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Figure 1. Model of resorcinarene hexameric
assembly encapsulated eight benzene molecules.
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1a ; Ry= CHyCH,CHI[CH,(CF,)gCFals (F : 65%)
1b : Ry = CH,CH,CH[CH,(CF)7CFal, (F : 61%)
1¢ : Ry = CHyCHoCHICHA(CF,)sCFals (F : 59%)
1d : Ry = (CF,)(CF (F : 60%)

Figure 2. Structures of fluorous resorcinarenes.
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Figure 3. Supramolecular extraction/separation process.
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Scheme 12 (@ (b)

(S)-BINOL (9-3 (5-4
(R = OH) (R=0Tf) (R = CHy)
R OO ﬂ (S)-5 ﬂ— (S)-6 _(.(1, (S)-7
OO R (R=CHBr)  (R=CH,C) (R=CH,COOH)
f
_0 . (S8 _9 (S)-2
(R = CH,COOCHj) (R = CH,CH,0H)

2Reagents and cnditions : (a) Tf,O, EtzN, CH,Cl,, rt; (b) CH3MgBr,
NiCl,(dppp), Et20, 1t; (c) NBS, Benzene, AIBN, reflux; (d) LiCl, DMF, rt;
(e) Anthracene Mg-3THF, CO,, THF, 0°C; (f) CH30H, HSO,, reflux; (@)
LiAlH4, THF, 40°C.
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Figure 4. "H NMR Spectra of :(a) (1a)g (40mM) in HFE-
7100 (C4FgOCHa3); (b) (1a)e/(S)-2 = 1:1 (mol/mol).
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Table 1 Enantioselective Encapsulation of rac-4.2

CHCIs? AcOEt®
1g water
entry (eq.)  (eq) (% ee) (%) ¢ (% ee) (%)?
1 1 none S>AR(21.8) 386 S<R(12.0) 51.9
2 1 8 S>R(142) 285 S<R(5.02) 49.8

2 Conditions: (S)-2 (1 eq.), rac-4 (2 eq.), FC-72 (0.4 mL), 90°C, 3h,110°C,
30min. ? Extracted with CHCl5, © Extracted with AcOEt, ?Recovery.
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* Z LT L3 —1(S5)-2 1%(S)-BINOL % Hi
FEEELELTRNI LA AT AR
BEEEKY L DRBBEBRS, A FL< s *x
PULTOIRLEDERIORS T Y
J S, NBS ZAWES Y LVR#EN,
BV FOLZELBD A A FUoKH, BALRX
i N = 2Tk, KERKT LI =
DLV FULERANEETOH 7 BEEERE
TH& AKX L 72 (Scheme 1).

1a: '"H NMR (400 MHz, CD,COCD,/C(F,, 3:1
(vIV)) 88.49 (s, 8H), 7.37 (s, 4H), 6.22 (s, 4H),
442 (t, J = 7.5 Hz, 4H), 2.35-2.68 (m, 28H),
1.68-1.82 (m, 8H); partial *C NMR (100 MHz,
CD;COCD,/C,Fe, 2:1 (v/v)) 8 153.9, 125.1, 125.0,
104.7, 35.9 (t, Jos = 20.6 Hz), 35.2, 34.6, 32.1,
26.9; IR (KBr) v 3250, 2946, 2874, 1621, 1503,
1445, 1205, 1114, 901, 710 cm'™.

1b: '"H NMR (400 MHz, CD,COCD,/C(F,, 3:1
(vIv)) & 8.53 (s, 8H), 7.42 (s, 4H), 6.23 (s, 4H),
445 (1, J = 7.5 Hz, 4H), 2.48-2.69 (m, 28H),
1.68-1.82 (m, 8H); IR (KBr) v 3289, 2955, 2868,
1622, 1444, 1209, 1152, 8900, 708 cm’.

1c: '"H NMR (400 MHz, CD,COCD,/C.F,, 3:1
(vIv)) 88.50 (s, 8H), 7.49 (s, 4H), 6.20 (s, 4H),
442 (t, J = 7.5 Hz, 4H), 2.43-2.63 (m, 28H),
1.68-1.82 (m, 8H); IR (KBr) v 3267, 2944, 2888,
2317, 1617, 1503, 1233, 1187, 824, 706 cm’.

(2)-2: 'H NMR (400 MHz, CDCl,) & 7.95-7.00 (m,
12H), 3.72 (m, 4H), 2.66-2.58 (m, 4H); *C NMR
(100 MHz, CDCly)
8 135.17 , 134.96, 133.20. 132.29, 127.88, 127.12.
126.15, 126.03, 125.32, 61.92, 36.49; IR(KBr)
3290, 2871, 1506, 1038, 815, 748 cm’!

(£)-4: '"H NMR (400 MHz, CDCl,) § 7.95-7.00 (m,
12H), 2.03 (s, 6H); IR (KBr) 3045, 2910, 1503,
1421, 1219, 815, 744 cm'.

3.2. &

NMR X < 7 kb d Bl E (21X, Bruker
Avance-400% W7o, KEWEIZIZT b T A
FNT 7 A(TMS)%® F VY, 400 MHz (‘H), 100
MHz (PC)THRIE L. IRANZ kLT,
Bio-Rad FTS-60A% f\>, KBrig#lik CHIE
L 7. HPLC/{ZChiralcel OD (0.46 cm X25 cm)
Z A\, &t Hexane/2-Propanol (100 : 0.2)T
RE L.

3.3. '"H NMR XRIMILDEIE

1a & (5)-4 |2 FC-72 Ak % 40 mM D&
LB X OmA, —EEEMME - AL
7%, FC-72 k% L, HFE-7100 IZ{AfE X
¥ 'HNMRA2BIE L=, HFH7ENLIZA
BINTZ(S)-2 05 FHIT, 1la DEEFEKE
WWIRBsna 7 agEsn-4 2k
DTDOKEZEOL TN EDESBELL) D

HEIZL VRO,

3.4. HPLC [Z&B7 A+ 4 DRIRELE LUV S
UFAI—BFEEDRE

7 A M5yF 4 OFEEX, r-Butylbenzene %
WEEEME & 32 HPLC STk v iT-
7z EER O BIE L, fl i 3EHT r-Butylbenzene
ZfMix HPLC TH#rL, M LZs X oy
D —2 & r-Butylbenzene O ¥ — 7 DO H
BUENOCKREBRZHAVTEHEIZLI Y KD,
e, ThENORBOTF U F4~—i@
BlRbHRDT-,
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