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the CE benzo rings is 50%’oc¢u§ie& at O2A,C3,C4,03A and 50% at the 04,C7,C8,05 position.
The disordered sites are relgt'ed_ by 5 center of symmetry. Itis fascinaﬁhg that in one of these two
sites (04,C7,C8,05), the benzo ring is face-to-face stacked with the Pic éoorciinated to Cs2 with -
a éentroid-centroid separation of 3.723 A. When in the other position, this ‘ring stacks facé—tq-

face with the C43-C48 benzo group of another CE unit.
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Figure 8S. Crystal Structure of the Complex RbPic-12
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T_able 158S. Crystal Data and Struéture Refinement for the Complex RbPic~12

Compound

Color / Shape

RABS7
yellow / paralleleplped

Empirica§ formgla- 39 25 36 50 l2 SON3015Rb

Formula weight 964 31

Temperature 173(2) K

Crystal sttém : Triclinic

Space grdup Pl

Unit cell dimensions . | “a = 13.5135(1) A a = 84.23°
(2042 reflections . b= 16.8163(5) A B =81.716(1)°

in full § range): = ¢ = 19.3287(6) A 7y = 76.921(1)°

Volume S a223.3(2y A° |

2 | | 4

Density (calculated) l_ 1.517 Mg/m3

Absorptxon coefficient 1.403 mm T+

lefractqmeter / scan 'SiemenslsMARr / CCD.aréa detector
Radiatioév/ wavelength MoKar (graphite monochrom. ) / 0.71073 A
F(000) ' 11970

Crystal size ' 0.10 x 0.20 x 0.20 mm
1.07 to 27.83°

6 range for data collection o .
=17 =h £17, -20 £k =22, -21 s¢{ <25

Index ranges

Reflections collected . 26659
Independéht / observed refls. . 18600(Rint = 0.0697) / 7364({[I>20(1)]})
Absorptidn correction SADABS

Range of relat transm. factors 0.97 and 0.68
Full-matrix-block least-sgquares on F
Computxng )  SHELXTL, Ver. 52

Data / réstraints / parameters 15425 / 0/ 1122

Ref;nement method

Goodness=bf -fit on F° 7~ 0.971
0.1241, 0.0000
Rl = 0.0899, wR2

SHELX- 93’weight parameters |

0.2053‘
0.3110

Final R lndlces [(I>20(1)])

R indlceé (all data) Rl = 0.2375, wR2

Extinctidn coefficient  0.0042(4)

Largest‘diff. peak and-hole’

1.938 and -0.687 eA >
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Table 16S. Atormc Coordinates (x 10*) and Equlvalent Isotroplc Dlsplacement Parameters
(A X 10%). for the Complex RbPic-12

- Atom - A Ix/a‘ © y/b : z/c ’ U(eqg)a
Rb(1) . 18(1)  10030(1) 2400(1) 13(1)_'
Rb(2) -4918(1) 4907(1) ©  2664(1) . 18(1)
c1(1) -1691(4) 13253(3) . -181(2) 121(2)
c1(2) 6(4) . 13672(4) 338(3) 142(2)
“€1(3)  4421(4) . 9717(3) 4016(2)'_ 107(2)
 cl(4) 3693(3) - . 8335(2) - - 4788(2) 87(1)
Cl(5A)b . -2495(28) 5423(22) 916(16) 100(11)
Cl(6R)b -1073(17), = 5622(14) 1314(12) 51(6)
C1(5B)b -2707(16) . 4957(13) . s08(11) 46(5)
C1(6B)b -2535(76)  6406(60) 1207 (55) 319(49)
€1(5¢C)b -3068(57) . 5574(43) 1203(37) 206(29)
C1(6C)b -2422(73)  5718(57) 855(50) - 242(44)
‘€1(5D)b -2985(14) .5251(11)  934(10) . 33(4)
cl(6D)b -1837(72) 5693(59) 9§s(50)‘“' 298(45)
o(1) -994(5) 11285(4) 3657(4) 47(2)
_e(z) -2257(5) . 11253(4) .. 2609(4) - . 43(2)
0(3) ~ -1599(5) 10921(4)  ©  1333(4) 49(2)
0(4) 486(5) 10540(4) 732(4)  48(2)
0(5) 1827(5) -~ 9328(4)  1150(4) '51(2)
0(6) 1490(6)  8166(4)  2280(4) 49(2).
0(7) 817(6)  8537(5)  3538(4) 53(2)
0(8) ' 407(6) - 10100(4)  4046(4) 51(2)
0(9) -5440(5) 4375(4) 4293(4) 44(2)
0(10) -3369(5) 4001(4) 3740(8)  44(2)
‘0(11) - -2643(6) ©  3678(5) | 2476(4) . 52(2)
0(12) -3837(6) 3640(4) 13é1(4)ﬂ' 55(2)
'0(13) . -5214(6) - 4853(4) 983(4) 52(2)
0(14) -5667(6)  6430(4) - . 1534(3) 48(2)
‘:0(15) -6326(5) .  6784(4) - 2778(4) 42(2)
0(16) -5757(5j' 5625(4) 3884(3) 40(2)

0(17) . -1574(8) 9168(6) 2817(6) 98(3)
‘ . s44 : ‘
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0(18) -2676(11) ~ 9505(7) ‘ 4009(6) 130(5)
0(19) -3335(8) © 8601(7) 4616(5) 95(3)
0(20) -4042(7) - 6393(7) .3573(5}  94(4) -
;9(21) - =3299(9) 6052(7) 2517(7) 107(4)
:0(22) . -1109¢9) = 7621(7) 1213(5)  116(4)
0(23) -903(9) - 8778(7) - 1519(6) 113(4)
0(24) 3388(7)  14167(6) 2654(5) ' 83(3)
~0(25) 1933(9) 15065(6) 1945(6) 111(4)
. 0(26) 1139(9) 114430(8) . 1314(7) - 134(5)
0(27) 791(9) ) 11761(7)  1994(5) 109(4)
0(28) 2042(9) 1086027) _i 2473(6) 104(4)
0(29) . 4278(7) 11970(6) 3683(5) - 85(3)
0(30) 4926(7) © 12953(6) . 3082(5) - 89(3)
N(1) -2916(10) 8849(8) 4044(6) 79(4)
N(2) | -3460(8) - 6511(7) 3029(7) i 67(3)
N(3) -1263(9) - - 8173(9) 1639(6) 73(4)'
N4 1709(10)  14429(8) 1776(7) . 83(4)
iN;S) , 1619(11) 11582(9) | 2270(6) 75(4)
 N(6) 4235(9) 12547(8) ©  3194(6) 71(3)
c(1) -1853(8) 11928(6) 3502(6) 47(3)
c(2) -2636(7) 11541(7) 3281(6) 45(3)
€(3) - -2913(8) ' 10950(6) 2277(6) 38(3)
C(4) _ -2559(8) 10758(6) = = 1574(6) 39(3)
c(5) -1264(8) 10868(7) = | sss(s) - 46(3)
c(6) .-283(8)  11159(7) - 429(s) 54(3)
c(7). g 1491(8) 10639(6) 582(5) 38(3)
c(8) ' 2217(8) 9978(7) ~~ 810(5) 40(3)
c(9) 2552(8) . 8574(6) 1289(6)  46(3)
c(10) 1925(8) 7955(6) 1586(5) 38(3)
c(11) 890(8). .  7666(6) 2651(6) ©35(3)
‘€(12) ' 522(8) - 7873(7) 3355(5) 38(3)
.C(13)‘ 654(9) _8674(7) 4272(5)~ " 49(3)
c(14) 1090(8) 9406(6) 4338(5) : 45(5)
©(15) 607(8) 10868(7) . 4069(5) 40(3)
C(16) -171(8) 11523(7) © 3857(5) . 42(3)
c(17) ~47(9) 12319(7) . 3847(6)  50(3)
c(18) 839(9) 12461(8) - 4070(6) vss(4f
c(19) 1592(10) . 11806(8) " 4261(6) 58(3)

c(20) 1457(8) 11014(7) 4285(6) .  49(3)
$45 - ”
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 c(21) -3832(8) ' 10843(6) - 2550(6) _ 45(3)

c(22) -4488(8) 10544(7) 2163(6)  47(3)
©(23) -4146(9) 10368(7) 1483(7) 52(3)
c(24) ~ =3160(9)  10467(7) o 11184(7) 54(3).
©(25) 1792 (8) 11309(6)  234(5) 41(3)
c(26) 2833(8) . 11321(7) - . 98(6).  45(3)
©(27) 3554(9) 10678(7) - 315(6) . 51(3) -
c(28) 3241(9) 9985(7) 680(5) 52(3)
c(29) 668(8) 7003(7) 2409(6) - 47(3)
'©(30) 60(8) 6528(7) 2832(7) . 55(3)
C(31) -332(8) 6720(7) . 3515(7) - 50(3)
c(32) -78(8)  7393(7) 3766(6) 51(3)
c(33) -4688(7) 3759(7)  4609(5) - 47(3)
C(34) .. -3733(8) 4052(7) - 4474(5)  51(3)
€(35) -2407(8) 4170(7) ~ 3504(6) - 43(3)
c(36) -2016(9) 3993(7) . 2835(6) 42(3)
c(37) -2214(9) - 3319(7) . ©  1825(6) 56(3)
c(38) -3031(9) 12967(7) - 1604(6) 54(4)
c(39) ~4666(9) 3440(6) 1172(5) . 43(3)
:C(40) -5403(9) 4090(7) ~ . 950(5) 43(3)
‘c(a1) ~5931(9) ss51(7) . 733(6) 51(3)
©(42) -5538(9) €291(7)  805(5] .52(3)
Cc(43) _ -5394(10) 7109(6) . 1724(6) 47(3)
c(44) -5752(8) 7317(7) 2424(6) 42(3)
c(45) -6843(8) 7000(7) '3463(6) 50(3)
c(46) ~7458(8) . 6370(6)" 3729(5) 45(3)
©(47) -7178(8) 4970(6) 4199(5) 35(3)
c(48) -6472(8) ' 4295(6) | . 4434(S) . 40(3)
‘c(49)  -6788(%) - 3609(7) 4759(5) 46(3)
e(s50) -7829(9) 360?(7)‘ | 4884(6)  51(3).
e(51) -8516(8) 4259(7) 4660(5) - - 49(3)
c(52) -8217(8)  4958(7) . 4314(6) 453y
'©(53) . -1849(9) - 4511(6)  3911(6) 45(3)
c(54) _881(9) . 4657(7) - 3618(7) 55(3)
c(55) -509(9).  4460(7) 2955(7)_‘_ 51(3)
-C(56) -1057(8) 4125(7) 2530(6) | 52(3)
‘¢(57) -4772(10) - 2642(8) 1160(6) 57(3)
c(58) -5649(10) (2512(7) © 894(6) 61(4)
©(59)  -6384(9) 3155(7) 690(6) 52(3)
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.C(SO) ~6266(10) 3956(7) 706(6) 51(3)

c(61) -4827(9) 7589(7)  1290(6) - 51(3)
c(62) ~4605(9) 8277(7) - 1554(6) 47(3)
c(63) © -4968(9) 8466(7)‘: 2226(6) 51(3)
‘©(64) _5544(9) 7980ié)lv 2676(5) - 42(3)
c(65) -2027(10) -  8561(8) 2833(8) 67(4)"
C(66) o —5719(9) ' 8383(8) 3463(6) -55(3)
C(67) - -3157(9) ‘ 7705(8) 3504(7) o 64(4)
:b(se) -2977(9) 7191(7) 2951(6) 47(3)
.c(69) -2362(9) ' 734i(é)“(' 2346(6)  63(4) -
c(70) - -1906(9) 8012(8) 2278(6) - 51(3)
">C(71) ' 3020(10) - 13579(9) . '_2547_(7)' | 63(4)
c(72) 2142(9) © 13647(8) 2149(7) = . 62(4)
c(73) © 1701(10) . 13000(8) o 2051(7) . 66(4)
5(74) | 2095(10)  12242(9) 2332(6)  62(4)
c(75) ' 2943(9) 12093(8) 2741(6) . 58(3)
C(76) 3374(9) 12738(8) -  2810(6) 48(3)
c(77) —665(14) 13774(11) -383(8) 114(6)
‘C(78) - 4222(11) 9164(8) 4828(7) ‘ 73(4)__
C(79”)c ~  -2061(74) 6557(50)i .533(54)  178(39)

C(79B)c ~ -2002(43) | 5923(34) 702(29) o 75(16)

»§U(eq) is defined as 6ne-lthird"of the ~ trace of the
- o b o -
orthogonalized u,. tensor. 12.5% occupancy; isotropic
: ij - - : ~

fefinement. ®25% occupancy; isotropic refinement.
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Figure 9S. Crystal Structure of the Cdmpléx, CsPic-12
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Table 17S. Crystal Data and Structure Refinement for the Complex CsPic-12

Compound

Color / Shape.

Empirical formula

Formula weight

Temperature

Crystal system

Space group

Unit cell dlmEHSLOnS
(8192 reflections

in full # range)
- Volume
Z

Density (calculated)

Absorption coefficient

Diffractometer / scan
Radiation / wavelength
F(000)

Crystal size

0 range for data collection

Index ranges

Reflections collected

Independent / observed refls.-

Absorption correction
Range of relat. transm.
Refinement method

Computing

Data / restraints / parameters

Goodness-of-fit on Fz

SHELX-93 weight parameters
Final R indices [I>2¢(I)]

R indices (all .data)

Extinction coefficient

Largest diff. peak and hole

RABS6
yellow / parallelepiped

C39.25M36.50%2. 50C5N3°15
1011.75
173(2) K
Triclinic
Pl |
4 = 13.5085(2) A « = 84.283(1)°
b = 16.8244(3) A @ = 81.835(1)°
¢ =19.2714(2) A 'y = 76.771(1)°

4210.16(10) A

- 4

1.596 Mg/m3
1.111 mm *
slemens ‘SMART / CCD area detector

MoKa (graph;te monochrom.) / O. 71073 A

2042

0.29 x 0.35 x 0.40 mm

1.07 to 27.90°

-17 <h =17, -22 <k <14, “28 <¢ <23
27410- ’. ‘

18483(R, . = 0.0228) / 12093([I>20(I)])
SADABS

0.95 and 0.80

2
*Full-matrix-block least-squares on F

2
 SHELXTL, Ver. 5

18459 / O / 1122

1.030

0.0423, 1.4501

Rl = 0.0411, wR2 = 0.0873
R1 = O. 0792, wR2 = 0.1069
0.00000(7).

0.651 and -0.684 eA °
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Table 18S. Atomic Coordinates (x 10%) and Equivalent Isotropic Displacement Parameters
(A x 10°) for the Complex CsPic-12 :

Atom x/a . y/‘b' ' -~ zfc s Uleq)a
cs(1) 19(1) 10040(1) 2398(1) 25(1)
Ccs(2) -4918(1) 4918(1) 2653 (1) 25(1)
cl(1) -1670(1) - 13280(1) - -189(1) ©96(1)
c1(2) 42(2) 13680(1)  3as(1) © © 115(1)
c1(3) as22(1)° 9711(1) | 4018(1) 83(1)
cl(4) 3696(1) 8339(1) - 4794(1) 67(1)
Cl(5A) -2600(13) 5525(10) 1021(9) ~  96(5)b
cl(6A) ~1223(16) 5577(12). 1263(11)  143(7)b
Cl(SB) -  -2718(8) 4930(7) 619 (6) . 61(3)b
C1(6B) -2574(29) 6310(21) - 839(19) 247(14)b
c1(sc) = -3170(43) 5652(32) 1416(30) 443(28)b
c1(6C) -1928(37) | 5117(51)  474(27) 365(24)b
Cc1(5D) -2978(11) 5254(9) © 922(8) " 91(4)b
cl(6D) ©  -2145(17) 5616(14) 984(12) 155¢7)b
0(1) -1000(2) " 11284(1) 3669(1) - 27(1)
0(2) . -2266(2) 11266(1) 2607(1) . 24(1)

 0(3) -;§05(z} . 10sa2(2)  1324(1) - 25(1)
0(4) - 486(2) 1054541) 724 (1) 25(1)
o(5) 1827(2) 9322 (1) 1142(1) - 26(1)
o(6) ..  1480(2) 8170(1) 2282(1) 26(1)
o(7) 832(2) '8532(2) 3548(1)  29(1)
0(8) 464(2) ~10103(2) ~ 4053(1) 32(1)
o(9) | _s448(2) 4387(1) - 4301(1) 24(1)
0(10) _3358(2)  3986(2) 3743(1) - 26(1)
o(11) -2655(2) 13674(2) 2472(1) . 28(1)
0(12) -3844(2) 3646(2) 1380(1) . 31(3)
0(13) -5220(2) « 4865(1) 982(1) 28(1)
0(14) -5674(2) 6439 (1) ~ 1525(1) 28(1)
0(15) -6335(2) = 6789(1) ~2785(1)  25(1)

" 0(16) ~6757(2) 5636(1)  3895(1) 23(1)

0(17)  -1595(3) S 9155(2) 2822(2) ey

850
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0(18)

0(19)
0(20)

0(21)
0(22)

0(23).

0(24)
0(25)
0(26)
0(27)
0(28)
0(29)
0(30)
N(1)
N(2)
N(3)
N(4)
N(5)
N(6)
c(1)
c(2)
c(3)
c(4)
C(5)
c(6)
C(7)
C(8)

c(9)

c(10)
C(11)
Cc(12)
C(13)
c(14)
C(15)
c(16)
- c(17)
C(18)
c(19)
C(20)

-2733(4)

-3348(3)

-4047(3)

-3260(3)
~1074(3)
~904(3)

3361(2)

1934(3)

1128(3)
787(3)

2024(3)

4282(2)
4908(2)

-2942(3)
-3461(3)

-1259(3)

- 1712(3)

1604(4)
4238(3)
-1855(3)
-2645(3)
-2911(2)

-2555(2)

-1275(3)
-285(3)
1480(3)
2221(3)
2543(3)
1929(3)

896(2)
528(3)
- 666(3)

£ 1098(3)

611(3)
-167(3)
-54(3)
833(3)
1582(3)
1480(3)

9519(3)

8585 (2)
6398(2)

6060(2)

7626(2)
8761(3)
14168(2)
15077(2)

14484(3)

11787(3)

110907(3)
11984(2)

12947(2)
8871(3)
6512 (3)
8160(3)

14470(3) .
11614 (3).

12551(3)

11929(2)

11540(2)
10958(2)
10781(2)

10886(2) .

11162(2)
10638(2)

9962 (2)

8574(2)

. 7950(2)
- 7667(2)

7868(2)
8675(2)
9410(2)

©10859(2)

11516(2)
12314(2)
12461(3)

11821(3)
11010(3) .

S51

3998(2) -

4617(2)
3561(2)

- 2539(2)

1222(2)

1523(2)

2681(2)

1946(2) .

1368(2)
1980(2)

2444(2) .
- 3676(2)

3062(2)
4057(2)
3038(3)
1641(2)
1805(2)

2244(2)

3213(2)

3509(2)

3298(2)

2269(2)
11573(2)

589(2)

426(2)

581(2)
807(2)
1292(2)
1592(2)

2657(2)

3352(2)
4276(2)
4345(2)
4073(2)
3858(2)
3857(2)
4064 (2)

4274(2)

4281(2)

113(2)
75(1)
71(1)
75(1)
79(1)

78(1) .

61(1)
82(1)
98(2)

- 78(1)

77(1)
62(1)

62(1)

55(1)
52(1)
48(1)

57(1)

58(1)

48(1)

27(1)
26(1)
22(1)
24(1)

©28(1)
27(1)

22(1)
23(1)

25(1) -

26(1)
23(1)

- 26(1)

34(1)
33(1)
26(1)

23(1)
. 30(1)

36(1)

38(1).
32(1)
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c(21) -3878(3) ;0845(2)H’ 2564(2) 29(1)
c(22) -4479(3) ©10555(2) . 2158(2) ©33(1)
C(23) -4118(3)  10367(2) o 1480(2) 32(1)
c(24) -3153(3) ©10478(2) 1 1180(2). - 28(1)
Cc(25) 1782(3) 11317(2) 228(2) 28(1)
c(26) - 2827(3) - 11322(2) - 101(2) . 32(1)
c(27) 3549(3) 10668(2) 326(2) - 32(1)
c(28) 3247(3) . 9983(2) 684(2) 26(1)
c(29) ~ 670(3) 6994.(2) 2408(2) | 29(1)
c(30) | 63(3)  6531(2) | 2845(2) 34(1)
c(31) " -308(3) 6735(2) 3521(2) '36(1f
c(32) =133 7406(2) 3782(2) 3201y
c(33) | -4699(2) 3765(2)  4614(2) 27(1)

c(34) -3709(3) . 4040(2) 4476(2) . 28(1)
c(35) -2423(2) - 4174(2) 3511(2) 23(1)
c(36) -2033(3) 3995(2)  28217(2) - 26(1)
c(37) ~2228(3) 3339(2) . 1810(2) 32(i)
c(38) -3046(3) 2981(2) ~  1586(2) . 33(1)
c(39) -4669(3) 3445(2j‘ 1130(2) 27(1)
C(40) -5423(3) 4107(2) 941(2) 25(1)
c(41) -5940(3) 5568 (2) 1 725(2) 29(1)
c(42) ~5528(3) 6309(2) 795(2)  20(1y
- C(43) -5406(3) 7115(2) 1723(2) T 24(1)
C(44) =5772(2) 7317(2) . 2416(2) = 21(1)
C(45) -6335(3),” ©7008(2) - . 3466(2) ‘23(1)'
C(46)  -7458(2) 6382(2) - ' 3736(2) 24(1)
C(47). . -7167(2) 4992(2) 4200(2) - 20(1) 
C(48) . -6447(2)  4300(2) - 4427(2) 20(1)
C(49) -6767(3) _35;9(2)“ " 4761(2) ©24(1)
c(50) -7814(3) 3622(2) 4872(2) 31(1) -
c(51) -8523(3) - 4294(2) a651(2) 30(1)
©(s2) -8200(2) 4981(2) 4307(2) - 26(1)
c(53)  -1869(3) 4515(2) - . 3910(2). 30(1)
C(54) -917(3) 4656(2) - 3626(2)  :° 38(1)

- ¢(55) -519(3) 4464(2) 2955(3) a3l
c(56) -1078(3) - - 4134(2) 12540(2)  34(1)
c(s7) . -4797(3) 2651(2) ©1140(2) . 34(1)
c(s8) -5670(3) - 2518(2).  899(2) 38(1)
c(59) -6398(3) 3168(3) . 680(2) | 36(1)
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c(60) -6276(3) - 3973(2) 697(2) 30(1)
c(61) -4825(3)  7595(2) 1200(2) 29(1)
Cc(62) 54604(3) o 8273(2) 1553(2) 32(1)

| c(63) -4973(3) 8469(2) $2233(2) 33(1)
C(64) ~  -5557(3) 7986(2) 12669 (2) 2%(1)  ;
c(65) -2041(3) = 8585(2) : 2838(2) ' ‘38fi)‘
C(66) -2718(3) 8376(5) ' 3456(2) ' 38(1)
c(67) © -3168(3) 7711(3) - 3511(2) 40(1)
c(68). -2975(3) 7203(2) 2965(2) 36(1)
C(69) -2364(3) 7365(2} 23842y 37(d)
c(70) -1921(3) ' 8027(2) 2284(2) 33(1)
c(71) 3003(3) 13594(3) - 2567(2) 40(1)
€(72) 2137(3) - - 13683(3)  2162(2) a1(1)
C(73) - 1715(3) . 13047(3) - 2056(2) 46(1)
c(74) 2090(3) 12272(3) | 2339(2) 42(1)"
c(75) 2927(3) . 12113(3) - 2724(2) 42(1)
c(76) 3363(3) 12744(3) 2816(2) 36(1)
c(77) -649(6) 13790(4) ~366(4)  105(2)
c(78) 4216(4) - 9192(3) = 4846(3) " 59(1)
C(79R) -1462(77) < 6287(57) 507(52) 385(52)c

C(79B) - -2088(27) . 5713(21) - 785(19) . 116(11)c

a . o .

U(eq) is deflned as one third of the +trace of ' the
. : " b : '

orthogonallged Uij . tensor.: 12.5% occupancy; isotropic

S c .
refinement. 25% occupancy; isotropic refinement.
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Discussion of the Structures RbPic-TetB24C8 ( RbPic-12) and CSPIC TetBZ4C8 ( CsP1c-12)

The complex RbPic-12 is 1sostructural w1th its Cs* -contammg analog In both of thev .
'complexes the oxygen atoms of TetBZ4C8 form a symmetnc boat-shaped cavrty which also -
provides two major clefts for solvent and/or anion coordmatlon to the metal cations.

The CE conformation is very symmetric. The O- C-C- O torsion angles starting with O-Cl- '
C2-O, are +g,5,-8, 5, +g,5,-g, s and all of the C- O-C- C torsion angles are anti. The metal ions
reside in each of the CE units in nearly identical positions with averages of 3.28(4)"2\ _for the Rb- )
O distances and 3.29(4) A for the Cs-.O»separation's. The M-O-distances to the CE n'ng range
from'3.316(7) to 3:366(8) A and 3.224(2) to 3.365(3) A for M = Rb and Cs ,r’espectively.
(Presumably, smaller Na* and K' ions would require much greater distorsion of thrs ,
conformation for coordmatlve saturauon )

The remarkable role of Pic' in the structures of .RbPic-12 and CsPic-12 is noteworthy‘
Opposmg benzo substituents of 12 fold over one another to form two large clefts whrch make the
metal ion accesible for further coordination. (All of the ring centr01d M-nng centroid angles for:
the un1que elefts in the structures of both of the complexes are approxirnately 115° This allows _
sufficient room for planar Pic” to coordinate Withv the ’m_etal ion in a bidentate ‘fashien, either
through both oxygen atoms of one nitro group or by a phenolate oxygen and an oXygen of an,
ortho-nitro group. Coordination of Pic’ rnay be assistecl by face;t()‘-faee stacking With the Clé‘
benzo substltuents that form the cleft. The Pic’ umts bridge the two metal centers ina head-to- |

tail manner forming infinite coordmatlon polymers Thus each P1c is "sandwrched" between:

four benzo groups from the CEs.
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Explanation for Linearity of (a,,, Mx VS. (G )y When Anions of the Extracted Salts

Do Not Interact with the Ligand -

When two metal salts, M,X and MZX, containing the sam’e“anion X" are extracted by Fhe
ligand L, the selectivity of L for M,* over M," is ekpressed by the formula
L (am mx = D/ Dsz H
When anion X' is changed for anion Y- that has different energy of transfer from aqueous to
organic phase than that of X', the dlstnbutlon ratlo values, Dy,y and Dyyy, will vary from
those of D,,, and DMZX by some quotlent Specmcally, iy = anx and Dy,y = mDy,
“where n = m, unless anion Y- exhlbnts an interaction with the li gand that varies from complex o
M,LY to M,LY. Hence, when no spec1ﬁc anion-ligand interaction takes place the selectivity ‘
of L for M, over M, will be detennxned as |
(o) = Dyay/Dyay = 0Dyux/Dyix = Dy Dy = (O pe)x:
In other words, anjons that are incapable of any specific interaction within the eomplex ‘may- :
not affect the extraction selectivity of the "ligahd; 1In such case, thev selectivity will be
determined only by the relative stability of the complex cations, M,L* and M, L+
For the series of such salte,'MiX,‘MZX, MX, . 1\an and MY, M,Y, MY, . M,,Y with
(@s)x = @rurdes (Caan)x = (Oiaslys o Oy = (Oyaidys the plot of (g vs.
 (oypmy Will be linear Wlth a slope of 1. However, if an anion is capable of interacting with
the ligand and this interaction varies with the cation identity, the quotlent n =m and therefore,

the graph of (o p)x VS. (0 Ay Will deviate from the line with slope of 1. |
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