629

32 7 2(2-(F - -
3R #, 201Q 32(7), 629~ 633 667
2(2(1- - )-
E D R OR el B R AR A, Rk
(1 , 810001 2
273165 3. s 100049,
4 5 250014)
( PBITS) M F K, CO, , PBII'S 9 C 40m i,
PBII'S R 20
350 402 mm, 11. 4~ 29.3 fol
: 0626 0657. 7 c A : 0258-3283(2010) 0F0629-05
(FA) . FA ,
350 402 m .
[1] ’ ’
[2]
! 1-
[4] 1- [5]7 2 1- 1
1100 - (
2-(2-(1- )" )= Agilent ),
(PBI'S), N, N- (DMF) (APCI); H ypersil BDS-C8 (4.6 tm % 200
,  K,COs s 90°C PBTIS mm X 5 Hm, );
q@ i Cary300 (
“‘ ) HZND saso, L L N o ): F7000 ( ):
) HN () xod Uuity inova-600 MH z (DM SO
CHO O ™S )
W@ W@ 2-(2-(1- - )-
\ c1os—©—m O \
&] CH,CH,OH __* : “] CH,CH,0-Ts ( ); 20 ( );
O O (ACN, s M erck );
PBITS ( ); ; M illrQ
inY . IMF
N 9
]I((E(()ZO]())I;IF b‘a CH,CH,0—C—R
: 2009-06-29
PBITS-FA it ” (328)
PBI'S (1981-),

Derivatization sketch between PBIS and alphatic acid



630

2010 7
1.2 5.2 ¢ 5.0¢g
, 200 mL
10 mmol/L ( DMF 3 h \ :
) 258. 1mg 2-(2-(1- )~ . N, N-
) - ., DMF 10 mL, DMF(V:V=5:1) ., 6.5¢

50 mmol/L , 94. %% 'HNMR (600 MH z
(50x10 "mol/L) (LOx10"  DMSO-ds), & 13.19(s 1H, N—H); 7.3~ 8. 6(m,
mol/L) DM F 13, Ar—H) APCIMS ( ), m/z

318.6 , CsHuN,, ( ), Y-
1.3 C 86.79(86.77); H 4.43(4. 43); N 8.78(8. 80)
10mg K,CO; 2 mL 2.1.2 2-(2-(1- ) ) -
115 UL DMF 20BL(0 Immol/L)  (ppg-on)
65 HL(5.0% 10" mol/L) 250 ml, 6.18 g 2-( I-
: 90 C ) 2.9¢ KOH 80
40 m in , 200 KL ACN /DM F mL DME 25 h ’ %00
. V(ACN): V(DMF) = ©: | 0 , 7 /DMF
HL(50 pmol) (V. V=2 1) . 1.72¢g
1.4 , 80.% m.p.241.5 ~ 242.2 C
Hypersil BDS-C8 (4 6:mm > 200 mm X R (600 MH z DMSO-de ), § 7. 32~ 8. 47 (m,
> Fm) A 20 (30 31 Avr—H), 4.78( 3 2, J= 6 Hz NCH.); 4. 18
mmol/l.  HCOONH,, pH 3.5); B: 80% .; (12 J= 6Hz GH,0): 3.50(t M, J= 6Hz
C:10% DMF 1.0 mL/m n
) 0—H) APCHMS ( ), m/z 3625
30 C : 350
402 nm 0~ 15min 406 A+ 6o o MAm/E 31T » Castlsl20,
_ ( ),%: C 82.84 (82.85); H 5.02
B 100 B 15~ 30mmn 100k B (5.01); N 7.71( 7. 73)
100% C, 15m i ’
(AFCI), , 2.13 2-(2-(1-  )- )-
0.414M Pa 5L/m i (PBIS)

350 . 450 C. 100 mL 2.6 g2-(2-(1-
3500V, 4000 mA ) ) 60mL ’
L5 ,0.5h 50¢ :

: 3.0 25wl ( 12h) : 3

. 10mL , 30m iy ’ DMF ° 348

’ sl L 6ml. 30 s 9% m.p 2 210 C ( ) 'HNMR ( 600
N MH z DM SO-ds ), & 6. 98~ 8.45(m, 17H, Ar—H );
2. 5 mL DMF 4.40(t 2H, J= 4.8 Hz NCH,); 4.08(t 2H, J =
5.4Hz CH,0); 2.22( s 3H, CHs) APCHMS(
) ), m/z 516.5 MSMSm /z 318. 6
2.1 2-(2-(1- ) - ) - » Cs Hyy N2 03, ( ), %:
(PBI'S) C 70.42(74.40); H 4. 67(4. 68); N 5.40( 5. 42)
2.1.1 2-(1- ) (PBI) R(KBr), ¥ an™": 3 043.30(Ar—H); 2 984. 30
, i (R—H); 1 598.97 1527.05 1 482.94, 1 455.23
500mL 4.5¢ 50 (Ph); 1 35828 (—C—S0,—): 1 189.75
mL 1 176. 12( Ph—S—)



327 2(2-(F - T 631
2.2 2+(2(1-  )- ) - 342 1mm) 3.37 x 10 ( 342 m) 3.58 x 10°
( 343 i) 431 10 ( 344 nm)
2-(2-(1-  )- ) - I*mol '* an”™'
2-(2-( 1- ) )= PBIT'S 350 402
2 Hn? 4
DMF , , 2.3
4°C 0.5y, , PBITS
2 2 [ 6]7
, DM F , K»,CO; )
4 PBIT'S )
, 276 , :
342mm, 4 , 90 C
PBIIS 4 4O0mn |,
(e) 3.52x10 ( 8
LU c |z
=k [l
120 =
X 5
= 7
c1 Ca 1 ce6 cl6 19620
80 G8 9 ClO o1y €12 c1l c1sTpc17 cis
40
0
0 10 20 30
t/min
Cl. ; G2 ; C3 ; C4. ; C5. ; C6. ; C7. ; C8. ; CO. ; C10. ; C11LL ;
C12 ; C13. ; Cl4. ; C15. ; C16. ; C17. ; C18. ; C19. 5 C20.
PBE2-(1- ) ; PBIE-OH: 2-( 2 (1- ) )- i PBINS 2(2-(1-  )- )-
1 ( )
Fig 1 Chwom atogran of fatty acidd derwatives
x10° | MS 629.1
x10°| MS/MS 318.8 2.0
2.0 1.0
i 392.9
0.0-1 1848:7 36.?'24 L “I.‘!53I.1 |5!.9'.8 sapnd alinuy ] 65.47'2| )
_ ’ 200 400 600 800 mlz
t/min
| m/z=629.1 _
_____ miz=3450 Q.
10- . TGO (0= b Rom /=510
N~ i
OV imiaaies
| O 629.1
YA
345.0 |
0.0 T T L T T T T T L T L L
250 350 450 550 650 mlz
t/min

2
Fig 2 M S and MS/MS data of PBT S-octadecanoic acid derwvative



632 2010 7

2.4 50 pmol~ 48. 8 faol (
Hypersil BDS-C8 (46 mm x 200 4. 88 mol/LL 5. 0 Bmol/L),
mm X 5 Hm ) " 32mn ,
20 (C1~ C20) |
. 20 0.999 3
1 (1l 11.4~29.3 fuol  (SA=31)
) (PBIm/ 318.5) 2-(2-(1- ) 50 pmol 6
)-  (PBE-OH, m / 362 5)
’ 0. 0%,
< 0. 5%
2.6
2
m/z629. 1[M+H]’ 3 X ’ )
s :m/z 318. 7 ’
PBI ,m /4 345.0 CH, CH, —0O COR )
[ PBI+ CH,CH, | m /e Cl6 C18
310.9 PBI €20 €22 ;
[MH - PBI]" ’
2.5 (CI18: 1, m/z
1 627.0), (C18 2 m /z 625. 1),
(C18:4m /z 623.1),
Tah 1 Linear regresson equatbns correlaton coefficients (C20: L m /= 655. 1), (C22: 1,
detection I its and repeatab ility for peak area
o m /= 683.0) ,
and retenton tme (n= 6)
/ ,
ol Mo Mo
€l Y=96 W+ 31 0.9935 20.4 0071  0.27 7. 66 43. %% 1. 9% ( 3
€2 V=129 W+ 27 0.9930 1.4 0059 024
. N 15. 2% , 2. 5%,
€3 Y=102 00+ 1185 0.99 72 13.9 0.042  0.23
C4 Y=758(+ 689 0.9934 19.4 0057 059 1. 3% )
C5 Y=93.8(+49.4 0.9993 146 0043 0 41 2
C6  Y=76.X+ 1.3 0.9997 21.0 0.037 0.43 Tah 2 Resulis of saturated free fatty acils fran
C7 Y=861+29 0.9990 2.0 0035  0.39 real san ple (n=3)
C8 Y=73.9%-40 0.9994 249 0033  0.45 ; ;
€9 Y=667%-86 0.9987 256 0020 038 . B
(Fgg ) (Mg g )
C10 Y=70.% - 43 0.9996 22.8 0.022  0.35 o " o o
Cll Y=60.0{— 45 0.9992 248 0028  0.42 o ) cia 3 o
Cl2 Y=64.00-33 0.9996 29.3 0023  0.39 '
C13 Y=651W-33 0999 256 0019 041 e3 # 13 4%
Cl4 Y=70.8(- 56 0.9995 23.4 0026  0.35 4 # 14 25 04
CI5 Y=66.5-61 0.9993 228 0032  0.43 ¢S 28 41 €15 4.4
Cl6 Y=70.6{-57 0.9%994 234 0032 0 48 o 10 93 Cl16 120349
C17 Y=6L5X-45 0.9994 249 0037  0.39 C7 12. 80 €17 331
C18 Y=59.8(- 48 0.9992 283 0043  0.36 8 6. 17 C18 175. 87
Cl9 Y=62K-47 09993 21.0 0.042 0. 26 C9 16. 21 C19 8. 67
€20 Y=65K-44 09994 20.1 0044  0.33 €10 16. 22 €20 58. 18

: X ; ¥  #: s ; C1~ C20 MS



32 7 2(2-(F  )- I 633
" 3 = B 2 e S
120 E = w -
80
o 2
“ 3. oo 2 2 EEl |5
IR fee i Ll N
0 ' 10 20 30
t/min
3 ( 1)
Fig 3 Chranatogran of free fatty acid fiom Stellera chanaejasme L
3 uid chomatographic detem natbn of caboxylic acids
[J].Anal Chan. , 1988 60( 19): 2 0672 070
’ PBI'S ’ [4] KWAKMAN P JM, VAN SCHAIK H P BRNKM AN U
A T, et al N-(Bmwmoacetyl)"N'-[ 5( dinethylan ino)
naphthalene-1-su phonyl] pperazne as a sensitive labet
’ ling reagent ©r the detem natbn of caboxylic acds by
I ’ lijuil chram atography with peroxyoxalate chem ikm nes
I- cence and flhorescence detecton| J].Analyst 1991 116
KOH
1385- 1391
[5] JONESO T, LEE A G. Interactbns of pyrene derivatwes
’ ’ PBITS wih lpid bihyers and with( Ca”* -M g% )-ATPase[ J].
N, N- Biochan istry, 1985, 24(9): 2 1952 202
, K,CO, 90 C [6] i i i
’ ’ [J] ,
, PBII'S 2006 34(2): 150-154
, PBII'S-FA
, Synthesis of 2-(2-( pyremI-yl)-1H-benzo[ d] in dazo}t I
2-(2-(1- )- )- y) ethy t4-m ethyl benzenesulfonate and its applicatbn in
, HPLC analysis of fatty acid as a novel fluorescent labe
20 , ling reagent SUN Zhtwel’, LIU Qin-z¢, FU Yan-yar’, XA

[ 1] NGALLS ST MINKLER P E HOPPEL C L, etal Dert
vatzaton of caboxylic acds by reaction with 4-bmm o
phenacyl wiflioran ethanesulonate pror to detem naton
by high-perfom ance liquid chran atography[ J]. J Chro
matogr., 1984 299 365376

[2]TOYO OKA T. Fluorescent tagging of physiobgically in-
portant catboxylic acds nclhiding fatty acds br their
detection n liquid chrom atography[ J]. Anal Chin. Acta,
2002 465(1/2): 111-130

[3]NMURA N, KNOSHITA T, YOSH DA T, et al Py

nylMiazome hane as a fluorescent labelng reagent for liq

Lian"**, ZHAO X anrer!, SUO You-rui, YOU Jinmao **

(L Northwest P hteau Instiute of Biology Chinese A cademy
of Sciences X ning 810001, Ching 2 College of Chemistry
Sciencg Qufu Nomal Unwersity Qufn 273165 Chmng 3

G raduate School of Chinese Academy of Scences Beijing
100039, China 4 Analyss and Test C enter Shandong A cade
myofSciences Jinan 250014, China), H uaxue Shiji 2010 32
(7), 629~ 633 667

Abstract Twenty fatty acids were dervatized usig 2-( 2
( pyren-1-yl)-1H-benzo [ d] m dazotl-yl) ethytd4dmethyt
benzenesulfonate( PBII'S) as novel precolunn derwvatzaton
reagent and w ere separated by H PLC i con pnction w ith fluo
rescence detection and M S dentificaton W ih the add ition of

8-fold molar reagent in excess to totalmohr concentration of

(T4 % 6671 )



327 : (I

) 667

[2] KAM 1D T, YAMAMOTO R, HARADA H, et al An in-
pwoved and convenient procedure Hr the synthess of I-
substituted i dazoks[ J]. Chen. Pham. Bull, 1983
31(4): 1213-1 221

[31 . KOH /A 10, N- 1.
. 1993 10(4): 8485
[4] , , L2 (1 )
[ ] . 2003, 34(10): 494
[5] ; , s 2(F )
[ J]. . 2007, 24(2): 1617

[ 6] ZADERENKO P, GILM § BALLESTEROS P, et al Syn-
thesis and regioselective hydmwlysis of2-( midazo}t I-yl)
succiic esters[ J]. J Org Chan., 1994 59 ( 21):
62686273

[ 71SKUMAR SMANNE N, RAY P C et al Synthesis of m-
dazot 1-yt acetic acd hydwchbrde a key intem ed ate
br zokdwonic acd[ J]. Beilstein J Org. Chen. , 2008 4

(42): 1-4
[ 8] . . [J].
, 2007, 35(4): 92-94

Green synthesis of akyl in dazol1-ylacetates under m i
crowave irradiation in water XU Shao-hong’ , YAO Peng
(College of Chem istty and Chen ical Engineering X nxang
Un wersity X inxiang 453003 Chia), Huaxue Shiji 2010 32
(7), 665~ 667

Abstract An efficientm ethod for the synthess of akyl mid
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fatty acids PBII'S reacted w ih fatty acids i the presence of
K,CO, catalyst at 90 C for 40 min n N, N-dmetyt
fom an e solvent to give a maxmum and constant fliores
cence ntensity The fliorescence excitation and emiss on
wavelengths of derwvatives were at A 350 nm and A 402
mn, respectively The ientificatbon of fatty acid derivatives
was perfomed by an online aimosphert pressure chem ial

ion ization m ass spectranetry( APCI/MS) i positive mode

A1l lnear correlation coefficients for fatty acid derwatives
were > 0.999 3 and detectbn Imits( at signattonose of
31) were 11.4~ 29. 3 fnol br hbeled fitty acds The es
tab lished m ethod & sensitive and repeatab le and has been ap
plied to the detem matbn of free fatty acds fiom Stellera
chamaejasne . samp lesw ih satisfacbiy resu lis

Key words high perfomance liquid chom atography-m ass
spectom etry,  fliorescence detectony pre-colunn derwatiza

tory fatty acids
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Synthesis of a key intem ediate of B-hctan of sanfetri
nem LU Jia~qing', OU Wen-hud, MAO H atfang’, PAN
X ian-hua ° (1. College of Science and Technology, Shanghai
Ocean Un wersity Shanghai200187, China 2 School of Per
fim e and A om a Technology Shanghai Institute of Technobr
gy Shanghai 200235 China), Huaxue Shiji 2010 32 (7),

661~ 664 667

Abstract The key ntemediate 1, used for the preparation of
anew classical B- lactan of sanfetrinem cilexetil w as obtaned
via eight steps startihg from S-2methoxycycbhexanone
Thereby the synthetic process which featured high yeld and
low production cost was in proved
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thesis

« » o,

www. chinareagent can. cn



