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RCgH;—~NH,+ Ar—CH—=CH—C—CHj;+CH,0 Z@—»Ar—OH=OH—C—~CH20H2NHCGH4R-HCI

Ar=CgHy, 4-MeOCsH; !
R=H, 4-X, 4-Me, 4-MeO, 4-EtO,4-CO,Bt, 3, 4-—4, 2-Me-5-NO,
RINIEART 15 4~ Mannioh 3, X{b& WK IR B %N EH HRE R ig (1670 om™)
L fp Rk Wi (3400cm™), 'H NMR FHi#£ 03.00 2 83.55 ppm FHAHEBE W =&
L: 3
Mannich 1 =R, SEMNEHWH L EZBRPRBEBRES X, FXNE, BRKF
FREEMREE S 37% CH.O KiEw, 7€ HCl ZEp, 16~20°C B, BE 24h, 1 AR 7T %
50~90%, 2 R=4-Me 5 4-Et0 i, BEERR¢7E 0~5°C BYMCRBIF. W T ZEY BERE
KK Mannich §, {FE YW/ HCL 52K A&,
X-FEER XRS5 FEN Mannioh LY, EZRABKELGE, RYBE—-BS
FH7E 0~5°C, Hi=REAK, 4 27~63%,
Mannich 5 1 iy ScB 25 R R A Hr#E £ 1,
A R -R R R URE, KRR AYKE 24b 5, AEBRRAFEAK, m. p.

161~162°C, IR H kAW lrig, EEMBEERKE, 5 TFRHI CrHieNoO;, du, 6.58~8.03
(9H, m, ¥H% &), 5.23(1H, t, N-—-CH--CH,), 3.90(2H, t, N—CH.,—CH,), 3.07[2H,
d, CH—OH.,—C(O)], 2.60[2H, t, CH,— OH,— C(O)]1prm, iEBHH A 1 (4% i LA 5D
2 PR YR I —4—-EH (2, AT —=CsHs, Ar —4—ONCsHL.—D.

SR AE R ARE TR IS, Sy EER A AR E, m. p. 89~90°C, TR I 33k X% i 38 0% e
W, TOZE 1060 ~1140 &b 3R 4~5 ~~Z i B R i, 53 T30 CaaHorNOs.  *H NMR 2 27 -2

VAR , FE P PUAL Z RO, TTIE IR0 1, 2- =534, - ZHEIRIES. (Ar—
Ar'=C¢Hj),

1985 4E 2 § 24 Hk®]. B8R T 1985429 H 28 Bk®], ACIRE 1979 G NIt b N 7 @ b
T —HSES. B IV RIS ¥ 18,1984, 42, 688,
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F1 Mannich# 1 HxBaR

JT # 4 W (%)
Ar R m. p./°C I:Vi_ TR c H N
B | KBME | B | e | HEE | st
CeHs 4-Cl 14@2571‘%2-5 98 | A
CeHs 4-Br 154@25}5[3-5 91 | A
CsHs 41 156~157 | 74 | A | 54.18 | 54.22 | 4.8 | 423 | 3.71 | s.51
CeH; 4-Me 187~138 | 52 | A | 81.47 | sl.7a | 7.92 | 7.3¢ | 5.28 | s5.18
CoH 4-MeO 181~132 | 50 | A | 76.84 | 76.97 | 6.81 | 6.81 | 4.98 | 4.74
CeHs 4-FtO 116~117 | 58 | A | 77.26 | 7720 | 7.7 | 7.1 | 474 | 463
CeHs 4COEt | 120~121 | 62 | A | 74.28 | 7452 | 6.55 | 6.64 | 4.33 | 4.35
CeHs 3,4~ |137.5~138.5| 75 | A | 63.76 | 63.94 | 4.72 | 4.65 | 4.38 | 4.58
CeHs g:%g; 127~128 | 51 | A | 69.66 | 69.63 | 5.85 | 5.77 | 9.03 | 9.00
4-MeOGsH, a1 157~158 | 63 | AB | 68.46 | 63.43 | 5.75 | 5.53 | 4.4¢ | 4.62
4-MeOC;H, 4 Br 160~161 | 50 | AB | 60.01 | 60.28 | 5.0¢ | 5.16 | 3.89 | 3.99
4-MeOCsH, 41 159~159.5 | 44 | A | 53.08 | 53.02 | 4.46 | 4.46 | 3.44 | 3.47
4-MeOCsH, H 118~118.5 | 28 | B | 76.8¢ | 76.75 | 6.81 | 6.82 | 4.98 | 5.04
4 MeOCsH, | 4-Me |125.5~126 | 27 | B | 77.26 | 7711 | 7.07 | 7.29 | 4.7¢ | 4.61
4-MeOCsH, | 4 EtO |126~126.5 | 31 | B | 73.82 | 73.96 | 7.12 | 7.18 | 4.30 | 4.15

* B I RR Y SRR
**ARNFREERGE, AB BT REREERERATIE. B IBEES .

LIRS AR, MRS ESE X ERA N KERE (Ar'=4BrCH,, 4-
OICsHs, 4-0;NCeH,) R X WNEME R F BT HOL ZHEBR D, EERRN 1~4 X, BRYH
EEEBI R, HEFKkEHDS.

RIMERERRANHENE 2, ‘

RAITANMAY 2 5 8 £ B Mannioh § 1 % 4:4 T/ Michael it 5 ZRER#L
TR—FHE S ERR.
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1 2 s

:{% 1(AL1.'=06H5, Ar,=4—BrOGH4, 4—0103H4, 4“M6006H4, 4—M906H4) %ﬁE Z,@%m
T, BIMASRE HOL ZEWE B, £ 80~35°C B 2~4 X, AEBIKEIS, m=RED% 1L
k. ERGRRE?2,

0847 »



£2 R-4+-H2REWI HERER

= % & K (W
ro* H N
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m.p. (°C)
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VHEE | SRWE | HEE | SRUE | G| SRR
2 | 4-O,NGgH; | 87% CHyO | 161~162 94 68.90 | 68.95 | 5.44 | 5.42 | 9.46 | 9.45

2 | 4-CICH, 6566 ga* | 7145 | 7119 | 5.64 | 5.65 | 4.90 | 4.84
2 | 4-BrCH, 74~T6 os* | 61.83 | 61.82 | 4.88 | 4.75 | 4.2¢4 | a.38
3 CeHs 37% CH,0 | 89~90 30 | 77.50 | 77.46 | 8.36 | 8.58 | 4.30 | 4.31
3 | 30NGH, | #%®E | 71~73 5¢ | es.08 | 6s.28 | 7.07 | 7.3¢ | 7.56 | 7.50
3 | 4-CcH, SRFE | 95~96 (92§., 70.08 | 70.00 | 7.28 | 7.42 | 3.89 | 3.97
3 | 4BrCH, | 2%F® | 01~92.5 (9(2)3’,.,, 62.38 | 62.38 | 6.48 | 6.48 | 3.46 | 3.45
3 | 4-MeGH; |379% CH0 | 86~87 (9%‘,,,. 78.03 | 77.93 | 8.92 | 8.96 | 3.07 | 4.03

3 4-MeOCgH 4 92~93 85%* 74.33 74.08 8.22 8.51 3.94 3.82

* B 8 KIREEIIRTE -4 2.
*% oy Maonich I 1 /¢ 04 7R 8.

45 3 HRRERAE 1:1 ZEEKIE WP, F 10~20°C Hi$k 24 h, T R EKBRE, BT IREE-
4-M2,=FE80% LIk, BE 2,

NREAEFXAN., PRAN EEXRRRB T 0~5Cht, £HCOl ZEBE R P X4
Mannich RV, #4832 Mannich # 1, MR N 16~20°C #17, WHA S —4k4Y, X IR
B ERE R MR R e, 7 O—N BRI R AT - FR g, 47N
CurH1CINO, 3735 3 i, 7= 1) 7] 88 42 Schiff 5, 4-MeOCeH,OH—COHC(CH,)—N-CeH,~Cl-4(4).

HEFk (Ar=H, 4-NO,, 3-NO,, 4-Br), t188 & 4 R H K,

% Lo

m.p. ¥RKIE, IR fHE 260-50 7 43 i) 2, *H NMR fij Jeol PMX-60 % { Wi 52, 60
MHz, Ll TMS 4R, CDCls 8% COL H ¥, JLE AT Perkin-Elmer 240-C B4 &,

HOl Z BB 4 % LIk HoSO, T i HCl SABEZ KR MM LK ZEYF, &
100 mL JG7K ZEER M 50~60g HOL S {4k, HCl S B 40% L A.

Mannich ®p& i V

A B, BREEMREbE:  f bmmol BT 1.5~3mL Tk ZMH, HFEETK i
b iR B/, T S 4 BB 2 AR, ARG 1.5~3 mL HCl ZEE R, I 35 B B R R AT
IR, B, SRk, MAO0.6mL 87 % HIRE/K YA WA 6 mmol [, #£ 0~5°C (R 16~
20°C) Bk 6~8h, HICE R, WRAEE K, B 5% ZEE k. HEKRPECETD, FERENK
BT 10% Na.COp W R B, AR, sk, =R R ZBREEES &,

By, ME:4AME % bmmol HEMHE 1.5~3mL K ZEH, WA 0.6 mL 37%
RV, BB, 0 AULRMTIE, EBHTHA 6mmol Hi#l 1.5~3mL HCl ZE#
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Mannich g1¥T31, 2% 84 4+ _ZEXWIE3)

¥ 1(6mmol) MA 1.5~3mL EKZH, RBESI, REMA 1.5~3mLHCl ZF%
W, 30~385°C KM E 2~4 X, ik bR A B8,

B LR A 3§l % Mannioh 3, 1 B MR LB, HEHAN 30~35°CKRREREK, B
W ER A BT,

1,2--%%4, ¢ —ZH5BRE(3) kR

B 3(2.6mmol) KEREL, A 10 mL Z M 10mL K, FRBHB/IH G, TI3EER,
BESHK, H 10% Na,CO Wl P Z WM, ZEREREK, BERKERK, XK MgSO, F
B, W2 28, BRY, ER BB R E k., HZBESR.

TEAEZER ERENE, UV IR BAZKRE &N E, 'H NMR R R &
BT, MS B kAR R B0, —IF 36l

F TR ERERR FE SR BN RE.
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Mannich Reaction with Arylamine as Amine-component

V. The Mannich Reaction of Arylamine with Benzylideneacetone
or 4-Methoxybenzylideneacetone

Chen Guang-Xu Xu Xiu-Juan* Zhao Dong
(Department of Chemistry, Beijing Normal University, Beijing)

Abstract

In ethanol-HC! solution, arylamine-HCl and formaldehyde or the condensation
product of arylamine and formaldehyde were directly reacted with benzylideneacetone
to form 1-phenyl-3-keto-b-arylamino-1-pentene (1), 1, 2-diarylpiperidine-4-one (2)
or its diethylacetal (8). With 4-methoxybenzylideneacetone as the acidic compopent,
Mannich base (1) or the condensation product of 4-methoxybenzylideneacetone and
arylamine—=Shiff base(4) were obtained depending on the reaction temperature,

* 849 -



