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A5l lelA, @717 n-HEeES] AS 5HeE sk Ay,

A1gel oA, ©A (ii)ellA ofdstA7E (RC0)02 FAIEHE AHFE(acid anhydride) H+ RiCOCIZE 3EA|
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i
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fal%
Lot

A7kl Qi A, oA BIA 7} (RyCO)0F FEAIHE AFF-E(acid anhydride)?l RS EA o= 3l AW

Aol oA, A (i1)elA opdstAler vbSAIZl T oA, T4 e e #E&Ae Hkeke] Tk
g 5o s AEy.

g Al A
Wiy o] YA E

7l € & °F

2 odge Agdgds el sHza 335 $A4S 93 T3 AR AEE = i 2-op-3-0}
1] 4--2-2H 7 - of o] E €] ’\ﬁﬂ Azwgol B3 Aoty Huh FAFHow, R ame Hgolz HbE FIHAE
o] &-3to] T}k 2-0ba-3-o}n| --2-AF| o o] EE foldlA mIH o Azt W] #3 Aolt}

L/ A
3l7] slshal 1 HAISE 2-ofa-3-oln| -2-AF|oo] E= ofFl, U4l H oaHE ME UE 3FTH &
718 7= g28r] dFEEA, A4S veplE B2 S33EEe 8% dvla X o] (pharmacophore) 2
o] g5ojA 1 9 I&ZE(pyrazole), T H(pyrimidine) D SA}ZE(oxazole)Z 7L e =g 3}3E9
TS 2% 83 FAZ o] g5 o]H sheAdo] Mg =2 et}

NH, O
R17N~""0R2

0~ "R3

1

a8y AF7A 2-ofAl-3-oln| w-2-A A o] EE A Fstr] 3t WHE Hgl-AE o] ~H E(beta-keto
ester)9} YEH(nitrile)S 32 HAo] 2 SnClye EAtlA WHEAI71E W Rke] FA5of & H[B.

Corain, M. Basato, A. C. Veronese, J. Mol. Catalysis, 1993, 81, 133], &¥}& o & 2-o}2-3-o}u]=-2-27]
ool EE AlZshE WS odHA A &,

St Bdlo]=(Blaise) WHE2 oF 1004d el &zl WHOZ[E. E. Blaise, C. R. Hebd. Seances Acad.
Sei. 1901, 132, 478; 1901, 132, 978], 371 wkg2] 1o AAlE wiel o], #xEM27] AlF(Reformatsky
reagent)Z} UYEH(nitrile)S HHEAIA sl7] e 49]  dotu| A o] E(enaminozincate) FIHAE
Sk, A7 FUAE AP Mo A T4 (work-up)dFH HE-AE o ~H Z(beta-keto ester)7} do]x]
o, FA k= gl FeAoz AHEstd wEl-dolr) e o] ~H Z(beta—enamino ester)’} TAAHAAE A
o2 d#A UrHR. Pcampo, W. R. Dolbier, Jr., Tetrhedron 2004, 60, 9325; J. Cason, K. L. Rinehart,
Jr., S. D. Thornton, Jr., J. Org. Chem. 1953, 18, 1594; H. B. Kagan, Y. H. Suen, Bull. Soc. Chim, Fr.
1966, 1819; S. M. Hannick, Y. Kishi, J. Org. Chem. 1983, 48, 3833].
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[a] A2vEDASF Lejg AHES] F

[b] E/7 &&= =&

2-0}41-3-0}w] 12947 6] o] E (1b)

o

'H NIR (400MHz, CDCl3) & 11.24 (bs, 1H), 7.29~7.11(m, J= 6.8Hz, 4H), 5.52 (bs, 1H), 3.72 (m, 2H), 2.37

(s, 3H), 2.32 (s, 3H), 2.08 (s, 1H). 0.69 (t, J= 6.8Hz, 3H)

“C MR (400MHz, CDCl;) & 13.30, 19.20, 30.00, 59.80, 103.30, 125.60, 128.90, 129.80, 130.10, 135.90,

137.70, 165.90, 168.30, 198.30

2-0}41-3-0}w] 1297 o] o] E (1)

I NMR (400MHz, CDCl3) & 10.96 (bs, 1H), 7.37(dd, J= 8.0Hz, 2H), 7.11(dd, J=8.0Hz, M), 5.51 (bs, 1H),

3.80 (q, J= 8.0Hz, 2H), 2.36 (s, 3H), 0.81 (t, J= 8.0Hz, 3H)

“C MR (400MHz, CDCly) & 14.10, 29.50, 53.50, 60.10, 104.30, 115.60, 116.20, 128.50, 116.00, 134.40,

165.70, 169.70, 197.00

2-0}41-3-0}w] 1e-2-9H7]| o] o] E (1d)



<54>

<55>

<56>

<57>

<58>

<59>

<60>

<61>

<62>

<63>

<64>

<65>

<66>

<67>

<68>

<69>

<70>

<71>

<72>

<73>

<74>

ZIHSd 10-2009-0128034
' NIR (400MHz, CDCly) & 10.99 (bs, 1H), 8.74(dd, J= 4.0Hz, 1H), 8.61(d, 1H), 7.76(m, J= 4.0Hz, 1H),
7.44 (m, J= 4.0Hz, 11), 6.00 (bs, 1H), 3.78 (q, J= 7.2Hz, 2H). 2.38 (s, 3H), 0.79 (t, J= 7.2Hz, 3H)

13C NMR (400MHz, CDCls3) & 13.60, 30.00, 60.20, 104.50, 123.80, 134.90, 135.50, 147.10, 150.40, 163.00,
168.70, 197.80

2-0} -3~} M -2 =] 0] E (1Le)

' NMR (400MHz, CDCls) & 11.26 (bs, 1H), 7.13(d, J= 8.4Hz, 2H), 6.89(d, J= 7.2Hz, ), 5.57 (bs, 1H),
4.25 (q, J= 7.2Hz, 2H), 3.90 (s, 1H), 3.78 (s, 3H), 2.28 (s, 3H). 1.33 (t, J= 7.2Hz, 3H)

13C NMR (400MHz, CDClz) & 14.20, 30.00, 39.70, 55.20, 60.30, 103.20, 114.50, 126.50, 130.80, 159.00,
168.70, 169.60, 196.80

2-0} -3~} M -2 o] o] E (1)

' NR (CDCls, ppm) & 11.37 (bs, 1H), 7.41 ~ 7.21 (m, 5H), 5.56 (bs, 1H), 4.24 (q, J = 7.2 Hz, 2H),
3.96 (s, 2H), 2.32 (s, 3H), 1.32 (t, J=7.2 Hz, 3H)

13C NMR (CDCls, ppm) & 14.2, 30.1, 40.6, 60.3, 103.4, 127.6, 128.6, 129.8, 134.6, 168.0, 169.6, 196.9
2-0}-3-o}v] -2-45] =] o] E (1)

' NR (400MHz, CDCls) & 11.23 (bs, 1H), 5.62 (bs, 1H), 4.23 (q, J= 7.2Hz, 2H), 2.53 (q, J= 6.8Hz,
2H), 2.23 (s, 3W). 1.33 (t, J= 7.2Hz, 3H), 1.18 (t, J= 7.2Hz, 3H)

13C NMR (400MHz, CDCls) & 12.50, 14.20, 28.90, 29.90, 60.30, 102.90, 169.80, 171.50, 197.00
2-o}4l-3-0}u] 1=-2-L A = o] o] E(1h)

1H NMR (400MHz, CDCly) & 11.26 (bs, 1H), 5.57 (bs, 1H), 4.24 (q, J= 7.2Hz, 2H), 3.12 (q, J= 6.8Hz,
1), 2.24 (s, 3H). 1.33 (t, J=6.8Hz, 3H), 1.19 (d, J= 6.8Hz, 6H)

13C NMR (400MHz, CDCls) & 14.20, 20.90, 29.90, 31.20, 60.00, 103.00, 170.10, 173.90, 196.30
2-0}Al-3-0}H]| =-2-L A o o] E(11)

1H NMR (CDCls ppm) & 10.68 (bs, 1H), 7.76 ~ 7.73 (m, 2H), 7.54 ~ 7.20 (m, 8H), 5.72 (bs, 1H), 3.62
(q, J=7.1Hz, 20), 0.63 (t, J=7.1Hz, 31) minor

1H NMR (CDClsz, ppm) & 9.04 (bs, 1H), 7.76 ~ 7.73 (m, 2H), 7.54 ~ 7.20 (m, 8H), 5.27 (bs, 1H), 4.04 (q,
J=7.1Hz, 2H), 0.95 (t, J=7.1Hz, 3H) - major

minor : major = 0.5 : 1.0

13C NMR (CDCls; ppm) & 13.2, 13.9, 59.5, 60.2, 100.0, 103.7, 126.5, 126.8, 127.4, 127.9, 128.0, 128.6,

128.9, 129.9, 130.0, 130.1, 131.8, 137.0, 137.3, 140.7, 142.5, 164.7, 167.2, 168.8, 169.4, 194.6,
195.5

2-0}A-3-0}u] -2~k A 1ol o E (1)

I NIR (CDCl3, ppm) & 10.74 (bs, 1H),7.54 (d, J = 8.7 Hz, 2H), 7.42 ~ 7.19 (m, 5H), 6.86 (d, J = 8.7

Hz, 2H), 5.49 (bs, 1H), 3.86 (s, 3H), 3.71 (q, J = 7.1 Hz, 2H), 0.70 (t, J = 7.1 Hz, 3H) - minor
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H NMR (CDCls ppm) & 8.96 (bs, 1H), 7.75 (d, J = 8.7 Hz, 2H), 7.42 ~ 7.19 (m, 5H), 6.80 (d, J = 8.7
Hz, 2H), 5.18 (bs, 1H), 4.08 (q. J= 7.1 Hz, 2I), 3.81 (s, 30). 1.03(t, J = 7.1 Hz, 3H) - major

minor : major = 0.3 : 1.0

“C NMR (CDCI; ppm) & 13.4, 14.1, 55.4, 59.5, 60.2, 99.9, 103.6, 113.1, 113.2, 126.8, 127.4, 128.5,

128.8, 130.0, 131.3, 133.4, 134.8, 137.0, 137.6, 161.4, 162.7, 163.5, 166.5, 168.7, 169.7, 193.5,
194.0

2-0}A-3-0} M) 1-2- A 1= o] E (1K)

' NR (CDCl;, ppm) & 11.22 (bs, 1H), 7.45 ~ 7.37 (m, 5H), 5.47 (bs, 1H), 3.75 (q, J = 7.2 Hz, 2H),

3.35 ~3.24 (m, 1H), 1.16 (d, J = 6.8 Hz, 6H), 0.72 (t, J = 7.2 Hz, 3H)
e MR (CDC15, ppm) & 13.3, 19.6, 36.6, 60.2, 103.7, 126.6, 128.7, 130.0, 138.4, 166.4, 170.0, 203.5
2-0} -3~} m] -2 o] o] E(11)

' NR (CDCl;, ppm) & 11.39 (bs, 1H), 7.47 ~ 7.35 (m, 5H), 5.58 (bs, 1H), 3.73 (q, J = 7.2 Hz, 2H),
2.58 (d, J=7.0Hz, 2H), 2.22 ~ 2.11 (m, 1H), 0.95 (d, J = 6.6 Hz, 6H), 0.70 (t, J = 7.2 Hz, 3H)

“CNIR (CDCl5, ppm) & 13.3, 22.8, 25.5, 49.4, 60.1, 104.6, 126.6, 128.6, 130.0, 138.4, 166.4, 169.9,
199.1
2-0} -3~} M) -2 =] o] E (1m)

' NR (CDC1;, ppm) & 10.68 (bs, 1H), 7.51 ~ 7.35 (m, 5H), 6.15 (bs, 1H), 3.88 (q, J = 7.2 Hz, 2H),

0.93 (t, J=7.2 Hz, 30

13C NMR (CDCls, ppm) & 13.4, 61.2, 100.7, 126.1, 126.6, 128.9, 129.2, 131.0, 135.9, 166.9, 170.7

AAld 14-18: 2-opd-3-o}F| =-2-UFA o 0] E(1a) 9] A=

n-BuLi w871 3 20 71AlE 9715 S7] & 20 VIAE dRe R AMgehs e Astae, AAld 13
A o A FFES &7 E 20 AW FEE FEIAT
%2
AL iikd Gk &

1 mBuli 1.0 82

14 LiHMDS 1.0 61

15 NaHMDS 1.0 69

16 tert-BuOK 1.0 57

17 mBuLi 0.5 78

18 mBuLi 0.1 67

[a] Az=vtEIY S Eed P& F&
Hlae) 1: 2-opd-3-o}n| =-2-8 7| ;=0 0] E(1a) 9] A=

715 AHESHA @ e Alfstas, A 13 Fdd e r A s (18%9)S FEskth. N-opd

3lE BarEo] 27% AAH T}
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