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5.1. 3BE 2 PR 2

1.

'H-NMR - >C-NMR % DEPT 3k i * 4 $& ¢ Varian Unity 300 %] ~ 500

7] 22 Bruker DRX-300 3|47 £ 4= £ ¥ ik - HLHCOSY %£# i * &

Bruker DRX-500 &+ & £ #& % ¥ & o

2. % PR IREFH e 7 A (tetramethyl silane > f§ £ 5 TMS) it & =4

hd

% Oppm~ 7 -% 7 (CDCly) i*% =4 7.26 ppm ° B {Z B £ =L H 11§ -
%7 (CDCL) i“#=# 770ppm- B = #H =% ppm> 8 & ¥ #&H
=% Hz o 'H-NMR %3 A 45 :s %7 H% (singlet)~d % 77 = €%
(doublet) ~t % 77 = & % (triplet) ~q % ;7 = £ (quartet) ~m % 7+ % £ %
(multiplet) ~ br % 7+ §*% (broad peak)wABq # 7+ - 2= £ (AB
quartet)  "C-NMR #* 3% (BB=decoupling). "2>DEPT (90) = DEPT (135)
T A chsdc s CHy 47— ®pt ~CHy 2 7 =t ~ CH 4 7 = St ~
Cq % 77 = & o

M 247 EI ~ FAB F3# ik @ * TRIO-2000 Zipl %> &7 I R & € & e
jadgdE o % f317 FAB ¥af k¢ * JMS-700 2| %o

X-ray Y54 2% 4 Siemens SMART CCD XRD % /p| %_-

¢ K~ 474 (a) #& A& ~ 7% (Thin-Layer Chromatography » f§ - TLC) -
i# * Merck Art. 10554 PSC-Fertigplatten Kieselegel 60 Fasq #2 %% 5

Y% 8P| F_% % Yanaco MP-500D 5 J§ B A G RD -

i * Z 2. % Merck ~ Alderich ~ Fluka 3 Lancaster =t & 1! % o

FReta® s Merck 11 5% F Bt R 33F R R ~BRERZ

EBRRERP o B ERAR o SRR T o
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52. REHJE LFHTH
25-Allyloxy-26,27,28-trihydroxycalix[4]arene 34 3§ =

sVl

O~ OH 3

34

B~ 2.12 5. (5.0 mmol) ¢ calix[4]arene 8 » 0.32 5.(5.9 mmol)e® f% 4
2 1.00 mL (1.40 g, 11.6 mmol) #7834 > & 120 mL ¢ # ¢ 4c i i~ o]
PEo R T R ROk SE R R Bl a0 e~ E R DR B (9 60 mL) B R
AP ECREERETTER 0 T BAARNE T FT I B F Bk
7R ER A At 0 R LR R R SRR R AR T o 1 E R AT
<3, W 174 Soche SR AR TE% o
'H-NMR (300 MHz, CDCl5). (2 *1 %] 1)
8 9.7 (s, 1H), 9.3 (s, 2H), 7.1-6.6 (m, 12H), 6.5-6.4 (m, 1H), 5.7 (dd, J = 15.0
Hz, 1.2 Hz, 1H), 5.5 (dd, J=10.3 Hz, 1.2 Hz, 1H), 4.7 (d, J = 6.1 Hz, 2H), 4.3,

3.5 (ABq, J = 13.0 Hz, 4H), 4.3 and 3.5 (Abq, J = 13.7 Hz, 4H).

PC-NMR (75 MHz, CDCLy) : (2 %R 2)

§ 151.1 (Cq), 150.7 (Cq), 149.2 (Cq), 134.3 (Cq), 132.2 (CH), 129.3 (CH),
128.8 (CH), 128.7 (2CH), 128.4 (3CH), 126.2 (CH), 121.9 (CH), 120.9 (CH),
120.3 (CH,), 77.7 (CH,), 31.9 (CH,), 31.6 (CHp).

FAB-MS m/z : (2% 3)
464 (M")
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J/ré at & ;Elj ¢
R;=0.63 (Ethyl acetate/Hexane = 1/4)

5-ally-25,26,27,28-tetrahydroxcalix[4]arene 35 & =
|

O,

OH OH 3

35

P~ 1.40 5. (3.0 mmol) & 25-allyloxy-26,27,28- trihydroxycalix[4] arene
34> &3l F T 4v» 10 mL 0 N N-dimthylaniline > v #:% /s 4 /] FF > F &
f¢ 4e » 200 mL 2N e HCI 4e 3345 » 5 4845 10 > 3 5 B0 FA
BEHANFEDF PP (950mb) > M EAKTEEGTE L U F Bk
7 E R K ERFL AR TR A 0 iR MR R IR SRR R AR T > g Lk AT
AR, Vi 1.06 s 4 ER 0 A K T6% o

'H-NMR (300 MHz, CDCl;) : (2 '8 4)
§10.2 (s, 4H), 7.1 (d, J= 7.8 Hz, 6H), 6.9 (s, 2H), 6.8-6.7 (m, 3H), 5.9-5.8 (m,
1H), 5.1-5.0 (m, 2H), 4.2 (br, 4H), 3.5 (br, 4H), 3.2 (d, J = 6.7 Hz, 2H)

PC-NMR (75 MHz, CDCLy) : (2% ® 5)
§ 148.8 (Cq), 148.7 (Cq), 146.9 (Cq), 137.5 (CH), 128.9 (2CH), 128.2 (2Cq),
128.1 (Cq), 122.2 (2CH), 115.7 (CH,), 39.3 (CH,), 31.7 (2CH)).

72



FAB-MS m/z : (2%} 6)
464 (M")

J/ré at & ;Elj ¢
R;=0.73 (Ethyl acetate/Hexane = 1/4)

25,27-Diallyloxy-26,28-dihydroxycalix[4]arene 36 ¢ 4& =

oUW

O~ OH 2

36

B~ 2.50 5. (5.90 mmel) &1 calix[4]arene 8 - 1.79 5.(13.0 mmol) g fid
g1 1.28 mL (1.78 g, 14.8 mmol) 7% 54 » & 60 mL ¢ % ¢ 4efiw it 4
JPE R S R RIRGEW SRR AT 0 e R PE P (9 60mL) B
fRA Y o TUERFEIPRAE SR o d SRR AD A AT E T FIE T A b oF i
o e i R P AT 0 MR MR R R SRR R AR d 0 g R AT
A Ep s T8 238 ichn 4 FH o A% 80% o
'H-NMR (300 MHz, CDClL;) : (218 7)

§ 8.0 (s, 2H), 7.1 (d, J = 7.5 Hz, 4H), 6.9 (d, J = 7.5 Hz, 4H), 6.7-6.6 (m, 4H),
6.3 (m, 2H), 5.8 (dd, J=17.2, 1.5 Hz, 2H), 5.4 (dd, J=10.5, 1.5 Hz, 2H), 4.6
(d,J=3.3 Hz, 2H), 4.4, 3.4 (ABq, J = 13.0 Hz, 8H).
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PC-NMR (75 MHz, CDCL;) : (2 %R 8)
§ 153.2 (Cq), 151.67 (Cq), 133.4 (Cq), 132.7 (Cq), 128.9 (CH), 128.4 (CH),
128.1 (Cq), 125.4 (CH), 119.0 (CH), 117.9 (CH,), 76.8 (CH,), 31.4 (CH,).

FAB-MS m/z : (%8 9)
504 (M)

J/ré at & ;Elj ¢
R;=0.66 (Ethyl acetate/Hexane = 1/4)

5,17-Diallyl-25,26,27,28-tetrahydroxycalix[4]arene 37 7 & =
|

e
OH

OH 2

37
P~ 1.50 5. (3.0 mmol) 7 25,27-diallyloxy-26,28- dihydroxycalix[4]-
arene 36 © i ¥ § T 4r » 10 mL &7 N,N-dimethylaniline » 4c #13% i 4 -]
¥ & st 4 » 200 mL (2N) 0 HCL e 342 > 5 B4 00 > 3 5 iR
PAER O RFRMR R R PP (950mL) 0 v E RS 0 |
YL BT i R R AR TR o iR R R R M R Al T 0
FH AR A H o T E 105 e A AF 0% o
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'H-NMR (300 MHz, CDCl;) : (2% ® 10)
§10.2 (s, 4H), 7.0 (d, J = 7.6 Hz, 4H), 6.8 (s, 4H), 6.7 (t, J= 7.6 Hz, 2H),
5.9-5.8 (m, 2H), 5.1-5.0 (m, 4H), 4.2 (br, 4H), 3.5 (br, 4H), 3.2 (d, J = 6.6 Hz,

4H).
PC-NMR (75 MHz, CDCLy) : (2% ® 11)
8 148.8 (Cq), 147.0 (Cq), 137.5 (CH), 133.5 (Cq), 129.0 (CH), 128.9 (CH),

128.3 (Cq), 128(Cq), 122.1 (CH), 115.7 (CH,), 39.3 (CH,), 31.7 (CH,).

FAB-MS m/z : ('8 12)
504 (M)

oL gp)

R;=0.80 (Ethyl acetate/Hexane = 1/4)
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Hydroximoyl chloride #7% 4 38a ¢ & =

Cl N.
e

38a

OH

P~ 1.5 5. (8.8 mmol) £ 1-naphthaldehyde oxime > 4r » 10 mL &
DMF » £ & =z 4t » NCS (N-chlorosuccinimide) > 1.17 5. (8.8 mmol) > % &
THREH - P E ke § T RE P XA 2R EP S 0 “f—i DMEF -
P W R L ECR AR AT M F iR MR R R R MR R A ST

FERIEP RS

'H-NMR (300 MHz, CDCl;) : (2.4% 13)
8 9.6 (s, 1H), 8.2-7.4 (m, 7H).

PC-NMR (75 MHz, CDCLy) : (%% 14)
§ 138.7 (Cq), 133.5 (Cq), 131.0 (CH), 130.6 (Cq), 130.4 (Cq), 128.4 (CH),

128.1 (CH), 127.2 (CH), 126.4 (CH), 124.8 (CH).

EI-MSm/z : (2'% 8 15)
205 (M), 169 (M - C))

L p)

R;=0.50 (Ethyl acetate/Hexane = 1/4)
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25-[3’-(1-Naphtho)-4',5'dihydro- A 2—isoxazolylmethoxyl] -26,27,28-

trihydroxycalix[4]arene 39a 7 & =

P~ 0.20 5. (0.43 mmol) 1 25-allyloxy-26,27,28- trihydroxycalix-
[4]arene 33 ;3 >t 80 mL = THF ¥ > 4c » 0.45 5. (2.19 mmol) 7
hydroximoyl chloride *v 2 #3% > fudiF ».2.40 mL (1.74 g, 17.20 mmol)
Z 2% fe 20 mL G THE el 3 e o Se ik 8 24 /[ BF > F R 1R Rk

MRS R A4 5T o 1 B AT Eg 4 F 0.08 0 A F 20-30 % o

'H-NMR (300 MHz, CDCl;) : (2% 16)

8 9.3 (d, J= 8.0 Hz, 1H), 9.0 (m, 2H), 8.7 (s, 1H), 7.9-7.8 (m, 3H), 7.6-7.5 (m,
3H), 7.1-6.5 (m, 12H), 5.3-5.2 (m, 1H), 4.5-4.3 (m, 5H), 4.0 (d, J=13.7 Hz,
1H), 3.9 (dd, J=11.4 Hz, 16.5 Hz, 1H), 3.7 (d, J= 13.8 Hz, 1H), 3.5 (d, J =
13.4 Hz, 1H), 3.5 (d, J=12.7 Hz, 1H), 3.3 (d, J=13.7 Hz, 1H), 3.2 (d, J=13.8
Hz, 1H).

PC-NMR (75 MHz, CDCLy) : (2" ® 17)
8 157.7 (Cq), 151.3 (Cq), 150.7 (Cq), 150.5 (Cq), 148.7 (Cq), 134.2 (Cq), 134.1
(Cq), 133.6 (Cq), 131.3 (CH), 130.8 (Cq), 129.7 (CH), 129.3 (CH), 128.9 (CH),
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128.7 (CH), 128.6 (2CH), 128.5 (Cq), 128.4 (CH), 128.3 (Cq), 128.2 (CH),
128.1 (Cq), 128.0 (2Cq), 127.6 (CH), 127.5 (CH), 126.4 (CH), 126.3 (CH),
125.9 (Cq), 124.8 (CH), 121.7 (CH), 120.9 (CH), 120.4 (CH), 78.0 (CH), 76.9
(CH.), 39.2 (CH,), 31.7 (CH,), 31.4 (CHy), 31.1 (CH,), 31.0 (CH.).

FAB-MS m/z : (2 *{® 18)
634 (M)

HR FAB-MS m/z : Calcd for C4,H3sNO5633.2515, found 633.2513

oL p)

Ry=0.26 (Ethyl acetate/Hexane = 1/4)

25-[3'-(1-Anthraceno)-4',5'dihydro- A *-isoxazolylmethoxyl]-26,27,28-

trihydroxycalix[4]arene 39b ¢74& =

P~ 0.20 5. (0.43 mmol) £ 25-allyloxy-26,27,28- trihydroxycalix[4]-
arene 33 ;4> 80 mL s THF ¢ > 4c » 0.55 5. (2.15 mmol) &7 hydroximoyl
chloride #¢ 14 33 » B P /F » 2.40 mL (1.74 g, 17.20 mmol) = 2 ¥=fe 20
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mL 0 THF R 3 i o 4c ik i 24 ] B > F e (s vz Rk S5 45 453 A3
foo M EA kT A A FEE 4 FEE0.09 5 0 A 5 20-30 % e

'H-NMR (300 MHz, CDCl;) : (2 ' %8 19)

8 9.8 (s, 1H), 9.3 (s, 1H), 9.1 (s, 1H), 8.5 (s, 1H), 8.1-8.0 (m, 4H), 7.6-7.5 (m,
4H), 7.1-6.7 (m, 12H), 5.7 (m, 1H), 4.6-4.5 (m, 4H), 4.3 (d, J = 13.7 Hz, 2H),
3.8 (d, J=9.8 Hz, 2H), 3.6 (d, J=13.1 Hz, 1H), 3.5 (d, J=13.0 Hz, 1H), 3.5 (d,

J=13.7 Hz, 2H).

PC-NMR (75 MHz, CDCLy) : (% *f® 20)

§ 157.1 (Cq), 151.0 (Cq), 150.9 (€q)y1150.6 (Cq), 149.1 (Cq), 134.3 (Cq), 133.9
(Cq), 131.2 (Cq), 129.8 (Cq, 1297 (CH); 129.5 (CH), 129.0 (CH), 128.9
(2CH), 128.8 (2CH), 128.7-(CH), 128.5 (Cq),-128.5 (CH), 128.4 (Cq), 128.3
(CH), 128.1 (Cq), 127.9 (Cq), 127.0 (CH);126.5 (CH), 125.5 (CH), 124.7 (CH),
122.8 (Cq), 121.9 (CH), 121.0 (CH), 120.9 (CH), 79.3 (CH), 76.5 (CH,), 42.7
(CH,), 31.9 (2CH,), 31.4 (CH,), 31.2 (CHb,).

FAB-MS m/z : (' 21)
684 (M)

HR FAB-MS m/z : Calcd for C4sH37NO5 683.2672, found 683.2704

L p)
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Ry=0.28 (Ethyl acetate/Hexane = 1/4)

25-[3'-(1-Pyreno)-4',5'dihydro- A *-isoxazolylmethoxyl]-26,27,28-

trihydroxycalix[4]arene 39¢ ¢ & =

39d

P~ 0.20 5.(0.43 mmol) &1 25-allyloxy-26,27,28- trihydroxycalix[4]arene
33 %% 80 mL en THF # > 4r ~0.60 5.(2.15 mmol) = hydroximoyl chloride
Se M PFE o BBF ~ 240 mL (1.74 g, 17:20-mmol) h= ¢ e 20 mL
THF &R 3 i » e gui n 24 0] POk R fd 00 It R DR S 48 -3 Al 1o 5 > 1
el kT o v ER I FHE0.09 0 & F 20-30 %
'H-NMR (300 MHz, CDCl;) : (2 %8 22)
5 9.5(d, J=6.0 Hz, 1H), 9.2-9.1 (m, 2H), 8.9 (s, 1H), 8.2-8.0 (m, 8H), 7.1-6.5
(m, 12H), 5.4 (m, 1H), 4.6-4.4 (m, 5H), 4.0-3.9 (m, 2H), 3.8 (d, /=8 Hz, 1H),
3.6-3.5 (m, 2H), 3.3 (d, /=8 Hz, 1H), 3.2 (d, /= 8 Hz, 1H).

PC-NMR (75 MHz, CDCLy) : (% *f® 23)

gl
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FAB-MS m/z : (&'} §l 24)
708 (M + H)

J/ré at & ;Elj ¢
R;=0.28 (Ethyl acetate/Hexane = 1/4)

25-Propargyloxy-26,27,28-trihydroxycalix[4]arene 40 7 & =

O,
o 3

OH

40

B~ 2.12 5. (5.0 mmol) calix[4]arene 8°0.32 5. (5.9 mmol) 17 fE 4
2 1.00 mL (1.34 g, 11.2 mmol) # & 2 & 120 mL ¢ 3 ¢ 4e#ie i N o)
PEo R T R R R SE R R A A 0 e~ g R 0k B (9 60 mL) B R
AP NECRERETER 0 T BA A RNE T F T I B F Bk
7T AR R 0 £ KRR R RIRSEIS R AR AT 0 R LR AT
Adg s T 120 5ehe & FE > A5 52% o
'H-NMR (300 MHz, CDCl;) : (2 '8 25)
§9.6 (s, 1H), 9.1 (s, 2H), 7.1-6.6 (m, 12H), 4.9 (d, J= 2.5 Hz, 2H), 4.5 (ABq, J
=28.6 Hz, 2H), 4.3 (ABq, J = 28.6 Hz, 2H), 3.5 (ABq, J = 6.3 Hz, 2H), 3.4

(ABq, J = 6.3 Hz, 2H), 2.7 (t, J = 2.4 Hz, 1H).
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PC-NMR (75 MHz, CDCLy) : (% "} 26)

§ 151.0 (Cq), 150.6 (Cq), 149.2 (Cq), 134.4 (Cq), 129.4 (CH), 129.0 (CH),
128.9 (CH), 128.7 (CH), 128.6 (CH), 128.4 (CH), 128.3 (CH), 126.6 (CH),
121.9 (CH), 121.0 (CH), 77.6 (Cq), 77.5 (Cq), 63.6 (CH,), 31.8 (CH,).

FAB-MS m/z : ('} 27)
462 (M")

HR FAB-MS m/z : Caled for C3H,604 462.1831, found 462.1847
Gak T

Ry=0.43 (Ethyl acetate/Hexane = 1/4)
25,27-Dipropargyloxy-26,28-dihydroxycalix[4]arene 41 74 =

oUel
O

OH 2

41

B~ 2.50 5. (5.90 mmol) ¢ calix[4]arene 8 > 1.79 5. (13.0 mmol) &g

Fido#r 133 mL (177 g 14.9 mmol) el e £ 60 mL & 3 ¢ 4e#tin in 4
P F s R R R SRS A AN 0T 0 b~ B PE B (9 60 mL) i3
FRA P R OKERRARICR 0 TR R E B TR T AT 0 F i
TR E MR L R o B M LR R R SRS R Al 5 0 LA 4T

A, FE210 s § A AX 71 % o
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'H-NMR (300 MHz, CDCl;) : (2 %8 28)

8 7.1-7.0 (m, 6H), 6.9-6.7 (m, 8H), 4.8 (d, J = 2.4 Hz, 4H), 4.4 (ABq, J = 13.3
Hz, 4H), 3.4 (ABq, J = 13.3 Hz, 4H), 2.6 (t, ] = 2.4 Hz, 2H).

PC-NMR (75 MHz, CDCLy) : (% *f® 29)

8 153.0 (Cq), 151.3 (Cq), 133.4 (Cq), 129.0 (CH), 128.5 (CH), 128.2 (Cq),
125.7 (CH), 119.2 (CH), 78.3 (Cq), 76.6 (Cq), 63.4 (CH,), 31.8 (CH,).
FAB-MSm/z : 502(M") : (& *tE 30)

HR FAB-MS m/z : Calcd for C34H»304:500.1988, found 500.2017

REE R

R;= (Ethyl acetate/Hexane = 1/4)

25-[3’-Phenyl-4',5'dihydro-1,2-isoxazolylmethoxyl]-26,27,28-

trihydroxycalix[4]arene 42a 7 & =

42a

&3



'H-NMR (300 MHz, CDCl;) : (2% 31)
8 9.5 (s, 1H), 9.0 (s, 2H), 7.9-7.4 (m, 5H), 7.0-6.6 (m, 13H), 5.4 (s, 2H), 4.5,
3.3 (ABq, J = 13.1 Hz, 4H), 4.4, 3.3 (ABq, J = 13.8 Hz, 4H).

PC-NMR (75 MHz, CDCLy) : (% "R 32)

§ 167.0 (Cq), 162.8 (Cq), 150.8 (Cq), 150.7 (Cq), 148.9 (Cq), 133.9 (Cq), 130.3
(CH), 129.6 (CH), 129.0 (CH), 128.9 (CH), 128.8 (CH), 128.5 (Cq), 128.4
(CH), 128.2 (Cq), 127.9 (Cq), 126.9 (CH), 126.8 (CH), 122.0 (CH), 120.9 (CH),

102.8 (CH), 68.2 (CH,), 31.8 (CH,), 31.3 (CHa).

FAB-MS m/z : (2%} 33)
582 (M)

HR FAB-MS m/z - Calcd for C33H5NOs 581.2202, found 581.2205

wEL Ep] e

R;= (Ethyl acetate/Hexane = 1/4)
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25-[3’-(1-Naphtho)-4',5'dihydro-1,2-isoxazolylmethoxyl]-26,27,28-

trihydroxycalix[4]arene 42b ¢7 & =

'H-NMR (300 MHz, CDCl;) : (2 %8 34)
8 9.6 (s, 1H), 9.0 (s, 2H), 8.4-7.6 (m, 7H), 7.1-6.7 (m, 13H), 5.5 (s, 2H), 4.6,
3.3 (ABq, J=13.1 Hz, 4H), 4.4, 3.3 (ABq, J = 13.6 Hz, 4H).

PC-NMR (75 MHz, CDCly) "= (% *® 35)

§ 166.3 (Cq), 150.7 (Cq), 150.7(Cq). 149.0(Cq), 134.0 (Cq), 133.8 (Cq), 131.0
(Cq), 130.5 (CH), 129.7 (CH), 129.0 (CH), 128.8 (CH), 128.6 (CH), 128.4
(CH), 128.2 (Cq), 127.9 (CH), 127.3 (CH), 126.9 (CH), 126.4 (CH), 126.3
(CH), 125.4 (CH), 125.2 (CH), 122.0 (CH), 121.0 (CH), 106.3 (CH), 68.2
(CH,), 31.8 (CH,), 31.4 (CH,).

FAB-MSm/z : (2 % H 36)
633 (M")

HR FAB-MS m/z . Calcd for C4,H33NOs 631.2359, found 631.2364

oL gp)

&5



R;= (Ethyl acetate/Hexane = 1/4)

25-[3’-(1-Anthraceno)-4',5'dihydro-1,2-isoxazolylmethoxyl]-26,27,28-

trihydroxycalix[4]arene 42¢ ¢ & =

42c

'H-NMR (300 MHz, CDCl;) : (&% ® 37)
9.6 (s, 1H), 9.0 (s, 2H), 8.6 (d, J=9 Hz, 2H), 7.9 (d, J = 9 Hz, 2H), 7.6-7.5
(m, 4H), 7.2-6.6 (m, 13H), 5.6 (s,2H); 4.4, 3:6(ABq, ] = 13.2 Hz, 4H), 4.2, 3.5

(ABq, J = 13.8 Hz, 4H).

PC-NMR (75 MHZ, CDCl;) : (2 *4H] 38)

8 167.0 (Cq), 161.2 (Cq), 150.6 (Cq), 149.1 (Cq), 134.2 (Cq), 131.6 (Cq), 131.1
(Cq), 129.7 (CH), 129.0 (CH), 128.8 (CH), 128.6 (Cq), 128.5 (Cq), 128.5 (CH),
128.4 (Cq), 128.0 (CH), 127.0 (Cq), 126.9 (2CH), 126.0 (CH), 125.2 (CH),
122.4 (Cq), 122.0 (CH), 121.1 (CH), 108.8 (CH), 67.7 (CH,), 31.8 (CH,), 31.6
(CH).

FAB-MS m/z : (& '8 39)
716 (M)
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HR FAB-MS m/z : Caled for C4¢Hs4” CINOs 715.2126, found 715.2131

L p)

R;= (Ethyl acetate/Hexane = 1/4)

25,27-di-[3'-Phenyl-4',5'dihydro-1,2-isoxazolylmethoxyl]-26,27,28-trihydro

xycalix[4]arene 43a (7 & =

43a

'H-NMR (300 MHz, CDCl;) : (2% 8 40)
8 7.8-7.4 (m, 12H), 7.2-6.7 (m, 14H), 5.2 (s, 4H), 4.2 (ABq, J = 13.2 Hz, 4H),
3.5 (ABq, J = 13.2 Hz, 4H).

BC-NMR (75 MHZ, CDCL) : (2 '@ 41)

5 167.7 (Cq), 162.5 (Cq), 152.9 (Cq), 151.3 (Cq), 132.9 (Cq), 130.1 (CH),
129.2 (CH), 128.9 (CH), 128.6 (CH), 128.5 (Cq), 127.9 (Cq), 126.8 (CH),
126.0 (CH), 119.4 (CH), 102.2 (CH), 68.4 (CH,), 31.2 (CH.).

FAB-MS m/z : (2%} 42)
740 (M)
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HR FAB-MS m/z : Calcd for C48H38N206 7382730, found 738.2747

wEL Ep] e

R;= (Ethyl acetate/Hexane = 1/4)

25,27-di-[3’-(1-Naphtho)-4',5'dihydro-1,2-isoxazolylmethoxyl]-26,27,28-

trihydroxycalix[4]arene 43b ¢7 & =

'H-NMR (300 MHz, CDCl;) : (2 *{%]43)
8 8.3-7.3 (m, 16H), 7.2-6.6 (m, 14H), 5.2 (s, 4H), 4.3 (ABq, J = 13.2 Hz, 4H),
3.5 (ABq, J = 13.2 Hz, 4H).

PC-NMR (75 MHz, CDCLy) : (% %} 44)

8 166.9 (Cq), 162.6 (Cq), 152.9 (Cq), 151.2 (Cq), 133.7 (Cq), 133.0 (Cq), 130.8
(Cq), 130.3 (CH), 129.2 (CH), 128.6 (CH), 128.5 (CH), 127.9 (Cq), 127.8 (CH),
127.0 (CH), 126.2 (Cq), 126.2 (CH), 126.0 (CH), 125.5 (CH), 125.2 (CH),
119.3 (CH), 105.8 (CH), 68.1 (CH,), 31.2 (CH,).
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FAB-MSm/z : (2 % 45)
840 (M")

HR FAB-MS m/z : Calcd for Cs¢H4,N,Og 838.3045, found 838.3056

GEk iR

R;= (Ethyl acetate/Hexane = 1/4)

25,27-di-[3’-(1-Anthraceno)-4’,5'dihydro-1,2-isoxazolylmethoxyl]-26,27,28-

trihydroxycalix[4]arene 43¢ 351

43c

'H-NMR (300 MHz, CDCl;) : (2 %} 46)

8 8.5 (d, J=9 Hz, 4H), 7.7 (d, J = 9 Hz, 4H), 7.5-7.3 (m, 8H), 7.2 (s, 2H),
7.1-6.7 (m, 12H), 6.4 (s, 2H), 5.3 (s, 4H), 4.3 (ABq, J = 13.2 Hz, 4H), 3.5 (ABq,
J=13.2 Hz, 4H).
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PC-NMR (75 MHZ, CDCl;) : (2 *4®l 47)

§ 167.6 (Cq), 160.7 (Cq), 152.9 (Cq), 151.3 (Cq), 133.2 (Cq), 131.3 (Cq), 130.8
(Cq), 129.3 (CH), 128.7 (CH), 128.3 (Cq), 128.0 (Cq), 126.7 (2CH), 126.1
(CH), 125.8 (CH), 125.0 (CH), 122.3 (Cq), 119.5 (CH), 108.3 (CH), 67.7 (CH,),

31.5 (CHy).

FAB-MSm/z : (2 % 48)
1009 (M")

HR FAB-MS m/z : Calcd for CgqHuy> CLN,Og 1006.2576, found 1006.2532
Calcd for CosHus CEICIN,Of 1008.2546, found 1008.2547
Calcd for CgHas TELN,O611010.2516, found 1010.2487

oL gp)

R;= (Ethyl acetate/Hexane = 1/4)

Thiacalix[4]arene 45 ¢ & =

OH /)4

45
P~ 1.0 5.(1.39 mmol) 7 tert-butylthiacalix[4]arene 44 > ;3 % 30 mL =~
PR e AR EERE 0 A AP FIR 18 0 4o~ 1.3 5.(13.83 mmol)# phenol » £

B 4e ~ 6.67 %(49.96 mmol) 1 AICl; » 4e#ik 55 5[ B » £ fists 4 4r 3
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FR 04> 88 mL(2N) s HCI#4E 18 [ FF > 5 FHE47 > fI* ® §F Eim
e R B JUE RS > I % acetone fri R %" oz (eI B En? 2k f—i

FH(E % 5 0.0 mmHg 2 220°C) > 7 (% 0.45 s ¢ TR A5 65% o

'H-NMR (300 MHz, CDCl;) : (2 %} 49)
8 9.5 (s, 4H), 7.6 (d, J= 7.7 Hz, 8H), 6.8 (t, J = 7.7 Hz, 4H).

PC-NMR (75 MHz, CDCL3) : (% % ® 50)
8 158.6 (Cq), 140.0 (CH), 122.4 (CH), 121.6 (Cq).

FAB-MSm/z : (%% ® 51)
496 (M")

HR FAB-MS m/z . Calcd for.€Cy4H604S4 495.9931, found 495.9939

L Ep)

R;= (Ethyl acetate/Hexane = 1/4)
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