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In an invest igat ion of the struch, r e  of  natural  polypept ides ,  the specif ic  chemical  cleavage of the peptide 
bonds at t ryptophan res idues  with the aid of N-bromosuce in imide  (N-BS) is used not infrequently [1]. The p r e s -  
ent paper  gives the r e su l t s  of an invest igat ion of pept ides  obtained by the action of N-BS on the acid of the 
antibiotic A-128-OP,  which includes a number  of amino acids of nonprotein nature:  dehydrotryptophan (ATrp), 
f l-methyl t ryptophan (f l-Me-Trp),  c i s -  and t r ans -3 -hyd roxypro l ine s  (c- and t -3-Hyp) ,  ~-hydroxyleucine  
(~-HyLe),  and o the r s  [2]. The A-128-OP acid is fo rmed  in the mild  alkaline hydro lys i s  of  the cyclolactone 
bond of antibiotic A-128-OP and is an l l - m e m b e r e d  peptide with c i s -3 -hydroxypro l ine  at the C-end and as -  
par t ic  acid a t  the N-end, the a spa r t i c  acid acylat ing the se r ine  following it  by i ts  fl-COOH group [2, 31. 

Since there is no informat ion  in the l i t e ra tu re  on the action of N-BS on peptides containing dehydro t ryp to-  
phan, we f i r s t  inves t igated the poss ib i l i ty  of oxidative c leavage on the following model peptides: N - B z - A - T r p -  
GIy-OH, N - B z - A - T r p - P r o - O H ,  N - B z - A - T r p - T r p - O H  [4]. 

With the use of a f ivefold excess  of N-BS in 70% ace t ic  acid,  the glycine and prol ine  were  spli t  off to the 
extent of 35-40%; the third peptide only underwent modification without c leavage of the peptide bond. 

The oxidative c leavage of the A-128-OP acid was p e r f o r m e d  with a tenfold excess  of  N-BS in 70% CH s " 
COOH at 20°C for  30 min.  The mixture  of pept ides  fo rmed  was separa ted  by p r epa ra t i ve  e l ec t rophores i s  in 
1 N CHsCOOH, and the pept ides  we re  additionally pur i f ied  by TLC on si l ica gel in the b u t a n - l - o l -  CHsCOOH- 
H20 (4:1 : 5) sys t em.  For  each of the pept ides  i so la ted  we de te rmined  the qualitat2ve and quanti tat ive amino 
acid composi t ions ,  the N-  and C - t e r m i n a l  amino acids ,  their  e lec t rophore t ic  mobi l i t ies  at pH 2.4, 4.2, and 6.5, 
thei r  UV spec t ra ,  and, in some cases ,  thei r  NMR spec t r a .  Ninhydrin-negat ive peptides were  t rea ted  with o-phen-  
y lenediamine (pH 5.0,100°C, 1 h) to spl i t  out der iva t ives  of pyruvic  acid [5]. On the bas is  of the analytical  r e -  
sults given in the p re sen t  pape r  and previous ly  [3], we de te rmined  the amino acid sequence for  the following 
peptides of those that were  isolated: 

Peptide (I): A - A b u ~  Thr--* Ala ~Gly- t -3-Hyp-NI-I2[A-Abu r e p r e s e n t s  dehydroaminobutyr ic  acid (fl-methyl- 
dehydroalanine,  see  [6])]. 

Peptide (II): A-128-OP acid in which both tryptophan res idues  had been completely  oxidized by the N-BS. 
Asp 

Pept ide (II): 
I _  Ser_NH2. 

Peptide (IV): Asp 
q ~ Sep ~ A-Abu ~ Thr ~ Ala ~ Gly- t -3 -Hyp-NH 2 o 

Pept ide (V): f i H y L e ~  c -3 -Hyp-OH.  

Pept ide (VI): A - T r p  ~ f l M e T r p .  

The amide groups in peptides (I), (III), and (IV) may appear  as the r e su l t  of  the c leavage of the peptide 
bonds at the amino groups of dehydroamino acids [5]: dehydrotryptophan [peptides (I) and (IV)] and c~,fl-dehydro- 
aminobutyr ic  acid [peptide (III)]. Pept ide  (V) contains e i s -3 -hydroxypro l ine ,  which is the C- t e rmina l  amino 
acid in the A-128-OP acid [2] and, consequently,  the amino group of the f i-hydroxyleucine must  be acylated by 
a f l -methyl t ryptophan residue.  
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Thus,  the analys is  of the pept ides  i so la ted  f r o m  A-128-OP acids a f t e r  the action of N-BS that h a s t e n  
p e r f o r m e d  gives  grounds for  a s suming  that the A-128-OP acid has  the following amino-ac id  sequence:  [--- Se r  - -  

A- Abu - -  Th r  --* Ala --* Gly --* t -  3-Hyp - -  A- T rp ~ fl MeTrp  --* flHyLe - -  c -3 -Hyp-OH,  which is somewhat  r e -  
fined as  c o m p a r e d  with that given p rev ious ly  [3]. Detai ls  of the exper imen t  on the c leavage of the A-128-OP 

acid will be published l a t e r .  
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Continuing an invest igat ion of the polyphenols of Myr i ca r i a  a lopecuroides  Sehrenk.,  family  T a m a r i e a c e a e  
Lindl. [1], by acid hydro lys i s  of the combined el lagotannins (5% HC1, 100°C) followed by extract ion with ether 
and ethyl ace ta te  and chromatography  of the ethyl aceta te  ex t rac t  on Sephadex LH-20 we have obtained two 
cleavage acids.  

Acid 1~ C14H10010" 2H20 (the resu l t s  of e l emen ta ry  analys is  co r respond  to the calculated f igures) ,  mp 
(decomp.) 277°C, Rf 0.65 in BAW (40:12 .5 :29 ;  sys t em 1) and 0.65 in 15% CH3COOH (FN-3: sys t em 2). It  
f o rms  a deep blue colorat ion with 1% f e r rous  ammonium alum (FAA). The react ion  for  bound ellagic acid i s  
negative [2]0 With concentra ted  H2SO 4 it  g ives  a posi t ive  
spec t rum shows the absorp t ion  bands of  hydroxy groups,  
13300, 3000- 2600, 1650, 1535, 1610, 1035 cm-1).  

The methylat ion of  acid 1 with an e therea l  solution 
113°C, C21H24010 , molo wt. 436 (mass  spec t romet r i ca l ly ) .  

react ion for  the fo rmat ion  of xanthone [3]. The IR 
a carbonyl  group, a benzene r ing ,  and an e ther  bond 

of diazomethane gave a heptamethyl  der iva t ive ,  mp 
The IR spec t rum has the absorpt ion bands of methoxy 

groups ,  an e s t e r  bond, a benzene r ing,  and an e ther  bond (2930, 1730,1600,  1100 cm -1). The NMR spec t rum 
has the s ignals  of three  a roma t i c  pro tons  in the fo rm of a superposed  singlet  and doublet at 5 7.22 ppm and a 
doublet at  6.71 ppm (J = 2 Hz),  and also the signals  of the protons of seven methoxy groups  at  3.84 ppm (12H) 
and 3.83 ppm (9H). 

The hydro lys i s  of the heptamethyl  der iva t ive  with 2 NNaOHgave  a pentamethyl  e ther ,  mp 247°C. T i t r a -  
tion of the pentamethyl  e the r  showed the p r e sence  of two earboxy groups .  

On the bas i s  of r e su l t s  obtained,  the acid 1 was identified as dehydrodigal l ic  acid [4]. 

Acid 2, C21H1005 • 2H20 (the r e su l t  of e l emen ta ry  analys is  co r responded  to the calculated f igures) ,  mp 
(decomp.) 281-283°C, Rf  0.48 in s y s t e m  1 and 0.60 in s y s t e m  2. With a 1% solution of FAA it fo rmed  a deep 
blue colora t ion.  The reac t ion  for  bound el lagic acid was negative [2] and with concent ra ted  H2SO 4 it gave a 
posi t ive  reac t ion  for  the fo rmat ion  of xanthone [3]. IR spec t rum:  3400, 3000-2600, 1690, 1610, 1050 cm - l .  
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