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Table S26. Crystal data and structure refinement for
[(C5Me4)SiMez(N—i—Pr)]Zr(C4H4Ph2).
Identification code 1b331ccd
Eﬁpirical formula, weight C39H39NSiZr, 532.93
Temperature, wavelength 223(2) K, 0.71073 A
Crystal system, space group monoclinic, P2
Unit cell dimensions a =12.4732(16) A o = 90°
b = 8.8130(11) A B =97.771(2)°
c = 12.5616(16) A y = 90°
Volume, 72 1368.2(3) A3, 2
Density (calculated) | 1.294 g/cm?
Absorption coefficient 4.63 cmt
F(000) 560
Crystal size | 0.04 x 0.16 x 0.32 mm
© range for data collection 1.64 to 27.53°
Limifing'indices -15 < hvs 16_
-10 £ k £ 11
-16 <1 £ 16.
Reflections collected 9870 (compléteness: 89.0%)
Independent refiéc£ioné 4772 (Rinet = 0.0436)
Refinement meﬁhod | Full-matrix least-squares on F?
Data/restraints/parameters 4772 / 1 / 312
Goodness-of-fit on F?, Flack 1.005, -0.02(4)
Final R indices [I>20(I)] Rl = 0.0347, wR2 = 0.0709
R indices (all data) R1 = 0.0472, wR2 = 0.0751

Largest diff. peak and hole ~0.359 and -0.439 eA™s
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Table S27. Atomic coordinates [ x 10%] and equivalent
isotropic displacement parameters [A%? x 103] for

[ (CsMeq) SiMe, (N-1-Pr) 1 Zr (C4H4Phy) . U(eq) is defined
as one third of the trace of the orthogonalized Uij
tensor.
X Y z U(eq)
Zr (1) 2803 (1) 661 (1) 3491 (1) 28(1)
Si(1) 559 (1) 302 (1) 2245(1) 37 (1)
N(1) 1638 (3) -825(3) 2765 (3) 31(1)
C(1) 1297 (4) 2125(4) 2650 (4) 29(1)
C(2) 1483 (3) 2660 (4) 3724 (3) 35(1)
C(3) 2473 (3) 3441 (4) 3892 (3) 37(1)
C(4) 2926 (3) 3412 (3) 2902 (3) 35(1)
C(5) 2201 (3) 2620 (4) 2139 (3) 34 (1)
C(o) 756 (4) 2460 (5) 4587 (4) 54 (1)
C(7) 2927 (4) 4271 (4) 4895 (4) 53(1)
C(8) 3956 (4) 4195 (4) 2726 (4) 50(1)
C(9) 2396 (4) 2323(5) 999 (3) 49 (1)
C(10) =717 (4) “15¢(5) 2848 (5) 67(2)
C(11) 117(5) 150 (5) 771 (4) 77(2)
C(12) 1698 (3) -2508(4) 2697 (3) 41 (1)
C(13) 1669 (6) -3020(6) 1557 (4) 89 (2)
C(14) 824 (4) -3253(4) 3239(6) 88 (2)
C(15) 3535(3) 269(4) 5279 (3) 37(1)
C(le6) 3816 (3) -1085(4) 4733 (3) 37 (1)
C(17) 4305 (3) -1086(4) 3816 (3) 38 (1)
Cc(18) 4612 (3) 281 (4) 3292 (3) 37(1)
C(19) 2998 (3) 233(3) 6255 (3) 34 (1)
C(20) 2141 (4) -752(4) 6372 (3) 46 (1)
C(21) 1631(4) =724 (5) 7280 (4) 54 (1)
C(22) 1939(4) 290 (6) 8088 (4) 2 62(1)
C(23) 2766 (4) 1272 (5) 7996 (4) 64 (1)
C(24) 3279 (4) 1255 (5) 7090 (3) 52 (1)
C(25) 5120 (3) 254 (4) 2294 (3) 37(1)
C(26) 4800 (4) -748 (4) 1449 (4) 52 (1)
C(27) 5276 (5) -693(5) 520 (4) 66(2)
C(28) 6065 (4). . 361 (6) 394 (4) 65 (1)
C(29) 6392 (4) 1342 (5) 1215 (4) 62(1)
C(30) 5931 (3) 1282 (5) 2154 (4) 48 (1)
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[A] and bond angles [°]

for [ (C5Me4) SiMez (N—i—Pr) ] 2r (C4H4Ph2) .

Table S28.

Interatomic distances

R T S T T N e B e P

e e N e e e e e e

e o o e e o i e e

N I S

Zr
Zr
Zr
Zr
Zr
Z

Z

Zr
Zr
Zr
Zr
Zr

3.0336(11) -

M PN WNWON OO WINW WWIOLWLWLWL LW WO O O 7Aﬁvmwmwmwmwﬂw
NN OO IPFOO AT O ANT IO ANAO MO O~ O
286681301301009147748.9086678987
_/888444454545545443443433333333
1111111111111111111111111111111
~—_O o~ ) MTOA~ O ITOANMTO W™ ©
T AT AN~~~ AN s A A A A A A AN NN NN NN N
e e AN DM O H SN U OO = o i e e e e n e e e e e e e
Z D000 = — DOLDLVLLLLLLLULLLDLLDULUDLLOL
Foro { % [ONeS; { OGNS { (O 2 e T e T R T T T T
—~ e — [ | | B T i e I e
™ o o~ N o~~~ o~ 22556789901235567
((((111223344511111111122222222
l l-l.l((((((((((((((((((( ((((((((
SSSSNCCCCCCCCCCCCCCCCCCCCCCCCCC




© 2004 American Chemical Society, Inorg. Chem., Braun ic040001i Supporting Info Page 44

44

1.365(6)
1.382(6)

TN O T OO [Te}

L I e B B e T B e B e [ Sy R e T e e T S
((((((( 222333(43344434434434443
2496256 (((((( [ o o o e e e e e e e e e e e e e e
03975845464841474443361196341513
29889935643368563193776677484711
01991791111022002202202202202211
~ ' — 111111_1111111111111111111
))))) O o~~~ e~~~ —_ o~
A0~ ~O A0 A H A —~ o) <
~rA A A A~ A o~ an B e B T T T I iy v~
2 ) - e C.lrr5((l6647_/388199(\1\
_CCCC_CCCCC_SZZ(.l.l (((((((((((( CC
\)____\.l_____\)___CSSCCCCCCCCCCCC__
Lo R T T B S _I.\)\)\/_______________\))
A A e H = o o e N N
H o — A=A A NNNMONOO" TN WO
errrz.lll..l.lSNNN (((((((((((((((((
_ZZZZ_SSSSS_.__CCCCCCCCCCCCCCCCC
\)____)_____)))A./_________________
O~~~ ~ ") ~ o~ o~ o~ O NN rH o~ o~ o~~~
I\_I__I_.I_l_l.11111111/\22533122455344111
p (((((((((((((( l (((((((((((((((((
CNNNNCNNNCCCCCSCCCCCCCCCCCCCCCNN

TN TN TN TN N N S o o

T e N e N N e v e e e e

SO0 MMOr~I™~O W
NOOOHATMN DA MO N N
NS NNMSON~O N~
~ — — —t —
LA A AN A O D)
L e i o B I < T
VOONNULUNNONNUN
e e

Nt S N e e e e v e e i e

T e Nt et N e v e e e e e

C
C
C
C
C
C
C
C
C
C
C
C




45

© 2004 American Chemical Society, Inorg. Chem., Braun ic040001i Supporting Info Page 45

N e e o e e o e e~

Tt N N e et S e e e e Mt e e e e et

i T T T T e T S U,

Mt et e e M M e e N e e e e e’ S

L T T T I T S e N N

T e M e e e N e e e Mt e e e e

L T T e T i e S T

S e N e e e e e e e e e e e e e e

C
C
C
C
C
C
C
C
C
C
C
C
C
C
c
C
C

Cp(c) corresponds to the centroid of the permethylated

cyclopentadienyl ring.
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Anisotropic displacement parameters [A%? x 103)
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Table S29.

The

anisotropic displacement factor exponent takes

for [(C5Me4)SiMe2(N—i—Pr)]Zr(C4H4Ph2).

+ tha*b*Un].

-2n°[ (ha*)?Uy; + ...
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Table S30. Hydrogen atom coordinates ( x 10%) and
isotropic displacement parameters (A% x 103)
for [ (C5Me»4) SiMez (N—i—Pr) ] 2r (C4H4Ph2) .

X y z U(eq)

H.(6A) 1176 2601 - 5289 81
H(6B) 449 1447 4540 81
H(6C) 178 3204 4486 81
H(7A) 2645 5298 4870 80
H(7B) 3710 4303 4948 80
H(7C) 2720 3750 5516 80
H(8A) 4279 - 3669 2170 75
H(8B) 4456 4186 3389 75
H(8C) 3800 5235 2506 75
H(9A) 1902 2932 511 73
H(9B) 2276 1256 , 832 . 73
H(9C) 3136 - 2589 - 920 73
H(10A) -1114 -837 : 2501 100
H(10B) -1158 924 2745 100
H(10C) -541 -189 3610 100
H(11R) 742 -28 405 115
H(11B) -235 1086 " 511 . 115
H(11lC) -387 -687 630 115
H(12) 2404 -2824 3092 49
H(13A) 990 -2712 © 1144 133
H(13B) 1732 -4116 1536 133
H(13C) 2265 -2563 1251 133
H(14A) 832 -2834 3954 133
H(14B) 954 -4338 3290 133
H(14C) 124 -3067 2820 133
H(15) 4040 (30) 980 (40) 5320(30) 44
‘H(16) 3654 -2027 5023 44
H(17) 4448 -2026 3512 45
H(18) . 4900 (30) 960 (40) 3760 (30) 44
H(20) 1908 - -1447 © . . 5821 55
H(21) 1066 -1408 7345 65
H(22) 1584 \ 309 8702 74
H(23) 2987 1964 . 8553 77
H(24) 3837 1957 ‘ 7035 62
H(26) 4256 -1467 1514 62
H(27) 5057 -1385 -37 80
H(28) 6374 403 -248 78
H(29) 6933 2061 1141 , 74
H(30)

6174 1957 2714 ' 57
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Table S31. Crystal data and strﬁcture refinement for
. ' [ (C5Me4) Si‘Mez (N—thu) ]‘Zr (.C4H4Ph_2) .

Identification code
Empirical. formula, weight 
Temperature, wavéiengfh
Crystal system,ispace group

Unit cell dimensions

_Volume, Z
Density (calculated)
Absorption coefficient
F(000) |

_Crystal size
6 range for data collection

Limiting indices

Reflectiéns collected
Independent reflections
Refinement method
Data/reétraints/parameters
Goodness-of-fit on F?
Final R indices [I>20(i)],

R indices (all data)

Largest diff. peak and hole

6511

48
1b336ccd
Cs31HaNSiZr, 546.96
223(2) K, 0.71073 A
- monoclinic, P2;/n
a= 8.106(1) A o = 90°
b = 27.937(3) A B = 102.009(2)°
c =12.872(1) A vy = 90°

2851.0(5) A°, 4

1.274 g/cm’
~ 4.46 cm™
1152

0.14 x 0.18 x 0.20 mm
1.77 to 27.50°

-10
-36
-16

h

k
1

9
34
16

A A A
AN IA A

20264 (completeness: 99.3%)

(Rint = 0.0665)
Full-matrix least-squares on F?
6511 / 48 / 347

1.033~

R1 = 0.0504, wR2 = 0.1144

Il
o
=
N
0]
N

Rl = 0.0900, wR2

0.589 and -0.399 eA™
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Table S32. Atomic coordinates [ x 104] and equivalent
isotropic displacement parameters [A? x 10°] for

[ (CsMeyq) SiMe, (N-t-Bu) ] Zr (C4H4Php) . U(eq) 1is defined
as one third of the trace of the orthogonalized Ui
tensor.
X 3% z U(eq)
Zr (1) 8808 (1) 1261 (1) 3610(1) 39(1)
Si(l) 71323 (1) 2261(1) 3528(1) © 42 (1)
N(1) 9271 (2) 2002(1) 3544 (1) 42 (1)
C(1) 6257 (3) 1684 (1) 3693(2) 39(1)
C(2) 5736 (3) 1333 (1) 2866 (2) 43 (1)
C(3) 5838 (3) 873 (1) 3331(2) 48 (1)
C(4) 6402 (3) 922 (1) 4441 (2) 45(1)
C(95) 6662 (3) 1414 (1) 4670 (2) 41 (1)
C(6) 5137 (4) 1436 (1) 1692 (2) 58 (1)
C(7) 5281 (3) 410(1) 2780 (2) 61 (1)
c(8) 6452 (3) 526 (1) 5226 (2) 63 (1)
C(9) 1249 (4) 1615(1) 5775(2) 57(1)
C(10) 6347 (4) 2586 (1) 2290 (2) - 75(1)
C(1l1) 7203 (4) 2692 (1) 4623 (2) 68 (1)
C(12) 10822 (3) 2278 (1) 3473 (2) 55(1)
- C(13) 10695 (5) 2800 (1) 3861 (4) 77(2)
C(1l4) 11052 (6) 2259(2) 2367 (3) 126(2)
C(1l5) 12333 (5) 2066 (2) 4238 (4) . 85(2)
C(13") 10466 (15) 2803 (3) 3094 (10) 87(4)
C(14") 11762 (14) 2058 (5) 2624 (8) 122 (6)
C(15") 11963 (15) 2236(6) 4527(7) - 132(7)
C(1le) 9245 (3) 757 (1) 2279(2) 58 (1)
C(17) 10895(3) 841 (1) 2820 (2) 63(1)
C(18) 11515 (4) 832 (1) 39822 (2) 62 (1)
C(19) 10607 (3) 741(1) 4715(2) 57(1)
C(20) 8786 (3) 787 (1) 1097 (2) 58 (1)
C(21) 7587 (4) 471 (1) 528 (2) 73(1)
C(22) 7116 (5) 500(1) -564(3) 87(1)
C(23) 7839 (4) 836(1) -1126(2) 86 (1)
C(24) 8978 (5) 1138(1) -581(3) 87(1)
C(25) 9457 (4) 1122 (1) 511(2) 70 (1)
C(26) 11415(3) 780 (1) 5859 (2) 59(1)
C(27) 10721 (4) 532 (1) 6613 (2) 69 (1)
C(28) 11391 (4) 579 (1) 7684 (2) 82 (1)
C(29) 12790 (5) 855 (1) 8036 (2) 87 (1)
C(30) 13527 (5) 1088 (1) 7318 (3) 92 (1)
C(31) 12851 (4) 1059(1) 6232 (2) 69 (1)
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Table S33. Interatomic distances [A] and bond angles [°]
for [ (C5Me4) SiMez (N—t—Bu) ]Zr (C4H4Ph2) .

Zr-Cp(c) 2.195

Zr (1)-C(1) 2.403(2)
Zr (1)-C(2) 2.483(2)
Zr (1) -C(3) 2.596(2)
Zr(1)-C(4) 2.590(2)
Zr (1) -C(5) 2.461(2)
Zr(1)-C(1le) 2.301(3)
Zr (1)-C(17) 2.448(3)
Zr(1l)-C(18) 2.459(3)
Zr (1)-C(19) 2.324(2)
Zr(1)-N(1) 2.1089(19)
Si(1)-N(1) 1.732(2)
Si(1l)-C(1) 1.862(2)
Si(1)-C(10) 1.862(3)
Si(l)-C(1l1) 1.872(3)
N(1l)-C(12) 1.494(3)
C(1)-C(5) 1.443(3)
C(1l)-C(2) 1.445(3)
C(2)~-C(3) 1.411(3)
C(2)-C(6) 1.515(3)
C(3)-C(4) 1.413(3)
C(3)-C(7) 1.501¢(3)
C(4)-C(5) 1.412(3)
C(4)-C(8) 1.495(3)
C(5)-C(9) 1.510(3)
C(12)-C(13) 1.550(4)
C(12)-C(14) 1.475(5)
C(12)-C(15) - 1.523(5)
C(12)-Cc(13") 1.554(8) |
C(12)-C(14") 1.582(10)
C(12)-C(15") 1.479(9)
C(16)-C(17) 1.393(4)
C(16)-C(20) 1.491 (4)
C(17)-C(18) 1.403(4)
C(18)-C(19) 1.400(4)
C(19)-C(26) 1.485(3)
C(20)-C(25) 1.384(4)
C(20)-C(21) 1.401(4)
C(21)-C(22) 1.379(4)
C(22)-C(23) 1.388(5)
C(23)-C(24) 1.338(5)
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Anisotropic displacement parameters [A? x 10°]

for [(CsMes)SiMe,(N-t-Bu)]2r (CqHePhy) .

Table S34.

The

+ 2hka*b*U;;].

anisotropic displacement factor exponent takes the
—2r®[ (ha*)?Uq, + ...

form:
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Table S35. Hydrogen atom coordinates ( x 104) and
isotropic displacement parameters (A® x 103)
for [ (C5M€4) SiMez (N—t—Bu) ] Zr (C4H4Ph2) .

X % z ‘ U(eq)
H (6A) 4831 1138 1313 88
H (6B) 6034 1590 1422 88
H(6C) 4162 1645 1589 : 88
H(7A) 6179 176 2957 91
H(7B) 5017 461 2017 91
H(7C) 4286 293 3008 91
H(8A) 5310 437 5266 94
H(8B) 7055 632 ~ 5919 94 -
H(8C) 7023 251 '~ 5003 - 94
H(9A) 7568 1354 6274 86
H (9B) 6343 1797 5972 86
H(9C) 8214 1822 5789 . 86
H(10A) 6819 2906 2308 o112
H(10B) 5138 2607 S 2237 112
H(10C) 6575 2415 1680 o112
H(11A) 8034 - 2606 5252 102
H(11B) 6084 2680 4781 102
H(11lC) 7427 3013 . 4403 102
H(13A) 11691 2977 3781 - . 115
H(13B) 10617 2798 4602 115
H(13C) 9699 2951 3441 115
H(14A) 11208 1930 2172 189
H(14B) 12036 2445 2303 189
H(14C) 10062 2390 1897 189
H(153) 12470 1734 4056 127
H(15B) 12150 2086 4958 127
H(15C) 13342 . 2244 4188 127
H(13D) 9783 2959 3530 131
H(13E) 9868 2805 : 2359 : 131
H(13F) 11525 2974 3158 .. 131
H(14D) 12595 2284 2479 . 183
H(14E) 10950 1992 1972 A 183
H(14F) 12318 1763 2898 183
H(15D) 13071 - 2356 4488 198
H(15E) 12050 1903 4743 198
H(15F) 11515 2422 5043 198
H(16) 8944 431 : 2476 70
H(17) 11682 ' 912 . 2399 75
H(18) 12673 893 4155 75
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"H(19) 10125 415 4594 68
H(21) 7098 237 - 894 87
H(22) 6294 289 -931 105
H(23) 7537 850 -1871 104
H(24) 9467 1369 -954 104
H(25) 10255 1344 864 84
H(27) 9785 331 6385 82
‘H(28) 10880 420 8179 , 98
H(29) 13242 883 8768 105
H(30) 14504 1271 7560 110

H(31) 13360 1227 ' 5749 83




