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The authors have been studying on chemical behavious of 4-methyl residue in a molecule of

3-acylated guaiazulenes to observe some interesting phenomena, that is, a spacial interaction in
between because of their peri-position and an intermolecular dehydration or ester-condensation
to accomplish a ring formation of 5:5:7 or 5:7:7 system.
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Table I Properiest and Elementary Analysis of Products

Molecular Elementary Analyses obsd. caled. (%)
No. Formula mp(C°C) Color
(Weight) c H 0 N X
CurH/OClg N 59.6 5.0 4.2 30.6
1 (343.5) | 88.0~88.5brown 59.39 | 4195 | 4.6 31.00
te | CEES hoss~ionsbiush purpte | 27,1 3% | 4 o
C17H200, ~ 84.8 8.5 6.7
5 (240) 62.0~63.0blue 84.96 | 8.39 6.66
wa | Cb®s | 47.0~48.0dark blue Il B 128
17b Cig%?z 51.5~52.5/bluish purple el 83| 129,
C18H2:02 "~ 75.2 7.9 16.7
17e 286 66.5~66.9)purple 76.02 | 7.69 | 16.88
200 | CoblelOz l154,0~155.0redish purple A A
20b Cz‘gzzé)o 88.5~89.5/dark brown g?ge ;26 3%7
CasHaoO - 80.2 7.7 12.5
20c ‘lo6g)  [164.0~165.0green 80.56 | 7.51 | 11.02
20e Cls}(%élg)oz 118.0~120.0redish purple | 7831 70 | 15 |49
CasHpsN ~ 88.70 7.14 4.30
20g (325) 82.5~83.5(brown 88,62 7.08 4.31
20i C"’é{gg)o‘ 91.3~92.2/dark yellow ;287 ;26 %;%7
. CaoH230:C1 N 72.8 7.1 9.9 (10.2)
205 (330.5) | 71.2~71.8green 72.62 | 6.96 9.68 10.74
20k C@% 65.5~66.0yellowish green 18 | &3,
201 ng‘;;; 121.0~122.0/brown 25 |1
20m Caollas 1194 5~195.5)yellowish green| 93-6 7.0
(374) : 9y green 9300 7.00
CaoHNO; - 78.1 6.9 | (10.5) |4.5
20n @307y |175.0~176.0brown 7818 | 6.84 | 10.42 |  4.56
2 | CEmS | 1345 puish purple | T80 | BT el 10
26 C%{zfgz 122.0~123.0/green . 8.9 12 26

' Molecular weight was identified by mass spectrometric technique except 22.

tt Observed value parenthesized was a difference between 100 and a total sum of the others’.
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Table [I Reactions and Other Evidences

Reagent(s) and Catalyser

Solvents (react. and recryst.) other Evidence(s) Ref.
react. Temp., Time and Yield
3+ (CCIsC0O).0 ir, vC=0; 1678cm—*(N.m.) n

1d CCl; and EtOH
r.t, 30m. and 71%

1b+I,+NaOH ir, »C=0 1622cm~*(N.m.)
le MeOH and hexane nmr, 4.44ppm(COCH.I)
bp., 30m. and 16%
8+MeONa nmr, 2.80ppm(RO-CHjs) ®

5 MeOH and hexane
r.t., 20m. and 34%
1d+NaOH +MeOH nmr, 3.92ppm(COOCH3)
17a MeOH and Et.O-hexane
bp., 20m. and 23%

1d +NaOH+EtOH nmr, 4.39ppm(COOCH,CHs)
EtOH and EtOH
17b bp., 30m. and 56%
1d+21j’+ piperidine
EtOH and EtOH
r.t, 1d. and 12%
1d+NaOH +HOCH-CH-OH ir, »OH; 3430cm—*(N. m.)
17¢ HOCH:CH,OH and Et.O-hexane
100°C, 2hr. and 29%

la+21a+ piperidine 8
20a EtOH and EtOH
r.t., 1d. and 33%
la+21b+NaOH 8
20b EtOH and EtOH
r.t., 1d. and 66%
la+2lc+ piperidine nmr, 7.16ppm (=CH—COOH)
20c EtOH and EtOH
bp., 2hr. and 25%

1a+21h+ piperidine |

20e EtOH and EtOH nmr, 2.43ppm(=C—CHa)
r.t., 1d. and 40%
la+21g+EtONa ir »C=N; 2190cm*(N. m.)

20g EtOH and EtOH
r.t, 1d. and 31%
1a+21i+ piperidine 8
20i EtOH and EtOH
r.t., 1d. and 24%

la+21j+EtONa ir, »C=0; 1700cm~*(N. m.) 5
205 EtOH and hexane MS, m/e; 330(100.0)

~0°C, 30m. and 5% 332( 35.0)

la+21k+EtONa 8)

20k EtOH and EtOH

r.t., 12hr. and —80%
1a+211+ piperidine
201 MeOH and EtOH
r.t,1d. and 7%
la+21m+EtONa

20m EtOH and EtOH

bp., 2hr. and 6%
la+21n+ AcONa+ Ac,0
20n Ac.O and EtOH
~100°C, 3hr. and 57%

la+ piperidine+ (HCl) ir, immonium structure
22 EtOH and H,O 2460 and 1610cm~—*(N.m.)
bp., 2hr. and in quantitative
1a+25+ piperidine ir,vC=0; 1620cm—*(N. m.)
26 EtOH and hexane nmr, 3.86ppm(ArO-CHs)
bp., 3hr. and 5% 10.54ppm(Ar-CHO)




