dm yyy PLOT
timm W We 240
dpwr 41 sc 0 °
dnf 9648 s 38568 -
th 10 ‘NN
ai cdc ph NN @
N
~
m
~
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L
L Sk
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3-Phenylquinoline (1f): *H NMR (400 MHz, CDC})

DECUUPLER 'Y 529
dn C13 th 8
dof 0 ai cdc ph
tm nnn
dmm ¢
dpwr 33
dmf 29412

N
N
L
Ph
. L‘U‘A n_mikr J;
ITET’iIl\]I\JI|}1!!‘[||T'['ll|l]ll[l|l¥lllTlIi]IIT'ITll1I|III)T!III]ITI\jIFIl|TrTl[
12 10 8 b 4 2 ol ppm
y WY
8.18 9.60620677

8.188.68 B59



51

3-Phenylquinoline (1f): **C NMR (100 MHz, CDGJ)

_02.fid FLAGS nenowo odpo r
w Acuuzsxrmw s I n pugpa g sy 9
i p i S aE R e
f d ;o o~ N~~~ : w -3
& 83750 he " SEEREE bl
fb 17000 PROCESSING )
bs 64 1b 0.50
dl 1.000 fn not used
nt 15000 DISPLAY
ct 15000 sp -1677.7
TRANSMITTER wp 24509.1
tn Cc13 rfl 9441.0
sfrg 100.523 rfp 7762.6
tof 1027.9 rp 84.6
tpwr 55 1p 0
4.150 PLOT
DECOUPLER we 240
H1 sc 0 B8N o
dof 0 vs 430574 SHeS
dm yyy th 15 0t
dmm w ai cdc ph “0a®
dpwr 41 AN
dmf 9648 a -
™~ <
- o
o s
wn o~
-l \ HH
™~
b
N .
A b
-l
/
Ph

IIlfTIII|II\F[!TII|(1]|[{\lF,r]II|Iiir[IIII"\I{I]IVII'II\I]\I|E|I}r!|)ll||lr\\;ll!]‘llrl[il!4111i|[$|II|I!II[|1]IIi\ll|fT1
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TRANSHITTER
tn H1
sfrg 399.732
tof 399.7
tpwr 60
6.600

DECOUPLER
dn C13
dof 0
dm nnn
dmm [
dpwr 33
dmf . 29412

rfp

rp
1p

we
sC
'
th
ai

PLOT

cdc ph

3-p-Tolylquinoline (1g’): *H NMR (400 MHz, CDC})

2894.0
-60.7

240
0
630
1

52

e

W

5.36 5.40625.78.91

4.06 4.48.269.53.80
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3-p-Tolylquinoline (1g’): **C NMR (100 MHz, CDG))

TRANSMITTER wp 24508.1
tn C13 rfl 9441.0
sfrq 100.525 rfp 7762.6
tof 1027.9 rp 81.6
tpwr 55 1p
4,150 PLOT ©

DECOUPLER we 240 -
dn H1 sc 0 o
dof 0 vs 149082 °
dm yyy th 8
dmm W ai cdc ph
dpwr 41
dmf 9648

130.133
29.753
128.433

128.168
127 .476

z
/
ﬁ
L

T
M

e

126.821
126.286

127.164

121.649
:21.417

122 .788

///__133.050

138.296

150.196

s

WMW

1I|1T|IIIIIII’\J|I|IK|I|1\|||ll|l|l|l{IIIIII'J!W[1IIIflll\fjl|1|(|lll]llllf\][I(III"\\ll[iilI'FI}I|IIIII\VJI‘!II|IWIEI|1I!

220 200 180 160 140 120 100 80 60 40 20 0 ppm




3-(4-chlorophenyl)quinoline (1h*): *H NMR (400 MHz, CDC}))

/,

ACQUISITION i1 n
sw 6410.3 in n
at 2.049 dp \
np 26264 hs nn
fh 4000 PROCESSING
bs 32 fn 6
SS 2 DISPLAY
di 1.000 sp -436.9
nt 32 wp 4900.0
ct 32 rfi 3708.5
TRANSMITTER rfp 2894.0
tn HL rp ~-31.8
sfrq 399.732 1p
tof 399.7 PLOT
tpwr 60 we 240
6.600 sc 0
DECOUPLER Vs 100
dn Ci3 th 2
dof 0 ai cdc ph
dm nnn
dmm c
dpwr 33
dmf 29412
! T T T T ! T T T T ] T T T T I T T T | T T T T ‘ T T
11 10 9 8 7 6
o T
9.07 9.12 1010861

9.19 9.2120188
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3-(4-chlorophenyl)quinoline (1h’): **C NMR (100 MHz, CDGJ)

nmrsys /data/auto_2~ hst 0.008
012.04.30/s_201204~ pw90 8.300
30_MS-137P03/Carbo~ alfa 10.000
n_01.fid FLAGS
ACQUISITION i1 n
sw 24508.8 in n
at 1.300 dp y
np 63750 hs
fb 17000 PROCESSING
bs 64 b 0.50
di 1.000 fn not used
nt 5000 DISPLAY
ct 5000 sp -112.9
TRANSMITTER wp 18635.2
tn Ci13 rf1l 9441.7
sfrg 100.523 rfp 7762.6
tof 0 1027.9 rp 142.2
tpwr 55 1p 0
4.150 PLOT
DECOUPLER we 240
dn H1 sc 0
dof 0 vs 108795
dm yyy th 3
dmm w ai cdc ph
dpwr 41
dmf 9648
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3-(4-fluorophenyl)quinoline (1i"): *H NMR (400 MHz, CDC}))
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3-(4-fluorophenyl)quinoline (1i"): *C NMR (100 MHz, CDGJ)

TRANSMLITER wp 28509.1
tn C13 rfl 9441.0
sfrq 100.523 rfp 7762.6
tof 1027.9 rp 83.5
tpwr 55 1p
4.150 PLOT
DECOUPLER we 240
dn H1 sc 0
dof 0 vs 183077
dm yyy th 5
dmm w ai cdc ph
dpwr 41 0y o
dmf ’ 9648 ¢ RN OS
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1,2-dihydro-3-(2-methylprop-1-enyl)quinoline (1j’): 'H NMR (400 MHz, CDC}))

ACQUISITION hst 0.008

sw 6410.3 pwi0 13.200

at 2.049 alfa 10.000

np 26264 FLAGS

fb 4000 i1 n

bs 4 in n

sS 2 dp y

dl 1.000 hs nn

nt 3z PROCESSING

ct 32 fn 6 H

TRANSMITTER DISPLAY N

tn H1 sp 425.9

sfrq 399.732 wp 2800.8

tof 399.7 rf1 806.8

tpwr 60 rfp 0 N
6.600 rp -59.8

DECOUPLER 1p

dn C13 PLOT

dof 0 wc 240

dm nnn - sc 0

dmm cC vs 948

dpwr 33 th 19

dmTf 29412 ai cdc ph
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1,2-dihydro-3-(2-methylprop-1-enyl)quinoline (1j’): **C NMR (100 MHz, CDGJ)
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2-Methyl-3-((E)-4-methylpenta-1,3-dienyl)quinoline(1k’): *H NMR (400 MHz, CDGJ)
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2-Methyl-3-((E)-4-methylpenta-1,3-dienyl)quinoline(1k’): **C NMR (100 MHz, CDG))

TRANSMITTER Tb 0.50
tn C13 fn not used
sfrq 100.523 DISPLAY
tof 1027.9 sp -1678.5
tpwr 55 wp 24509.1
pw 4.150 rf1 9441.7
DECOUPLER rfp 7762.6
dn H1 rp 83.6
dof 0 1p 0
dm yyy PLOT
dmm W wc 240
dpwr 41 sc 0
dmf 3648 s 308788
th
ai cdc ph
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Ethyl 7-bromo-2-methylquinoline-3-carboxylate (3b’} *H NMR (400 MHz, CDCJ)

T T N fd FLAGS Br N Me 0
ACQUISITION i n a
sw 6410.3 in n :
at 2.049 dp y g7 OEt o
np 26264 hs nn
fh 4000 PROCESSING
bs 32 fn 65536 O
$s 2 DISPLAY
dl 1.000 sp -465.0
nt B wp 4915.1
ct rfl 804.8
TRANSMITTER rfp 0
tn H1 rp -58.0
sfrq 398.732 1p 0
tof 388.7 PLOT
tpwr 60 we 240 .
6.600 sc 0 2
DECOUPLER Vs 496 0 © '
dn C13 th 10 w1 <
dof ai cdc ph = o
dm nnn oo
dmm £
dpwr 33
dmf 29412
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Ethyl 7-bromo-2-methylquinoline-3-carboxylate (3b’} **C NMR (100 MHz, CDGJ)
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Ethyl 7-(trifluoromethyl)-2-methylquinoline-3-carbo xylate (4b’): *H NMR (400 MHz, CDCJ)

s . crh b
SAMPLE SPECTAL
date Feb & 2014 temp g
solvont cdel13  gain not used
1¢ exp spin not used
ACLUTSTTION hst 0.008 FsC N\ Me
SwW 6410.3 pwl0 13.200
at 2.049 alfa 10.000 _ OEt
np 26264 FLAGS o wn o) om0 o
fb 4000 11 n LR & SEIIR
be 4 in f 5 % V0 el
ss 2 dp v O <o o R I T
a1 1.000 hs nn L
nt 32 PROCESSING
ct 32 fn 65536
TELLSMITTER DISPLAY
tn H1 sp » -398.9
sfri 209.732 wp b 4862.3
tof 399.7 rf1 N 806.7
Lpwi 60 rfp ® 0
pw 5.600 rp ~64.6
| 2 IUPLER Tp 0
dn c13 PLOT
dot 0 wc 240
i nnn sc 0
itnm ¢ Vs 710
My 3% th 12
Inf 29412 ai cdc  ph
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Ethyl 7-(trifluoromethyl)-2-methylquinoline-3-carbo xylate (4b’): **C NMR (100 MHz, CDGJ)

ACQUISITION hst “"T0l008
swW 24509.8 pwao 8.300
at 1.300 alfa 10.000
np 63750 FLAGS
fh 17000 i1 n
bs 32 in n
d1 1.000 dp y
nt 5000 hs nn ™~
ct 5000 PROCESSING e
TRANSHMITTER 1b .50 s e o
th C13 fn not used N o F3C N Me
sfrq 100.523 DISPLAY o i sl N
tof 1027.9 sp -1679.2 \\kL—n
tpwr 55 wp 24509.1
4.150 rf1 9442.5 = OEt
DECOUPLER rfp 7762.6
dn H1 rp 92.8
dof 0 1p (0]
dm yyy PLOT ™
dmm W we 240 - @
dpwr 41 sc 0 . n
dmf 9648 vs 49695 g o
th 12 <
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Ethyl 2,6-dimethylquinoline-3-carboxylate (5b’): *H NMR (400 MHz, CDC})

ACQUISITION ~~ 11 n
sw 6410.3 in n
at 2.048 dp y
np 26264 hs nn
b 4000 PROCESSING
bs 32 fn 655
§S 2 DISPLAY
d1 1.000 sp -420.0
nt 32 wp 4838.0
ct 32 rfi 3709.1

TRANSMITTER rfp 2894.0
tn H1L rp 149.3
sfry 399.732 1p 0
tof 899.7 PLOT
tpwr 60 wc 240 N Me

6.600 sc 0 N
DECOUPLER Vs 587
dn C13 th 2 Pz OEt
dof 0 ai cdc ph Me
dm nnn
dmm c
dpwr 33 0
dmf 29412
-
{ | )
~__4J 1 J ‘.ng*ﬂdjL k_ J
T T T | T T T T T [ T T T T g T ‘ T T T F T j T
10 9 8 5 3 =i ppm
K ! e e o
5.89 12.99 19.63 21.63
6.01 13.19 20.56



67

Ethyl 2,6-dimethylquinoline-3-carboxylate (5b’): **C NMR (100 MHz, CDG))

ACQUISITION i1 n
sw 24509.8 in hi
at 1.300 dp Yy
np 63750 hs nn
b 17000 PROCESSING
bs 64 1
di 1.000 F not used ©
nt 5000 DISPLAY pay
ct 5000 sp ~-1679.9 ® .
TRANSMITTER wp 24509.1 =
tn C13 rf1 9443.2 -OJ
sfrg 100.523 rfp 7762.6 ~3
tof 1027.9 rp 167.1
tpwr 55 1p 0 L',;
4.150 PLOT
DECOUPLER we 240
dn H1 sc
dof 0 wvs 66565
dm yyy th 7
dmm w ai cdc ph
dpwr 41
dmf 9648
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Ethyl 2,5,7-trimethylquinoline-3-carboxylate (6b’): *H NMR (400 MHz, CDC})

SAMPLE SPECIAL
date Mar 10 2014 temp 6.0
solvent cdci3 gain not used
file exp spin not used
ACQUISITION hst 0.008
sw 6410.3 pw90 13.200
at 2.049 alfa 10.000
np 26264 FLAGS «
fb 4000 i1 n g4 o<
bs 4 in n 4 ©°8
SS 2 dp Yy o~
di 1.000 hs nn o
nt 32 PROCESSING
ct n Me N\ Me
TRANSMITTER DISPLAY ©
tn sp -504.7 OEt P
sfrq 399.732 wp 5005.7 .
tof 399.7 rfl 806.7 = &
tpwr 60 rfp 0
W rp -56.5
DECOUPLER P 0 Me (@]
n Cc13 PLOT
dof 0 wc 240
dm nnn  sc 0
dmm C Vs 387
dpwr 33 th 12
dmf 29412 ai cdc  ph
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Ethyl 2,5,7-trimethylquinoline-3-carboxylate (6b’): **C NMR (100 MHz, CDG))
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Ethyl 2-methyl-1,5-naphthyridine-3-carboxylate(7b’): *H NMR (400 MHz, CDC}))

ACQUISITION il n
swW 6410.3 in n
at 2.049 dp y
np 26264 hs nn
fb 4000 PROCESSING
bs 32 65536
SS 2 DISPLAY
dl 1.000 sp -289.2
nt 32 wp 4739.8
[ 32 rfl 3709.1

TRANSMITTER rfp 2894.0
tn rp -57.6
sfrg 399.732 1p
tof 399.7 PLOT
tpwr 60 wc
W 6.600 sc 0

DECOUPLER Vs 493 X N\ Me
dn C13 th 6
dof 0 ai cdc ph AN OEt
dm nhn N
dmm c
dpwr 33 O
dmf 29412
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Ethyl 2-methyl-1,5-naphthyridine-3-carboxylate(7b’): **C NMR (100 MHz, CDGJ)

ACQUISITION il n
sW 24509.8 in n
at 1.300 dp \
np 63750 hs nn
fb 17000 PROCESSING
bs 64 1b 0.50
dl 1.000 fn not used
nt 5000 DISPLAY
ct 5000 sp -1678.5
TRANSMITTER wp 24509.1
tn C13 rf1 9441.7
sfrog 100.528 rfp 7762.6
tof 1027.9 rp 78.7
tpwr 55 1p
4.150 PLOT
DECOUPLER we 240 N. _Me
dn H1 sc 0 X N\
dof 0 vs 42452 |
dm yyy th 7 —=
dmm W ai cdc ph N = OFEt il
dpwr 41 0o
dmf 9648 @) :':2:5
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