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Ahotract-The structure of isoeuparin, a ~n~tuent isolated from seedlings of Tugetcs puruia, is contirmed by a short 
synthesis, involving reaction of cuprous isopropenylaatylide with 2,4dihydroxy-3-iodoacttophenone. 

- 

i!VFRODUCl-ION 

Tbc isoiation of a new benxofuran from the reodlings of 
Tugeres patulo L. has just been reported in thii Jounrpl 
[I]. The propo& structure (1) for this product, named 
isoeupuin (4-hydroxydehydrotrcmtone) was based es- 
sentially on interpretation of the ‘H NHR spaxrum, We 
rqmt here a short synthesis which confirms the S-aaztyl- 
~h~roxy-2-~pro~yi~~ofu~ (I) structure. 

RtsULlS AND DISCUSSION 

We bavc previously reported (21 the synthesis of the 
related natural s-acetyl-2-isopropenyRXnxofurans [eu- 
parin (2), dchydrotremetone and methoxytuparin] by the 
reaction of cuprous i~pro~ny~tyl~e with an appro- 
priate ~~~~ophenoL Rasod on this method of bcn- 
xofumn heterocycle construction, a preferred starting 
material for isoeuparin is 2&dihydroxy-Xxloto- 
phenone (4). We found previously [3] that attempted 
mono-iodination of 2,Qdihydroxyaottophenone (3) gave 
mixtures of the +monoiodo (4). S-monoiodo (5) and 35 
di-iodo derivatives and that 5 was readily converted to 
tupuin (2). A specimen of the Imonoiodo derivative (4). 
obtained by iodination of 3 in di- 
isopropylamine-methanol solution and readily separated 
from the product mixture. was here employed. A simpkr 
preparation of 4 has also been reported [4] and we have 
co&rrned that the 3-iodo isomer is obtained in excellent 
yield by iodination of 3 in aqueous ethanol in the presence 
of iodic acid. 

By beating 4 in pyridine solution with cuprous iso- 
propenyloatylide, 5--acetyl-rlhydroxy-2-isopropcnyl- 
benxofuran (1) was readily obtained with constants in 
excellent agreement with those reported for isoeuparin. 
The “C NMR spatra for both isoeuparin (1)and euparin 
(2)are record& in Table 1, with assignments based on the 
reported valuea for benxofuran [S] and additivity re- 
lationship of o-hydroxyautophenone and benzene. 

*To whom corrapondena shotAd bc addressed 

EXPERtMENTAL 

~~~~~oxp~~efo~ (4). (a) Iodine (1.0240; 
0.00) wrk) was ukbd to x soIn of 2,Qdihydroxywxtophcnone 
(I.522 0; 0.01 mok) in EtOH (30 ml). followed by a soln of iodic 
acid(O.352~;0.002 mok)in H,O(B ml),rnd thcmixturcstirredrt 
room tanp. for 2 hr. It wu then diluted with Ha0 (to 250 ml)and 
the p9t (pink solid, 2340. mp 110-162”) colkctcd, and cryrtaI- 
lized from hcune to give the Eiodo coutpound (4) as bcigc 
nadks, mp 15%16r (softens at Iso”k ‘HNMR (Me$IO-d& 
d 260 (s, AC), 6.62 (d. i - 9 Hz, H-S), 7.82 (d. J - 9 Hz. HA) and 
13.78 (s, OH). (a) A soln of iodine (1.66 g) in McOH was added 
dropwise to l stirred soln of 2.4dihydroxywztophcnonc 
(970 mg) in di-isopropylamine (IO ml) md McOH (20 ml) and 
~hc mixture stind at room temp. for 22 hr. It was then poured 
into dil. HCI (I N, 100ml) and the ppt [3lS mg, consisting of a 
mixture of the 3-iodo derivative (4). the Sodo derivative (5) and 

Table 1. “CNMR spcctnldatrof 
wxupnn (1) and euparin (2) 

Carbon I 2 

2 156.7’ iS?P 

3 100.8 99st 
4 158 5. 123.5 
5 114.3+ 1219: 
6 127.3 159.6. 
7 103.4 102 4t 
8 159.5 161 5 
9 I Id.Yt ll68$ 
IO 25+1 2039 
II 26.9 26 8 
12 1323 132.1 
13 I 13.4 113.7 
14 19.2 192 

l t:Thcsc values may bc 
intcfehrnpad 
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tbc 3.~iodo dcrintivc (6) in 1.4: 1:4.8 ratio by ‘H NMR 
analysis] cotktai. Fur&a dilution of I& filtnte wth Hz0 
(30ml)~~ppr@inl;solid200mp)ofI&3_iodocompound 
(4) idalbl with thrt obinal in (a). 

+.4crc~*x~2-~pw~yko~ (Lrocyporin. 1). A 
SohI of ZCdihydroxyumpb (3fMmg) in pyTidk (12ull) 
w&s ddad 10 l rlirrad mixture of cupmus ilopropcnylmatylidc 
(16Smg)[2]inrheunubdv~~(12ml)~thcmixr~harad 
under r&u W&-T nitrogen for 13 hr. It YII then dilutad with 
Et10 (15Oml). cookd to 0” and 6kral. Evqomtion of the 
wrrbed(3xlOOmlH*O~Ix100mlkiac)~dried~ 
h~g4VC~dldydlOW-brOWOOityrdid,Whk!lW8SbOikd 

with,bauw(lOmlrirh~dropofWridmc)forSmih+be 
tupcm~t~t tiquor ms damntal frm duk ruiclrul tm, md on 
=W P= i=uprin (1) = Veuow nacdkr Wmo). mp 
1Wllo” (lit. [I] mp IO?-lOS”k ‘HNMR (CD&h 6212 (I. 

vinyl Me). 265 (1. AC), 5.19 (s, vinyl H). 5.76 (1. vinyl m 6.84 (+ H- 
317.00(dJ-8HrH-7)~7.64(dI-8Hr.Hd)~l3.25 
(% OH). 
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