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4, B AR L KBr B )y, Ak BRI E. "H 1 °F NMR f EM360-L B il &,
Sy LL TMS F1 TFA JyPprfshr. MS i Finnigan-MAT 4510 F{Y I %E.

BRI A=A 3a) IR (1] Hdy, FREBETFRZEREM Bb) FUK
[10] $l 45, £ ABEE 4 HSCIR [4) fil 4, BEBRE-2, 8, 8, 3-DIFNBERL W WP R = K ph (1f)
HSCHR (5] 45, FELE 4 U B W BR L T AR S S 2 (o~ Te) 230K (61 45

EEBEERBETPE=EEN () 20g(53 mmol)3b F1 100mL FBK3E, ERSH
T, BB Sk, EABmE, BAEEE. ZB AT, WHin 3.87g(24mmol) % F BEE A
10mL FBAEKR AW, LEAEBSAIRME. WotE, EERALDHE 2h, HE 50°C H#H
0.5h, W 3EEUE, WMERIKEREK, TREH 9g fL P EBE PRI

BB EMER, rhpaBd, HAPE-KELEL, 5108 BAaREgla, xR
89%, m. p. 160~161°C, CasHasO3As(3158 18, C, 69.71;, H, 4.77, sZiidg, C, 69.63; H,
4.7T), Vmax; 1695, 1610, 1800cm™2, 8, 7.55~7.85(20H, m, 4x CsH;), 3.22(8H, g,
OCHg,)ppm, m/z 482(M*), 451, 428, 152(F:i%).

PEEE-NHEFPHEATRE=FEMAD) H&IFER 1o, =K 98%, m. p. 193
~194°C, CosH20:NAs(3- & 1. C, 63.76, H, 4.12, szili{. O, 63.71, H, 4.17). vmex:
1650, 1560, 1305cm™, 85, 7.52~8.26(19H, m, Ar-H), 3.10(8H, s, OCHz)ppm, m/z,
B2T(M™), 496, 468, 152 (Fig).

FHEBRE-RZBETRE=FEMAS) ZERE TR ES. BHSMBREIN=
FUEP, BBASTR, AEMA 4.24g(10mmol)3a 1 100mL Fo/K %, B E ARFEHE,
HESEREBEA 0.66g(Gmmol) &M ZBR, A AAIIIE 4. ZRHH 2D, T, WBK
%E 10mL A4, BEREEEERSE, d 183 ECA-EMER RS 1.9g a5 1.
72% 18%, m. p. 129~130°C, OHaoF30,As (31848, C, 64.61; H, 3.84, ZH{E. C,
64.64, H, 3.79)., vmar: 1610, 1565cm™, 8a, 7.30~7.96(20H, m, 4X CeH;)ppm, Jy.
—8.8(8F, s, C¥g)ppm. m/z, 520(M*), 451, 152, 105 (Fik).

FPEHE2 2 3,3, 3-AFABEEFRRE=FEMAL) HAHTER1g. FRT70%,
m. p. 181.5~182°C, CaoHaoFs0,As (G4, O, 61.05, H, 3.50, sz, O, 61.21; H,
3.45) . Vmax. 1610, 1540cm™, dp, 7.25~8.00(20H, m, 4x CeH;)ppm, &y, 8.2(38F, s,
CF,CF.), 85.2(2F, s, CF;O0F)ppm, m/2, 570(M*), 451, 152, 105(HKiE),

FHHE2, 2,3, 3, 4, 4, 4 LATHEIRE=FEWAD) HEHFERIG =X
83%, m. p. 146~147°C, CyoHaoF,0.As (G H. C, 58.06; H, 3.23, szill{E. C, 58.04;
H, 3.21), Pmex: 1590, 1545cm ", 8y, 7.53~8.13(20H, m, 4% C;Hs)ppm, 8. 2.0(3F, 4,
J=9Hz, CF;,CF,), 82.8(2F, q, J=9Hz, C,F;CFy), 46.2(2F, s, CF;CFy)ppm, m/z.
620 (M%), 451, 152, 105(H:i%),

FRBEZHPAE(R) 1.45g(3mmol)la ¥5F Sml K Z4&H 4%, AN E T HCL
S ER. ERBERXE, MEREN, BEKME, 15 0.45g R TR L AZ W& 2a, =
F 84%, b. p. 90°C/3Torr, C1oH190s G 8 4H. 0, 67.42; H, 5.62, S2{lj4H. C,67.88; H, 5.57).,
Vuar: 3420, 1745, 1690, 1610, 1270cm™, 8y, 3.65(2H, s, OH.), 3.85, 8.75, (3H, s,
OCH,), 5.30(1H, s, CH=C), 8.00~8.53(5H, m, C¢H;), 12.50(1H, s, OH)ppm, m/z,
178(M*), 147, 105 (3ig) .

R 1.03g R SHATFEER, 150.85g B bRk, 135 5 16 = 5 2 Ji
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(Y pAs(OMYAL, ma. p. 172~ 178°C LHERE P 160~172°0), CisH1oOOlAs (Gl 3014, O,
60.25, H, 4.46, 3LWify. C, 60.81, H, 4.45).

MEEFPHEZHPE ) HEAEFEF 2, F 79%, m. p. 102.5~103°C,
C1oHoO:N (31 544, O, 53.81; H, 4.04, 5zi{8, C, 53.88; H,4.05), vmax: 3105, 1670, 1635,
1600, 1260cm™, 8n, 3.89(8H, s, OCH,), 5.82(1H, s, CH—C), 8.0~8.5(4H, A,B,,
CsH,), 12.79(1H, s, OH)ppm, m/z, 223(M*), 191, 150 (i),

1,1, 1-=5-2-MTEPERc) H&HFER2a, X78%, b. p. 101°C, C;H;0,F,
G1#1E. 0, 85.29,H, 2.94, {4, C, 85.41; H, 2.94). vmay: 3450~2800, 1780, 1745,
1680, 1660, 1200cm™, 8y, 3.83(8H, s, OCH3), 5.70(1H, s, CH=C), 11.95(1H,s, OH)
ppm, Oy, —2.0, 2.0(8F, s, CFy)ppm, m/z, 170(M*), 189, 101, 69 (Fis). A= FR
=4:1,

1,1,1,2 2 AF-3-MREEEE 2d) 1458 2a, % 76%,b. p. 122°C, CeH;0:1
GFE44, C, 82.78, H, 2.27, 5ziil{4. C, 82.80; H, 2.80). ¥msy: 3500~2700, 1765, 1745,
1670, 1640, 1200cm™1, &y, 3.89(2H, s, CHy), 3.91(3H, s, OCH,), 5.75(1H, s, CH=C),
12.20(1H, s, OH)ppm, dy. 5.2, 6.5(38F, s, CFsCF,), 46.8, 46.0(2F, s, OF,CF,)ppm,
m/z, 220(M*), 189, 119, 69 (%), #HEE N =8:1,

1,1, 1, 2-mFE-3-FMXEEPEE ) HAEH LR 2, =K 8%, b. p. 158.5°C,
CoHoO.F, (G244, C, 35.64; H, 2.97, ¥4, C, 85.63; H, 3.07). ¥ma: 3500~2800,
1765, 1740, 1680, 1650, 1200cm™*, 8x. 3.34(8H, s, OCH;), 3.41(2H, s, CH,), 4.97
(18, d-q, Jiypa=48Hz, Jwyn=8Hz, Jyn=6Hz, C'F;C°FH), 5.20(1H, s, CH=0), 11.5
(1H, s, OH)ppm, &y —1.0(8F, d-d, Jiupy~12Hz, Jipg=8Hz, C'F;C*FH)*, 1.0(8F,
d-d, Jipep=12Hz, Jypg=6Hz, CF;OFH)™, 110(1F, d-q, Jya=~48Hz, Jpp=12Hz,
CF,CFH)*, 180(1F, d—q, Jwu—=48Hz, Jiupp=12Hz, CF;OFH)"ppm, m/2 202(M*),
182, 171, 203 (M*+1, #1%). R =L =5:9,

1,1, 1-=§-4%%-2 4 T8 (22 0.4g(0.73mmol)1g T 3mL FKk = 4 ¥
5, BA TR HCLS &, RN EEFBHR. 2HEENEE, REBEHTRE. BEE
G, VIEHME, BHYRETTRK-EELBN, 190.16g LARMKAg. ™HE 6%, m. p.
34~385°C, Oy;oH,0.Fs(GE &, C, 556.56; H, 3.24, SL¥i{4. C, 55.56; H, 8.84). vugx:
1610, 1580, 1220, 1180cm™*, &g, 7.20~8.02(5H, m, CsH;),6.55(1H, s, CH=0),14.15
(1H, s, OH)ppm, 8. ~2.6(8F, s, CFg)ppm. m/z 216(M*), 147, 105, 69 (FiE).

1,11, 2 255583, 6-X_W@h) H&HEFG. mRT7%,b. p. 215°C,
CuH,O0.Fs GHE . C, 49.62; H, 2.63, 5L, C, 49.62; H, 2.63). vm; 1610, 1210,
1180cm™?, 8y, 7.22~8.00(5H, m, CeH;), 6.60(1H, s, COH=C), 14.70(1H, s, OH)ppm,
dp: 2.5(8F, s, OF;CFy,), 44.3(2F, s, OF OF,)ppm, m/z, 266(M*), 147, 69, 105 (i),

1,1,1,2,2, 83 3-LH-6%¥K4 6C_HMQRL) HEHERRE., K 5%, b.p.
195°C, CioH,0.F; GFE . O, 45.57, H, 2.22, W4, C, 45.88; H, 2.83). vuax. 1605,
1280, 1125e¢m™, &g, 7.25~8.02(FH, m, CeHy;), 6.62(1H, s, CH=C), 12.90(1H, s,
OH)ppm. 8y 2.8(3F, t, J=9Hz, CF,CF,), 43.8(2F, q, J =9Hz, CF,CF,CF,), 48.5
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(2F, 5, OF.CF,)ppm. m/z $16(M*), 147 (%), 105, 69,

R 2B R S BT RV IR,
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Studies on the Application of Elemento-organic Compounds
of the Fifth and Sixth Groups in Organic Syntheses

XXXI. A Facile Synthesis of 8-Ketoesters and
B-Diketones via Stabilized Arsoranes

Ding Wei~Yu" Cai Wen Peng Xin
(Shanghat University of Science and Techno'ogy, Shanghai)

Abstract

The gynthesis of B-ketoesters and B-diketones via the cleavage of As—C bond of
stabilized arsorane 1 under mild condition was reportfed. Arsonium ylide 1 in CH,Cl,
was treated with anhydrous hydrogen chloride at room temperature, B—ketoesters 2a ~2f
were formod after two days and B-diketones 2g ~2i immediately. The products could be
easily separated and purified, and the yields were fair to good. Thus, this method provides
a facile synthesis of the title compounds, especialy for fluorinated B-ketoesters and
B—-diketones.
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