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1. ACzo/EtaN
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6]
( CHCl3 , 0.25mm
). Varian Gemini 300
, CDCl3 , CHCI3
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(7.25), CDCl; (14), 256 (47), 242( 46), 211(46), 195(40), 183
(77.0). (70eV) VG Autospec . (20), 169 (40), 155(50), 143(38), 123(20), 105
(GA3, 1) , (100),91(14), 77( 47).
) HRMS : 466. 162 3; C26H26 08
7- ; 3- 466. 162 8.
. (2). 13- ( [ 4] -)
(5): m. p. 133~ 135°C. IR( Vaa):
, (3) 3540, 3 030, 1780, 1 750, 1 730, 1 600 cm™ .
. 80% (%) : : C, 66.75; H, 5. 62;
(Ht. (4) . C. 66. 94 H, 5. 62.
, (5). '"H NMR( 6): 1.28(3H, s, 4— Me), 1. 94( 1H,
(5) (4).(5) dd, Jem= 10.9, J1s,15= 3. 7Hz, H14B), 2. 10( 1H,

(120mg , 60% , 3. 0 mmol)

(4) (500 mg, 1. 07

mmol) (35 mL) ,
5 h. 0C 20%
KH>PO4 (5mL),
, (2x 10 mL).
( V(
)V ( y=1:3) (5) 340 mg(
68%), (4) 135 mg.

(4): m. p. 227~ 229C; IR ( Vaax):
3540, 3 040, 1780, 1 755, 1 730, 1 600 em™ '

'"H NMR( §):1.25(3H, s,4- Me), 2. 00( 1H,
d, Jeem= 11.7 Hz, H148), 2. 34 (1H, dd, Juem=
18.2, Jua19= 3. 4Hz, H15B), 2. 48( 1H, dd, J gem=
11.7, Jua1s6= 3. 4 Hz, H14a), 2. 89( 1H, d, Js 6=
10.9 Hz, H6), 3. 56( 1H, d, Js.e= 10.9 Hz, H5),
3.77(3H, s, OMe), 5. 60( 1H, d, J» 3= 3. 8 Hz,
H3),6.04( 1H, dd, J1,2= 9.3,J23= 3. 8 Hz, H2),
6.43(1H, d, J1.2= 9. 3Hz, H1), 7. 47~ 8. 11( 5H,
m, Ph).

BC NMR( 8): 14. 4( C18), 16.9( C11), 32. 7
(C12),40.5(C14), 47.5(C15), 47.7(C8) , 51. 6,
51.7(C5,C6),52.4(0OMe) ,52.5(C4), 53.5(C9),
70.5( C3) ,78. 5(C13), 89. 7( C10), 128. 5, 129. 0,
129.5,129.7(Ph), 133. 5( €2), 133.8( C1), 165. 3
(PhCO), 171.6(C7) , 176.6(C19) , 217. 4(C16) .

LRMS( m/z) 466(M*, 2%), 435(12), 376
(2), 361( 4),344(3) ,329(3), 316( 8),299(28), 284

d, Jeem= 10.9 Hz, H14a), 2. 25( 1H, d, Jgem= 19.5
HzH158), 2. 74(1H, d, Js,6= 7. 6 Hz, H6), 3. 06
(1H, dd, Jeem= 19.5, J146. 150= 3. 7THz H15q) , 3. 61
(1H, d, Js6= 7. 6 Hz, HS), 3. 78(3H, s, OMe),
5.66(1H, d, J2 3= 3.8 Hz, H3),6.02( 1H, dd, J1.
=9.3,J23= 3.8 Hz H2), 6. 51(1H, d, J1.2= 9.3
HzH1), 7.45~ 8. 05(5H, m, Ph).

BC NMR( 6): 14. 3(C18), 17. 8(C11),34.9
(C12), 46.4( C14) , 47. 6( C15), 48. 5(C8), 50. 0,
50. 8(C5,C6),51.6(C4),52.4( OMe), 55.8( C9),
71.2(C3),81.3(C13), 88. 5(C10), 128. 6, 129. 1,
129.7,129.9( Ph), 132.7(C2), 133. 6( C1) , 165. 3
(PhCO), 172.4(C7), 176.8(C19),215.5(C16).

LRMS(m/z) 466( M", 3%), 435( 3), 344
(3),300(10) , 271( 5), 256(22) , 240(25), 211( 16),
197( 12), 169( 14) , 155( 26), 122(8), 105( 100), 91

(10).
HRMS :466. 162 5; CysH 2603
466. 162 8.
2
[5,6] ) (6)
(7)
1~ "B
- \\\&H
: 0~ n—Buli
or t—BuOK
: H
COoMe
(6)




Tab.1 The conditions for the acyloin rearrangement

Solvent

t/C
n- BuLi THF 20 A
t- BuOK t- BuOH 20 A
t- BuOK THF 20 A
DBU THF 67 B
DBU CH2CL 40 B
K2CO3 DMF 20 B
K>CO;3 DMF 150 A
NaH THF 0~ 20 C
NaH Et,0 20 B
NaH DMF 20 C
NaH CH,Cl 20~ 40 68% "
NaH CICH,CH,Cl 20~ 83 56%*
LiH CH,ClL 20~ 40 B
s N ’
-G (< 10%)
(5)
(NaH)

2
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H- 6 AB ,
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1.
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acid. The preparation of substrate for synthesis studies

Studies on the C, D ring rearrangement of gibberellin derivative | :

studies on the conditions of acyloin rearrangement

LIU Jiarr ping
( The School of Pharmacy, Yunnan University, Kunming 650091, China)

Abstract: T he acyloin rearrangement reaction of C, D ring of gibberellin derivative(4) with bases in diff
ferent solvents was studied and 68% yield was achieved when the corresponding GA ketone( 4) was treated
with sodium hydride in dichloromethane at room temperature.

Key words: gibberellin; acyloin rearrangement; structural determination

T he physical characters of strong black hole( primordial black hole)

ZHOU Xurrxiu"?, JIAO Shar ging'
( 1. Applied Physics Department, South West Jiaotong University, Chengdu 610031, China;
2. Department of Physics, Sichuan Normal College, Nanchong 637002, China)

Abstract: The strong black hole (primordial black hole) created from the Early U niverse has been dis-
cussed about its temperature and energy density and considered to be composed of a large number of micro
quarks in superhigh dense state with high temperature and statistical thermal equilibrium. The calculation
about its lifetime, duration time of explosion and energy emission rate shows that the strong black hole is prob-
ably the best candidate to ultra high energy gamma ray bursts. The obvious difference of physical property be
tween the nucleons of the early universe and the current stage has been discussed and the norr consistent pat
tern in mass and radius formula of Astro-Particle has been explained in this paper.

Key words: violent ex pansion of the universe; strong black hole( primordial black hole) ; super high densen

state with high temperature; statistical thermal equilibrium; ultra high energy gamma ray bursts



