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Field emission scanning electron microscopy

Fig.1. The FE-SEM image of nano-Fe;04/TiO,.



Fig.2. The FE-SEM image of nano-Fe;0,/Ti0,-SO;H.



Vibration sample magnetometer
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Fig.3. Room-temperature magnetization curves of (a) the nano-Fe;0,4/TiO, and (b) nano-
FC304/Ti02-SO3H.



magnetic separation

Fig.4. Photograph of aqueous suspension of nano-Fe;04/Ti0,-SOs;H before (a) and after (b)
magnetic capture.



Thermo gravimetric analysis
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Fig.5. TGA cure of (a) the nano-Fe;04/Ti0O, and (b) nano-Fe;04/TiO,-SO5H.



Reusability of the n-FTSA
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Fig.6. Reusability of n-FTSA for the synthesis of 1,8-dioxo-decahydroacridines, reaction
conditions: benzaldehyde (1 mmol), dimedone (2 mmol), NH;OAc (2.5 mmol), reaction time: 50
min under solvent free conditions at 110 °C.



Spectral data of some selected compound

3,3,6,6-tetra methyl-9-phenyl-3,4,6,7,9,10-hexahydroacridine-1,8-(2H,5H)-
dione (4a)

Me H Me
P.: 190-191 °C; IR (KBr, Cm) v max: 3279, 3209, 3063, 2955, 2932, 1636, 1605, 1481,
1365, 1219, 1142. '"H NMR (400 MHz, DMSO): 5 0.84 (s, 6H), 0.99 (s, 6H), 1.96 (d, J=21.5 Hz,
2H), 2.15 (d, J=21.5 Hz, 2H), 2.30 (d, J=22.8 2H), 2.40-2.49 (m, 2H), 4.8 (s, 1H), 7.00-7.14 (m,
5H), 9.28 (s, 1H). 3C NMR (100 MHz, DMSO-df): § 26.45, 29.13, 32.14, 32.86, 50.24, 111.47,
125.46, 127.56, 127.63, 147.15, 149.32, 194.36. Anal. Calc. for C,3H,7NO,; C 79.05, H 7.79, N
4.01,09.16; Found: C 79.08, H 7.73, N 4.06, O 9.11.
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Fig.7. '"H NMR of (4a).
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-(4-chlorophenyl)-3,3,6,6-tetramethyl-3,4,6,7,9,10-hexahydroacridine-
1,8(2H,5SH)-dione (4b)

Me H Me
M. P.: 299-302 °C; FT-IR (KBr, Cm)v,.,: 3288, 3205, 3068, 2956, 2869, 1643, 1608, 1475,
1363, 1223, 1171. '"H NMR (500 MHz, DMSO): &: 0.91 (s, 6H), 1.04 (s, 6H), 2.08-2.11 (d, J=
16, 2H), 2.26-2.29 (d, J= 16, 2H), 2.50-2.60 (dd, J= 14.65, 4H), 4.51 (s, 1H), 7.18-7.20 (d, J= 8.2
Hz, 2H), 7.28-7.29 (d, J= 8.2 Hz, 2H), 9.32 (s, 1H). Anal. Calc. for C,3H,CINO,; C 71.96, H
6.83, N 3.65, O 8.33; Found: C 71.90, H 6.89, N 3.59, O 8.32.
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Fig. 9. '"H NMR of (4b).
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3,3,6,6-tetramethyl-9-(4-nitrophenyl)-3,4,6,7,9,10-hexahydroacridine-

1

8(2H,5H)-dione (4d)

N
Me H Me

M. P.: 284-286 °C; FT-IR (KBr, Cm)vyme: 3384, 2958, 2908, 1643, 1602, 1514, 1447, 1364,
1221, 1171. "H NMR (500 MHz, DMSO) &: 0.91 (s, 6H), 1.05 (s, 6H), 2.08-2.11 (d, J= 6.5 Hz,
2H), 2.27-2.30 (d, J= 6.5 Hz, 2H), 2.50-2.63 (m, 4H), 4.63 (s, 1H), 7.45-7.48 (m, 2H), 8.10-8.12
(m, 2H), 9.32 (s, 1H). Anal. Calc. for Co3HyN>O4; C 70.03, H 6.64, N 7.10, O 16.22; Found: C
70.08, H 6.69, N 7.07, O 16.26.

Avapral

[

Aa
nam

TS T
2

Turrent DBLE Pariasts
F-ER L BT ] “:.:Ln' L st jad
g2 one Mo O en e o EXPHO 3
0 Ra-oBEREng PR '
1w o e T o
m i::1f;mq:n:l--?rl-r‘- r‘J—- F = Ao tion Pargsters
| - ::“"J:\\‘lf"l \\"j;"'" Date_ DOSOR0E
E . Time B.51
| 3T Bpst
kgl 5 oea G2 10
PULFROG a5
o 3768
SOLVENT L]
-1 ]
53 -]
i 18335578 Hz
FIDE 0. I15ane e
aG 1. 5ok se
RE H52
o 48_400 wser
oE B.50 wanc
1E 2.1 %
o 5.00000000 sec
\ 1 L =L 24 0, So005000 se
WL 0.29500000 sec
- T T TH | ppe—
RUCT L1
P £0.50 want
A 300
50N B0, 30EAS WMHY

| i
-"-..-ll 'I-;-I .L.I'l.-," 'd: i\
|= | = [k vl =iz
=) = =t ek
= o O b
—| | | maf o [P
YT T
& 4 2

T - Procansing paraseiery
-1 BT

o SO0 1300000 Wy
L] 3]
5548 1]
La 0.5 #r

10 KA plat parebiers
(= 20,00 en

19.00 ou
Fip 12,012 dom
F1 Bad7 43 Hy
L 353 opa
F2 .53 Hi
RN 0 BAEX ppases
e = _69/8E Frfoe

Fig. 10. '"H NMR of (4d).
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3,3,6,6-tetramethyl-9-(3-nitrophenyl)-3,4,6,7,9,10-hexahydroacridine-
1,8(2H,5H)-dione (4¢)
NO

Me ” Me
M. P.: 299-301 °C; FT-IR (KBr, Cm)v,.: 3282, 3193, 3070, 2957, 2930, 2889, 2870, 1649,
1612, 1577, 1434, 1364, 1225, 1171. "H NMR (500 MHz, DMSO): 3: 0.91 (s, 6H), 1.05 (s, 6H),
2.09-2.12 (d, J=4.4 Hz, 2H), 2.27-2.30 (d, J= 6.4 Hz, 2H), 2.55-2.63 (dd, J= 7.2 Hz,4H), 4.64 (s,
1H), 7.55-7.58 (t, J= 3.1 Hz, 1H), 7.65-7.67 (d, J= 3 Hz, 1H), 7.99-8.02 (d, J= 5.1 Hz, 2H), 9.31
(s, 1H). Anal. Calc. for Cp3H,4N,0,4; C 70.03, H 6.64, N 7.10, O 16.22; Found: C 70.06, H 6.70,
N 7.08, O 16.24.
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Fig. 11. '"H NMR of (4e).
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9-(4-methoxyphenyl)-3,3,6,6-tetramethyl-3,4,6,7,9,10-hexahydroacridine-
1,8(2H,5H)-dione (4i)

Me H Me
M. P.: 300-301 °C; IR (KBr, Cm™") v max: 3277, 3203, 3070, 2959, 2870, 1643, 1606, 1508,
1483, 1367, 1223, 1171. '"H NMR (500 MHz, DMSO): 6 0.90 (s, 6H), 1.04 (s, 6H), 2.08 (d, J=
9.7 Hz, 2H), 2.26 (d, J= 9.9 Hz, 2H), 2.48-2.52 (m, 2H), 2.57 (d, J= 10.8 Hz, 2H), 3.68 (s, 3H),
4.7 (s, 1H), 6.77-6.78 (t, J= 4.1 2H), 7.06-7.08 (t. J=5.12 Hz, 2H), 9.21 (s, 1H). Anal. Calc. for
Cy4Hy9NO;3; C 75.96, H 7.70, N 3.69, O 12.65; Found: C 75.90, H 7.72, N 3.62, O 12.69.
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Fig. 12. '"H NMR of (4i).
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9-phenyl-3.4,6,7,9,10-hexahydroacridine-1,8(2H,5H)-dione (5a)

M. P.: 278-280 °C; IR (KBr, Cm!) v max: 3273, 3196, 3080, 1624, 1601, 1483, 1218, 1140. 'H
NMR (400 MHz, DMSO): 6 1.90-2.09 (m, 4H), 2.26-2.28 (m, 2H), 2.30-2.38 (m, 2H), 2.51-2.64
(m, 4H), 4.79 (s, 1H), 7.05-7.09 (t, J= 7.6, 2H), 7.11-7.12 (d, J= 8.4 Hz, 1H), 7.23-7.31 (dd, J= 8,
24.2, 2H), 9.17 (s, 1H). Anal. Calc. for C;9H;9NO,; C 77.79, H 6.53, N 4.77, O 10.91; Found: C
77.73,H6.59, N 4.71, 0 10.92.
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Fig. 13. '"H NMR of (5a).
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9-(4-bromophenyl)-3,4,6,7,9,10-hexahydroacridine-1,8(2H,5H)-dione (5d)

M. P.: 310-312 °C; IR (KBr, Cm!) v max: 3340, 3244, 2958, 2927, 1647, 1627, 1549, 1450,
1367, 1227, 1171. 'H NMR (400 MHz, DMSO): & 1.92-2.08 (m, 4H), 2.28-2.32 (m, 2H), 2.34-
2.40 (m, 2H), 2.53-2.65 (m, 4H), 4.76 (s, 1H), 7.13-7.27 (m, 2H), 7.33-7.43 (dd, J= 30.6, 8.4 Hz,
2H), 9.38 (s, 1H). 13C NMR (100 MHz, DMSO-d®): § 20.10, 20.27, 27.13, 31.39, 36.76, 36.90,

112.08, 117.66, 127.83, 129.43, 146.47, 151.59, 171.19, 194.58. Anal. Calc. for C,9H;sBrNO,; C
61.30, H 4.87, N 3.76, O 8.60; Found: C 61.33, H 4.81, N 3.71, O 8.69.

Fig. 15. '"H NMR of (5d).
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Fig. 16. °C NMR of (5d).
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9-(p-tolyl)-3,4,6,7,9,10-hexahydroacridine-1,8(2H,SH)-dione (5e)

M. P.: 254-256 °C; IR (KBr, Cm!) v max: 3286, 3203, 3068, 2943, 2887, 1639, 1608, 1458,
1364, 1232, 1176. 'H NMR (400 MHz, DMSO): § 1.96-2.07 (m, 4H), 2.26 (s, 3H), 2.29-2.42 (m,
4H), 2.52-2.69 (m, 4H), 4.79 (s, 1H), 7.03-7.05 (d, J= 8 Hz, 2H), 7.12-7.21 (d, J= 7.6 Hz, 2H),
9.18 (s, 1H). 3C NMR (100 MHz, DMSO-d%): & 20.31, 21.06, 27.15, 31.22, 36.98, 55.14,
113.52, 117.03, 128.25, 128.84, 129.33, 135.86, 146.36, 150.53, 169.57, 194.52. Anal. Calc. for
CoH2NOy; C 78.15, H 6.89, N 4.56, O 10.41; Found: C 78.19, H 6.83, N 4.58, O 10.45.
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Fig. 17. '"H NMR of (Se).
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Fig. 18. 3C NMR of (5e).
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3,4,6,7-tetrahydro-3,3,6,6-tetramethyl-9-phenyl-2H-xanthene-1,8(5SH,9H)-dione (6a)

M. P.: 203-204 °C; FT-IR (KBr, Cm')vmae: 2950, 1660, 1648, 1360, 1200, 1162, 1141, 998, 694.
'H NMR (500 MHz, DMSO-d®): 5: 0.90 (s, 6H), 1.04 (s, 6H), 2.07-2.10 (d, J= 6.4 Hz, 2H), 2.25-
2.28 (d, J= 6.5 Hz, 2H), 2.51-2.60 (m, 3H), 4.53 (s, 1H), 7.09-7.12 (¢, J= 2.8 Hz, 1H), 7.17-7.18
(d, J= 2.8 Hz,1H), 7.20-7.23 (t, J= 2.9 Hz, 3H). *C NMR (DMSO, 125 MHz), 5: 26.45, 29.13,
32.14, 32.88, 50.24, 111.47, 125.46, 127.56, 127.63, 147.15, 149.32, 194.36. Anal. Calcd for

C»3Hy605: C, 78.83; H, 7.48; O, 13.70; Found: C, 78.92; H, 7.59; O, 13.83.
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Fig. 19. 'H NMR of (6a).
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Fig. 20. 13C NMR of (6a).
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3,4,6,7-tetrahydro-3,3,6,6-tetramethyl-9-(4-nitrophenyl)-2H-xanthene-1,8(SH,9H)-dione
(6¢)

M. P.: 222-224 °C; FT-IR (KBr, Cm vy, 2950, 1658, 1614, 1508, 1360, 1340, 1196, 1160,
1136. 'H NMR (500 MHz, CDCls) 8: 0.90 (s, 6H), 1.05 (s, 6H), 2.08-2.11 (d, J= 6.5 Hz, 2H),
2.27-2.30 (d, J= 6.5 Hz, 2H), 2.50-2.63 (m, 4H), 4.63 (s, 1H), 7.45-7.48 (m, 2H), 8.10-8.12 (m,
2H). BC NMR (125 MHz, CDCl) é: 27.24, 29.57, 32.13, 32.74, 50.96, 56.69, 60.80, 106.33,
115.15, 136.86, 140.77, 153.26, 163.89, 197.11. Anal. Calcd for C,3H,sNOs: C, 69.86; H, 6.37;
N, 3.54; O, 20.23; Found: C, 69.91; H, 6.49; N, 3.68; O, 20.35.
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Fig. 21. '"H NMR of (6¢).
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3,4,6,7-tetrahydro-3,3,6,6-tetramethyl-9-(3-nitrophenyl)-2H-xanthene-1,8(SH,9H)-dione
(6d)

M. P.: 168-169 °C; FT-IR (KBr, Cm ) vy, 2950, 1659, 1619, 1520, 1360, 1200, 1180, 1000. 'H
NMR (500 MHz, CDCl5): 8: 0.91 (s, 6H), 1.05 (s, 6H), 2.09-2.12 (d, J= 4.4 Hz, 2H), 2.27-2.30
(d, J= 6.4 Hz, 2H), 2.55-2.63 (dd, J= 7.2 Hz,4H), 4.64 (s, 1H), 7.55-7.58 (t, J= 3.1 Hz, 1H), 7.65-
7.67 (d,J= 3 Hz, 1H), 7.99-8.02 (d, J= 5.1 Hz, 2H). *C NMR (125 MHz, CDCl3) &: 27.24, 29.56,
32.03, 32.72, 50.02, 56.65, 60.77, 106.31, 115.13, 136.85, 140.75, 153.22, 163.89, 197.01. Anal.
Calcd. for C,3H,5NOs: C, 69.86; H, 6.37; N, 3.54; O, 20.23; Found: C, 69.91; H, 6.49; N, 3.68;

0, 20.35.
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Fig.23. "H NMR of (6d).
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Fig. 24. 3C NMR of (6d).
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9-phenyl-3,4,5,6,7,9-hexahydro-1H-xanthene-1,8(2H)-dione (7a)

M. P.: 213-215 °C; IR (KBr, Cm'!) v max: 3001, 1661, 1532, 1367, 1332, 1221, 1160, 1134,
1091, 841, 739. '"H NMR (400 MHz, DMSO): 6 1.90-2.09 (m, 4H), 2.26-2.28 (m, 2H), 2.30-2.38
(m, 2H), 2.51-2.64 (m, 4H), 4.79 (s, 1H), 7.05-7.09 (t, J= 7.6, 2H), 7.11-7.12 (d, J= 8.4 Hz, 1H),
7.23-7.31 (dd, J= 8, 24.2, 2H). 13C NMR (100 MHz, DMSO-d%): § 20.42, 21.22, 27.19, 31.32,
37.08, 113.62, 117.13, 128.28, 128.93, 129.36, 135.97, 136.87, 141.76, 163.67, 196.62. Anal.
Calcd for C;9H;305: C, 77.53; H, 6.16; O, 16.31; Found: C, 77.58; H, 6.19; O, 16.37.
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Fig. 25. 'H NMR of (7a).
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Fig. 26. °C NMR of (7a).
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9-(4-bromophenyl)-3,4,5,6,7,9-hexahydro-1H-xanthene-1,8(2H)-dione (7¢)

M. P.: 222-225 °C; IR (KBr, Cm'!) v max: 2976, 1662, 1518, 1375, 1329, 1226, 1159, 1138,
1089, 829, 737. 'H NMR (400 MHz, DMSO): 6 1.92-2.08 (m, 4H), 2.28-2.32 (m, 2H), 2.34-2.40
(m, 2H), 2.53-2.65 (m, 4H), 4.76 (s, 1H), 7.13-7.27 (m, 2H), 7.33-7.43 (dd, J=30.6, 8.4 Hz, 2H).
3C NMR (100 MHz, DMSO-d%): § 20.10, 20.27, 27.13, 31.39, 36.76, 36.90, 116.41, 120.28,
129.43, 130.21, 131.17, 131.66, 131.83, 133.08, 143.47, 158.49, 164.12, 196.51. Anal. Calcd for
CioH7BrO;: C, 61.14; H, 4.59; O, 12.86; Found: C, 61.19; H, 4.65; O, 12.93.
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Fig. 27. '"H NMR of (7¢).
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Fig. 28. 3C NMR of (7c¢).
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9-(p-tolyl)-3,4,5,6,7,9-hexahydro-1H-xanthene-1,8(2H)-dione (7d)

M. P.: 244-246 °C; IR (KBr, Cm'!) v max: 2973, 1667, 1531, 1362, 1328, 1224, 1158, 1132,
1081, 832, 739. 'H NMR (400 MHz, DMSO): 8 1.96-2.07 (m, 4H), 2.26 (s, 3H), 2.29-2.42 (m,
4H), 2.52-2.69 (m, 4H), 4.79 (s, 1H), 7.03-7.05 (d, J= 8 Hz, 2H), 7.12-7.21 (d, J= 7.6 Hz, 2H).
13C NMR (100 MHz, DMSO-d®): 6 20.31, 21.06, 27.15, 31.22, 36.98, 55.14, 113.52, 117.03,
128.25, 128.84, 129.33, 135.86, 136.88, 141.53, 163.77, 196.52. Anal. Calcd for CyoH,(03: C,
77.90; H, 6.54; O, 15.57; Found: C, 77.97; H, 6.59; O, 15.64.

Current Data Parameters

NAME 3H
EXPNO 720
PROCNO 1

F2 - Acquisition Parameters
Date_ 20130505

Time 10.10
INSTRUM spect
PROBHD 5 mm Multinucl
PULPROG zg

TD 32768
SOLVENT DMSO

NS '

DS 0

SWH 11574.074 Hz
FIDRES 0.353213 Hz
AQ 1.4156276 sec
RG 362

DW 43.200 usec
DE 6.00 usec
TE 300.0 K

D1 5.00000000 sec
======== CHANNEL fl ========
NUC1 1H

Pl 9.00 usec
PL1 .00 dB
SFO1 400. 13247 0 MHz
F2 Processing paramete

SI 32768

SF 400.13000 MHz
WDW ED

SSB 0

LB 0.30 Hz
GB

PC 1.00
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il - <l<lel <l

Fig. 29. 'H NMR of (7d).
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DS 4
SWH 40404.039 Hz
FIDRES 0.616517 Hz
AQ 0.8110580 sec
RG 32768
DW 12.375 usec
DE 6.00 usec
TE 300.0 K
Dl 1.00000000 sec
' dil 0.03000000 sec
diz 0.00002000 sec
CHANNEL f1
13¢c
7.50 usec
-2.00 dB
100.6204965 MHz
= = CHANNEL f2 =
CPDPRG2 waltzlé
NUc2 1H
PCPD2 80.00 usec
PL2 -4.00 dB
PL12 18.50 dB
PL13 18.50 dB
SFO2 400.1316005 MHz
F2 - Processing parameters
SI
SF 100.6127690 MHz
WDW EM
| | SSB 0
LB 1.00 Hz
l N B 0
T \ T T T T T T T g EC 1.20
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Fig 30. 3C NMR of (7d).
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3,4,6,7-tetrahydro-3,6,9-triphenyl-2H-xanthene-1,8(SH,9H)-dione (8a)

M. P.: 196-198 °C; FT-IR (KBr, Cm)vy,.: 3031, 1667, 1365, 1188, 1134, 995, 694. 'H NMR
(400 MHz, CDCl3) 8: 2.57-2.75 (m, 4H), 2.80-3.01 (m, 4H), 3.30-3.55 (d, J= 3.9 Hz, 2H), 4.92-
4.95 (d, J=3.5 Hz, 1H), 7.18-7.45 (m, Ar-H, 15H). 13C NMR (100 MHz, CDCl3) &: 31.98, 34.74,
38.26, 38.82, 43.89, 116.73, 126.65, 127.25, 128.39, 128.89, 142.11, 143.859, 144.25, 162.94,
195.59. Anal. Calcd for C;;H,605: C, 83.38; H, 5.87; O, 10.75; Found: C, 83.47; H, 5.95; O,
10.83.

NAME  Barari-Behzad 3 1H
1

PROCNO 1

Date_ 20120306

Tima 33.14

INSTRUM

PROBHD 5§ mm PABBO BB-

PULPROG zg

T 32768

SOLVENT coci3

NS -3

DS 0
B6008.615 Hz

FIDRES 0.183399 Hz

AQ 27263477 sec

RG 90.5

Dw 83.200 usec

DE 6.50 usec

TE 2043 K

[P R} [—
NUC1 1H

P1 13.50 usec

PE1 0.00

.00 4
PLIW 11.30348873 W
SFO1 400.1320410 MHz

32768
SF 400.1300000 MHz
EM
SSB
LB
GB
PC

030Hz
]
1.00

14 13 12 1" 10. 9

Fig. 31. '"H NMR of (8a).
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9-(4-chlorophenyl)-3,4,6,7-tetrahydro-3,6-diphenyl-2H-xanthene-1,8(SH,9H)-dione (8b)

M. P.: 234-236 °C; FT-IR (KBr, Cm™")vy,,,: 3031, 1666, 1357, 1188, 1134, 995, 756, 694. 'H
NMR (400 MHz, CDCl;) 6: 2.56-2.76 (m, 4H), 2.81-3.00 (m, 4H), 3.30-3.54 (d, J= 3.9 Hz, 2H),
4.88-4.89 (d, J=2.75 Hz, 1H), 7.17-7.40 (m, Ar-H, 14H). 3C NMR (100 MHz, CDCl;) 6: 31.59,
34.69, 38.28, 38.61, 43.79, 116.33, 126.70, 127.31, 128.30, 128.91, 129.96, 132.29, 141.92,
142.36, 142.77, 195.61. Anal. Calcd. for C3;H,sClO5: C, 77.41; H, 5.24; Cl, 7.37; O, 9.98;
Found: C, 77.50; H, 5.33;Cl, 7.45; O, 10.08.
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1
w \ Dot C 20120305
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ow 83.200 usec
DE 6.50 usec
B3 sobasenn
00000000 sec.
Too 1
======== CHANNEL f1 =s=====
NUC1 1H
P1 13.50 usec
PL1 0,00 dB
PLIW  11.30348873 W
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SF 400.1300000 MHz
wow EM
fBSB a
0.30 Hz
<] []
PC 1.00
T T T T T T e
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Date_
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INSTRUM spect
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1
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m======= CHANNEL 2 ssw=====
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Fig. 33. 3C NMR of (8b).
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9-(4-Methylphenyl)-3.,4,6,7-tetrahydro-3,6-diphenyl-2H-xanthene-1,8(SH,9H)-dione (8¢)

M. P.: 204-208 °C; FT-IR (KBr, Cm™)vya 2939, 1666, 1504, 1358, 1242, 1180, 1134, 1033,
987, 764, 702. 'H NMR (400 MHz, CDCLy) &: 2.56-2.73 (m, 4H), 2.79-2.95 (m, 4H), 3.30-3.53
(d, J= 3.2 Hz, 2H), 3.88 (s, 3H), 4.86-4.88 (d, J=3.2 Hz, 1H), 6.75-6.87 (m, Ar-H, 2H ), 7.17-
7.40 (m, Ar-H, 12H). 3C NMR (100 MHz, CDCl;) §: 31.03, 34.70, 38.29, 38.83, 43.91, 113.56,
116.85, 126.72, 127.12, 128.88, 129.51, 136.39, 142.12, 158.20, 163.14, 195.78. Anal. Calcd. for
C3,Ha505: C, 83.45; H, 6.13; O, 10.42; Found: C, 83.52; H, 6.20; O, 10.51.
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Fig. 34. 'H NMR of (8c).
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Fig. 35. 13C NMR of (8¢).
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9-(4-Methoxyphenyl)-3,4,6,7-tetrahydro-3,6-diphenyl-2H-xanthene-1,8(5SH,9H)-dione (8d)

M. P.: 212-215 °C; FT-IR (KBr, Cm)vmae: 3031, 1666, 1504, 1357, 1242, 1180, 1134, 987, 764,
702. "H NMR (400 MHz, CDCL3) &: 2.60-2.75 (m, 4H), 2.79-2.99 (m, 4H), 3.32-3.54 (d, J= 3.4
Hz, 2H), 3.79-3.80 (d, J=2.5 Hz, 3H), 4.87-4.88 (d, J=3 Hz, 1H), 6.80-6.88 (m, Ar-H, 4H ), 7.19-
7.40 (m, Ar-H, 10H). 3C NMR (100 MHz, CDCl;) &: 31.04, 34.71, 38.30, 38.81, 43.91, 113.64,
116.85, 126.72, 127.24, 128.88, 129.45, 136.40, 142.12, 158.21, 163.10, 195.77. Anal. Caled for
C3oHas04: C, 80.65; H, 5.92; O, 13.43; Found: C, 80.74; H, 6.02; O, 13.56.
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Fig. 36. 'H NMR of (8d).
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Fig. 37. 3C NMR of (8d).
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Ethyl 2,7,7-trimethyl-5-0x0-4-phenyl-1,4,5,6,7,8-hexahydroquinoline-3-carboxylate (10a)

N
CH I
3 H

M.p. 210-211 °C, FT-IR (KBr) 3275 (NH), 3080 (CH), 1700 (C=0) (acid), 1610 (C=0) (ketone),
1480 (OC,Hs) (ester), 1225 (OCHj3) (ether) cm™'; 8H/ ppm (400 MHz, CDCls-d) 0.94 (s, 3H,
CH;), 1.08 (s, 3H, CH3), 1.19-1.23 (t, J= 6.8 Hz, 3H, CH;-CH,-C=0), 2.14-2.35 (m, 4H, ), 4.05-
4.10 (q, J=7.2, 2H, -O-CH,-CH3), 5.05 (s, 1H, CH-Ph), 6.42 (s, 1H, NH), 7.09-7.13 (t, J= 7.2,
1H, CH (Ph)), 7.19-7.23 (t, J= 7.2, 2H, CH (Ph)), 7.28-7.33 (m, 2H, CH (Ph)); 6C /ppm (100
MHz, CDCl;) 195.67, 167.5, 148.5, 147.06, 143.4, 128.02, 127.88, 126.03, 112.08, 106.05,
50.73, 40.9, 36.6, 32.7, 29.45, 27.14, 19.34, 14.21.
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Fig. 38. '"HNMR of (10a).
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Ethyl 2,7,7-trimethyl-4-(4-nitrophenyl)-5-oxo-1,4,5,6,7,8-hexahydroquinoline-3-carboxylate
(10b)

M.p. 207-209 °C, FT-IR (KBr) 3278 (NH), 3076 (CH), 1690 (C=0) (acid), 1615 (C=0) (ketone),
1482 (OC,Hs) (ester), 1218 (OCHj3) (ether) cm™'; 8H/ ppm (400 MHz, CDCls-d) 0.77 (s, 3H,
CHj3), 0.96 (s, 3H, CH3), 1.04-1.09 (t, J= 9.6 Hz, 3H, CH;-CH,-C=0), 1.90-2.22 (m, 2H, C-CH,-
C=), 2.28 (s, 3H, CHj3), 2.38 (s, 1H), 2.43-2.46 (t, J= 2, 1H), 3.30 (s, 1H), 3.88-3.95 (q, J= 9.6,
2H, -O-CH,-CH3;), 4.93 (s, 1H, CH-Ph), 7.36-7.39 (d, J= 11.6, 2H, CH (Ph)), 8.04-8.07 (d, J=
20.4, 2H, CH (Ph)), 9.19 (s, 1H, NH); dC /ppm (100 MHz, CDCl;) 194.32, 166.48, 161.96,
155.07, 150.17, 146.24, 145.73, 128.84, 123.24, 109.11, 102.46, 59.33, 50.14, 36.71, 32.22,

29.08,26.52, 18.42, 14.16.
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Fig. 40. 'HNMR of (10b).
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Ethyl 4-(4-chlorophenyl)-2,7,7-trimethyl-5-0x0-1,4,5,6,7,8-hexahydroquinoline-3-
carboxylate (10d)

M.p. 243-245 °C, FT-IR (KBr) 3275 and 3196 (NH), 3080 and 2963 (CH), 1711 (C=0) (acid),
1605 (C=0) (ketone), 1480 (OC,Hs) (ester), 1221 (OCHj3) (ether) cm™'; 8H/ ppm (400 MHz,
CDCls-d) 0.94 (s, 3H, CHs), 1.09 (s, 3H, CHj3), 1.19-1.22 (t, J= 7.2 Hz, 3H, CH;-CH,-C=0),
2.14-2.36 (m, 4H, C-CH,-C=), 2.39 (s, 3H, N-C-CHj3), 4.04-4.09 (q, J= 7.2 Hz, 2H, -O-CH,-
CH,3), 5.04 (s, 1H, CH-Ph), 6.12 (s, 1H, NH), 7.16-7.28 (m, 4H, CH (Ph)); 6C /ppm (100 MHz,
CDCl;) 195.49, 167.22, 148.12, 145.56, 143.62, 131.59, 129.45, 128.0, 111.90, 105.76, 59.92,
50.86,41.08, 36.21, 32.72,29.43, 27.11, 19.46, 14.21.
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Fig. 42. '"H NMR of (10d).
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Fig. 43. 3C NMR of (10d).
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Ethyl 2,7,7-trimethyl-5-0x0-4-(p-tolyl)-1,4,5,6,7,8-hexahydroquinoline-3-carboxylate (10g)

M.p. 283-284 °C, FT-IR (KBr) 3275 and 3207 (NH), 3085 and 2963 (CH), 1700 (C=0) (acid),
1610 (C=0) (ketone), 1494 (OC,Hs) (ester), 1222 (OCH3) (ether) cm—1; oH/ ppm (400 MHz,
CDCls-d) 0.96 (s, 3H, CHj), 1.08 (s, 3H, CHj3), 1.21-1.25 (t, J= 7.2 Hz, 3H, CH;3-CH,-C=0),
2.14-2.24 (m, 3H, C-CH,-C=), 2.27 (s, 3H, N-C-CHj), 2.29-2.33 (t, J= 7.6 Hz, 1H, C-CH,-C=),
2.36 (s, 3H, H5C-Ph), 4.05-4.10 (m, 2H, -O-CH,-CHj3), 5.02 (s, 1H, CH-Ph), 6.18 (s, 1H, NH),
7.00-7.02 (d, J= 7.6 Hz, 2H, CH-Ar), 7.19-7.21 (d, J= 8 Hz, 2H, CH-Ar); 6C /ppm (100 MHz,
CDCl,) 195.64, 167.53, 148.15, 144.15, 143.27, 135.40, 128.61, 127.88, 112.28, 106.25, 59.83,
50.73,41.1,36.07, 32.72, 29.42, 27.23, 21.05, 19.4, 14.22.
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Fig. 44. 'H NMR of (10g).
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Fig. 45. 3C NMR of (10g).
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Ethyl 2-methyl-5-0x0-4-phenyl-4,6,7,8-tetrahydro-1H-quinoline-3-carboxylate (11a)

M.p. 240-242 °C FT-IR (KBr) 3296 (NH), 1641 (C=0) (acid), 1608 (C=0) (ketone), 1488
(OC,Hs) (ester) cm™'; 8H/ppm (300 MHz, CDCls-d) 1.17 (t, 3H, CH;-CH,-C=0), 1.59 (m, 2H,
CH,-CH,-CH,), 1.97 (m, 3H, CH3-Ph), 2.30-2.46 (m, 4H, CH,-CH,), 4.05 (q, 2H, -O-CH,-CH3),
5.01 (s, 1H, CH-Ph), 5.94 (s, 1H, NH), 7.08-7.31 (m, 5H, CH (Ph)).
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Fig. 46. '"HNMR of (11a).
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Ethyl 2-methyl-5-0x0-4,7-diphenyl-1,4,5,6,7,8-hexahydroquinoline-3-carboxylate (12a)

M.p. 213-215 °C, vpa (KBr) 3276 (NH), 1701 (C=0) (acid), 1606 (C=0) (ketone), 1487
(OC,Hs) (ester), cm™!; 8y (400 MHz, DMSO-dy) 1.14 (t, 3H, CH3-CH,-O-C=0), 2.32 (s, 3H,
CH3), 2.35 (dd, 1H, 8 H), 2.5 (d, 1H, 8 H), 2.59 (m, 1H, 7 H), 2.68 (dd, 1H, 6 H), 2.79 (dd, 1H, 6
H), 3.17 (s, 1H, NH), 4.0 (q, 2H, -O-CH,-CH3), 4.98 (s, 1H, 4 H), 7.11 (m, 1H, 4’H), 7.19-7.24
(q, SH, 2°, 4°, 6°, 2, 6”H), 7.3-7.36 (m, 4H, 3°, 5, 3, 5” H), 9.21 (s, 1H, NH) ppm; ¢ (100
MHz, DMSO-d;) 194.4 (C-5), 167.3 (C=0O0C,Hs), 151.1 (C-2), 148.1 (C-1a), 145.3 (C-17),
143.9 (C-17), 128.9 (C-2’ and C-6’), 128.3 (C-3’ and C-5’), 127.9 (C-3” and C-57),127.4 (C-2”
and C-67), 127 (C-4"), 126.2 (C-4’), 111.2 (C-5a), 104.2 (C-3), 59.5 (O-CH,-CH3;), 44.4 (C-6),
38.8 (C-4), 36.2 (C-8), 34 (C-7), 18.7 (1C, CH3), 14.6 (1C, CH53-CH,0).
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Fig. 47. 'H NMR of (12a).
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Fig. 48. 3C NMR of (12a).
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Ethyl 4-(4-chlorophenyl)-2-methyl-5-o0xo-7-phenyl-1,4,5,6,7,8-hexahydroquinoline-3-
carboxylate (12b)

M.p. 190-192 °C, Ve (KBr) 3274 (NH), 1701(C=0) (acid), 1606 (C=0) (ketone), 1487 (OC,Hs)
(ester), 848 (C-Cl) em; 8y (400 MHz, DMSO-dy) 1.12 (t, 3H, CH;-CH,-0-C=0), 2.3 (t, 1H, 8
H), 2.31 (s, 3H, CH3), 2.5 (t, 1H, 8 H), 2.54-2.59 (7, 1H, 8 H), 2.59-2.66 (m, 1H, 6 H), 2.74-2.82
(m, 1H, 6 H),), 3.17 (t, IH,NH), 3.98 (q, 2H, -O-CH,-CH3),4.90 (d, 1H, 4 H), 7.22-7.28 (m, 5H,
2°,6°, 27, 47, 6" H), 7.31-7.33 (m, 4H, 3°, 5°, 3, 5” H), 9.21 (d, 1H, NH) ppm; 5¢ (100 MHz,
DMSO-d;) 194.2 (C-5), 167.1 (C=00C,Hs), 151.3 (C-2), 150.8 (C-1a), 147.1 (C-17), 145.7 (C-
1°), 143.8 (C-4%), 130.7 (C-2’ and C-6), 129.8 (C-3’ and C-5°), 128.8 (C-3” and C-57), 128.1
(C-2” and C-67), 127.1 (C-4”), 111.0 (C-5a), 103.6 (C-3), 44.3 (O-CH,-CHj), 43.7 (C-6), 38.8
(C-4), 36.0 (C-8), 33.7 (C-7), 18.7 (1C, CH3), 14.5 (1C, CH;-CH,0).
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Fig. 49. '"H NMR of (12b).
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Fig. 50. 13C NMR of (12b).
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Ethyl 4-(p-methoxyphenyl)-2-methyl-5-oxo-7-phenyl-4, 6, 7, 8-tetrahydro-1H-quinoline-3-
carboxylate (12¢)

M.p. 236-238 °C, FT-IR (KBr) 3280 (NH), 1689 (C=0) (acid), 1606 (C=0) (ketone), 1479
(OC,Hs) (ester), 1222 (OCHj3) (ether) cm™'; 6H/ ppm (300 MHz, CDCl3-d) 1.27 (m, 3H, CH;-
CH,-C=0), 2.23-2.37 (m, 3H, CH;-Ph), 2.38-2.52 (m, 5H, CH,-CH-CH,), 3.71 (s, 3H, CH;-O-
Ph), 4.07 (m, 2H, -O-CH,-CH3), 5.05 (m, 1H, CH-Ph), 6.71-7.12 (m, 4H, CH(p-OMe-Ph)), 6.96
(s, 1H, NH), 7.17-7.29 (m, 5H, CH (Ph)); 8C /ppm (75 MHz, CDCI3) 195.2, 167.5, 157.8, 150,
149.5, 143.4, 142.6, 139.7, 139.3, 128.8, 127, 126.6, 113.2, 106.2, 59.8, 55.1, 39.5, 38.8, 35.8,
34.4,19.1, 14.2.
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Fig. 51. "H NMR of (12¢).
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Fig. 52. 13C NMR of (12¢).
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