ORGANOMETALLICS

Article

Organometallics 2010, 29, 3357-3361 3357
DOI: 10.1021/om100296m

Zirconium Complexes Supported by Imidazolones: Synthesis,
Characterization, and Application of Precatalysts for the
Hydroamination of Aminoalkenes

Yu-Cheng Hu," Cheng-Feng Liang,” Jie-Hong Tsai,” Glenn P. A. Yap,* Ya-Ting Chang,™*
and Tiow-Gan Ong*'

TInstitute of Chemistry, Academia Sinica, Nangang, Taipei, Taiwan, Republic of China, SGraduate Institute
of Engineering, National Taiwan University of Science Technology, Taipei, Taiwan, Republic of China, and
tDepartment of Chemistry and Biochemistry, University of Delaware, Newark, Delaware 19716

Received April 13, 2010

Dimeric zirconium benzyl and amide complexes supported by an imidazolone framework have
been successfully synthesized and fully characterized. The amide complexes were found to be effective
catalysts for intramolecular hydroamination of primary and secondary amines.

Hydroamination has emerged as an atom-economical and
one-step strategy for constructing nitrogen-containing mo-
lecules via functionalization of an N—H bond across a
carbon—carbon unsaturation.' Eliciting significant interest
among chemists over the years, the advantages of hydro-
amination have led to exploitation of much of the periodic

*To whom correspondence should be addressed. E-mail: tgong@
chem.sinica.edu.tw.

(1) (a)Muller, T. E.; Hultzsch, K. C.; Yus, M.; Foubelo, F.; Tada, M.
Chem. Rev. 2008, 108,3795-3892. (b) Alonso, F.; Beletskaya, I. P.; Yus, M.
Chem. Rev. 2004, 104,3079-3159. (c) Muller, T. E.; Beller, M. Chem. Rev.
1998, 98, 675-703. (d) Pohlki, F.; Doye, S. Chem. Soc. Rev. 2003, 32, 104—
114. (e) Chianese, A. R.; Lee, S. J.; Gagné, M. R. Angew. Chem., Int. Ed.
2007, 46, 4042.

(2) For selected representative references based on rare earth ele-
ments and actinides, see: (a) Yuen, H. F.; Marks, T. J. Organometallics
2009, 28, 2423. (b) Lu, E.; Gan, W.; Chen, Y. Organometallics 2009, 28,
2318. (¢) Ge, S.; Meetsma, A.; Hessen, B. Organometallics 2008, 27, 5339.
(d) Hannedouche, J.; Aillaud, L.; Collin, J.; Schulz, E.; Trifonov, A. Chem.
Commun. 2008, 3552. (e) Zi, G.; Xiang, L.; Song, H. Organometallics 2008,
27, 1242. () Stubbert, B. D.; Marks, T. J. J. Am. Chem. Soc. 2007, 129,
4253. (g) Rastatter, M.; Zulys, A.; Roesky, P. W. Chem. Eur. J. 2007, 13,
3606. (h) Riegert, D.; Collin, J.; Daran, J.-C.; Fillebeen, T.; Schulz, E.;
Lyubov, D.; Fukin, G.; Trifonov, A. Eur. J. Inorg. Chem. 2007, 1159.

(3) Forselected representative references based on alkali and alkaline
earth metals, see: (a) Zhang, W.; Werness, J. B.; Tang, W. Tetrahedron
2009, 65, 3090. (b) Crimmin, M. R.; Arrowsmith, M.; Barrett, A. G. M.;
Casely, I.J.; Hill, M. S.; Procopiou, P. A. J. Am. Chem. Soc. 2009, 131,9670.
(¢) Arrowsmith, M.; Hill, M. S.; Kociok-Kohn, G. Organometallics 2009,
28, 1730. (d) Datta, S.; Gamer, M. T.; Roesky, P. W. Organometallics 2008,
27, 1207. (e) Martinez, P. H.; Hultzsch, K. C.; Hampel, F. Chem. Commun.
2006, 2221.

(4) For selected representative references based on late transition
metals, see: (a) Muller, T. E.; Pleier, A. K. Dalton Trans. 1999, 583-587.
(b) Michael, F. E.; Cochran, B. M. J. Am. Chem. Soc. 2006, 128, 4246. (c)
Bender, C. F.; Widenhoefer, R. A. Chem. Commun. 2006, 4143. (d) Bender,
C. F.; Widenhoefer, R. A. Org. Lett. 2006, 8, 5303. (e) Zhang, J.; Yang,
C.-G.; He, C. J. Am. Chem. Soc. 2006, 128, 1798. (f) Liu, X.-Y.; Li, C.-H.;
Che, C.-M. Org. Lett. 2006, 8, 2707. (g) Han, X.; Widenhoefer, R. A.
Angew. Chem., Int. Ed. 2006, 45, 1747. (h) Burling, S.; Field, L. D.;
Messerle, B. A.; Rumble, S. L. Organometallics 2007, 26, 4335-4343. (i)
Komeyama, K.; Morimoto, T.; Takaki, K. Angew. Chem., Int. Ed. 2006, 45,
2938. (j) Cochran, B. M.; Michael, F. E. J. Am. Chem. Soc. 2008, 130,2786.
(k) Cochran, B. M.; Michael, F. E. Org. Lett. 2008, 10, 329. (1) Hesp, K. D.;
Tobisch, S.; Stradiotto, M. J. Am. Chem. Soc. 2009, 132, 413-426. (m)
Field, L. D.; Messerle, B. A.; Vuong, K. Q.; Turner, P. Dalton Trans. 2009,
3599-3614. (n) Zhang, Z.; Lee, S. D.; Widenhoefer, R. A. J. Am. Chem. Soc.
2009, /31, 5372.

© 2010 American Chemical Society

table in an effort to improve the effectiveness and complexity
of this process.””* Over the past decade, the application of
group 4 transition metal to intramolecular hydroamination
of C—C multiple bonds with primary amines has arisen as
one such alternative, with the additional benefit of commer-
cial availability, low cost, and low toxicity.’

Previously, we reported the isolation of a zirconium complex
bearing a unique 5°(N,C) imidazolyl carbene moiety resulting
from the C—N cleavage of an amino-linked nitrogen hetero-
cyclic carbene.® Interestingly, such imidazolyl carbene moieties
have been implicated as intermediate species for scandium-,
yttrium-, and uranium-mediated ring opening of imidazole
rings.” Unfortunately, having a highly reactive imidazolyl car-
bene moiety in a metal complex may circumvent the stability of
the complex that is important to the catalytic application. To
eliminate the chemical promiscuity of the imidazolyl carbene
group, while maintaining the desired imidazole scaffold, we
have turned our attention to imidazolones, which are easily
assembled five-membered heterocyclic molecules contain-
ing N and O binding sites. The imidazolones are known to
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manifest a broad range of biological activities,® but they are
rarely employed as ligands for modulating the transition-metal
reactivities.” With this in mind, we have sought to prepare the
first example of zirconium complexes supported by an imida-
zolone ligand. In this contribution, we report the characteriza-
tion of imidazolonated benzyl and amide zirconium complexes
and an examination of their catalytic activity toward intramo-
lecular hydroamination.

Result and Discussion

The preparation of imidazolone 1 was carried out in accord
with a previous report by Joule et al., as shown in Scheme 1."
The 4-methylphenyl and 2,6-dimethylphenyl isocyanates were
each reacted with acetaldehyde dimethyl acetal to give the
corresponding urea 2. Cyclization upon treatment of acid
affords the imidazolones 1. Imidazolone 1a reacts readily with
Zr(CH,Ph), in ether to furnish compound 3a in moderate yield
(Scheme 2). The 'H NMR spectroscopic features of 3a display a
new singlet integrating to three protons at 2.31 ppm for the tolyl
group of the imidazolone ligand and a broad peak for the benzyl
moieties at 2.33 ppm integrating to a sum of six protons. Similar
attempts were carried out to prepare an analogous compound of
3b using ligand 1b, but multiple products complicated the
isolation of the pure product.'’ A single-crystal X-ray diffrac-
tion study was undertaken to determine the connectivity in 3a.
The structure model of 3a in Figure 1 demonstrates a noncen-
trosymmetric dimer, with each zirconium atom bearing two 7'-
benzyl groups, one 7> benzyl group, and two bridging imida-
zolone ligands with a u-N—C—O binding site, consistent with
the solution NMR analysis. On the basis of a search of the Cam-
bridge Structural Database,'” we believe that compound 3a
represents the first isolated zirconium complex supported by
imidazolonates (Figure 1). Both the C-O (O(1)—=C(8) =
1.292(5) A and O(2)—C(18) = 1.297(5) A) and the C—N bonds
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Figure 1. Molecular diagram of 3a with thermal ellipsoids
drawn at the 30% probability level. All hydrogen atoms have
been omitted for clarity.
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(N(2)—C(8) = 1.327(5) A and N(4)—C(18) = 1.334 (5) A) lie
between single- and double-bond distances, implying some
electronic conjugation over the O—C—N moiety in the bridging
imidazolone ring. 3 The Zr—N distances of 2. 263(4) and
2. 267(3) A in 3a are considered to be at the longer range of an
anionic Zr—N amido bond, " but the Zr—O distances of
2.072(3) and 2.058(3) A are shorter than those observed in
other Zr(VI) amidate and ureate complexes (~2 2—-23 A) 140,15
Alternatively, the synthesis of imidazolone zirconium amide
complexes 4 is straightforward. The addition of 1 equiv of 1a or
1b to an ether solution of Zr(NMe,)4 furnishes the pale yellow
solid 4. Like 3a, 4b exhibits a dimeric structure containing two
bridging imidazolones (Figure 2). The w-donor character of the
amido ligands in 4b gives rise to a strong trans effect on the
imidazolonate ligand, as witnessed by the slightly elongated
bond distance of Zr—N (2.3635(19) A) and Zr—O0 (2.1202(15)
A) in comparison with compound 3a (vide supra).
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Figure 2. Molecular diagram of 4b with thermal ellipsoids
drawn at the 30% probability level. All hydrogen atoms have
been omitted for clarity.

Table 1. Intramolecular Hydroamination and Condition Optimi-

zation
Ph  Ph 5 mol% Ph
M/NHQ precatalyst >©/ (Eq 1)
Ph NH
10 20
entry precatalyst temp (°C) time (h)“ yield (%)?
1 3a 70 24 0
2 4a 70 7.5 >95
3 4b 70 4.5 >95
4 Z1(NMey), 70 7 >95
5 4b 130 0.25 >95

“Time for >99% conversion in toluene-d. ” Yield determined by 'H
NMR spectroscopy on the basis of an internal standard.

Hydroamination catalysis with high-oxidation-state early
transition metals has received a considerable amount of
attention, particularly the intramolecular hydroamination
of aminoalkenes. Preliminary screening experiments were
undertaken to determine the viability of complexes 3, 4a, and
4b, as precatalysts for the intramolecular hydroamination of
2,2-diphenyl-4-pentenylamine (10) substrate (eq 1). Tests
were conducted on the substrate with a loading of 5 mol %
of catalyst precursor and substrate and monitored at 70 °C by
NMR spectroscopy. As seen in Table 1, the benzyl complex 3a
shows no catalytic activity (entry 1) even after prolonged
heating for 24 h. When the reaction was performed in the
presence of either amide complex, the substrate 10 underwent
a successful cyclization process to 20 (entries 2 and 3), with
precatalyst 4b being found to be the most active. It was
reported that a corresponding starting reagent such as Zr-
(NMe,), could also mediate an intramolecular hydroamina-
tion process.'®!” Therefore, the possibility of the residual
Zr(NMe,), mediating the reaction should not be ruled out.
To verify such a notion, a separate experiment containing 5%
mol of Zr(NMe,)4 was conducted. The results indicated that
indeed compound 4b is superior to Zr(NMe,), (entry 4), as the

(16) Kim, H.; Livinghouse, T.; Lee, P. H. Tetrahedron 2008, 64,2525—
2529.

(17) Bexrud, J. A.; Beard, J. D.; Leitch, D. C.; Schafer, L. L. Org.
Lett. 2005, 7, 1959-1962.
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latter requires a longer period of time (7 h) to achieve a full
conversion under similar reaction conditions. To our delight,
the conversion time of 10 can be successfully shortened to
0.25 h by increasing the temperature to 130 °C (entry 5).

Having an optimized result in hand, the generality of the
cyclization process was then extended with various aminoalk-
ene substrates (Table 2). The results indicate that substrates
with larger geminal disubstituents react very efficiently, achiev-
ing a 95% yield in around 1 h (entries 1—3 and 6, Table 2).
When the size of the geminal group is reduced to less bulky
methyl groups (13), a much longer reaction time is required to
increased (24 h) to attain a good yield of the cyclic product 23
(entry 4). Nevertheless, transformation of the aminoalkene 14
(entry 5, Table 2) containing only one geminal aryl group
proceeded with a higher conversion rate in 4 h in comparison to
substrate 13. In general, diastereoselectivity is considered to be
moderate for substrates 12 (entry 3) and 14 (entry 5) with cis
isomers as major products.

Very interestingly, 4b exhibits significant reactivity toward
the cyclization of secondary aminoalkenes of 16 and 17, facil-
itating the formation of products 26 and 27, respectively, in high
yield (entries 7 and 8). The reactivity of a secondary aminoalk-
ene was established by the emergence of characteristic singlet
peaks at 2.07 ppm (N(CHj3)) and 1.11 ppm (CH—CHs;) for
product 26 in proton NMR analysis. This reactivity is in
contrast with the case for previously reported highly active Ti
and Zr hydroamination systems exhibiting a lack of reactivity
with secondary amines, which is usually attributed to an ina-
bility to form the imido species with the secondary amine.'®
There are only limited examples of neutral group 4 metal cata-
lysts mediated the cyclization of secondary aminoalkenes."”
Although still speculative at this juncture, this result may
interpreted as 4b invoking uncommon catalytic behavior for
the group 4 early transition metal, operating upon reactivity of
o-bond insertion. Such an operating mechanism is quite com-
mon in the trivalent lanthanide system.20 Nevertheless, the
several intriguing mechanistic possibilities of the [2 + 2]
cycloaddition/imido route have not been excluded yet. Finally,
it is worth mentioning that the cyclization reactions of ami-
noalkenes can also proceed as effectively as with compound 4b
by just adding catalytic equal amounts of imidazolones and
Zr(NMe,), in situ. For example, a full conversion of substrate
10 can be achieved within 20 min upon mixing 5 mol % of Zr
amide and imidazolone 2b in situ. From a synthetic perspective,
the combined imidazolone ligand/zirconium catalysts represent
a unique fast-track manifold for tuning the modularity without
resorting to the laborious effort of preparing and purifying the
metal—ligand complexes prior to screening and tuning.

Conclusion

In summary, zirconium benzyl and amide complexes sup-
ported by imidazolones have been successfully synthesized and
characterized. The amide complexes (4) show good catalytic
activity for intramolecular hydroamination of primary and
more importantly, secondary amines. Additional reactions, as

(18) (a) Walsh, P. J.; Baranger, A. M.; Bergman, R. G. J. Am. Chem.
Soc. 1992, 114, 1708. (b) Baranger, A. M.; Walsh, P. J.; Bergman, R. G. J.
Am. Chem. Soc. 1993, 115,2753. (c) Johnson, J. S.; Bergman, R. G. J. Am.
Chem. Soc. 2001, 123, 2923.

(19) (a) Stubbert, B. D.; Marks, T. J. J. Am. Chem. Soc. 2007, 129,
6149-6167.

(20) (a) Hong, S.; Marks, T. J. Acc. Chem. Res. 2004, 37, 673. (b)
Gagne, M. R.; Stern, C. L.; Marks, T. J. J. Am. Chem. Soc. 1992, 114, 275.
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Table 2. Hydroamination of Various Aminoalkenes with Compound 4b*

Entry Aminoalkene Product % mol | Time(hour) Yield(%)°
b
1 10 Ph pp Ph
0~ NH, ZO\HI@(PII 5 0.25 >95 (95)
2
21
11/ NH, HN 5 1.5 >95 (86)
12 d
NH, 93 (87)
=z 2
22yN Ph 3 L3 cis/trans:4/1°
¢ /\></ \O<
13
7 Me s X 10 24 79
5 Ph \O/Ph 82 (61 d
14 NH. 24
z ? HN 10 4 cis/trans:7/3°
6 \ \62
Ph d
15 >95 (91)
=z NH, 2 HN Ph 3 0.75 cis/trans:3/2°
Ph Ph
T P \O(
z 1 26 N/ Ph 10 19 88
b
8
17 27
/ NH_ N 10 24 86
9 Ph  pp Ph
18 MNHZ \w
28 HN Ph 5 3 87

“ The reaction was conducted at 130 °C. * Time for >99% conversion in toluene-ds.  Yield determined by 'H NMR spectroscopy on the basis of the
internal standard; values in brackets are isolated yields. * Isolated yield based on the corresponding benzoylamide product from the derivatization of
pyrrolidine with benzonyl chloride prior to isolation. ¢ Diastereomeric ratio determined by '"H NMR.

well as detailed kinetic and mechanistic investigations, are
underway to gain more insight into the catalytic system.

Experimental Section

General Procedure. All air-sensitive manipulations were per-
formed under an atmosphere of nitrogen using Schlenk techni-
ques and/or a glovebox. Toluene, hexane, THF, and ether were
purified by passage through a column of activated alumina using
a solvent purification system purchased from Innovative Tech-
nology, Inc. Deuterated benzene and toluene were dried by
vacuum transfer from activated molecular sieves. Zr(NMe,),4
was purchased from Aldrich Chemical Co. and used without
further purification. '"H and '*C NMR spectra were run on
Bruker 300, 400, and 500 MHz spectrometers using the residual
proton of the deuterated solvent for reference. The preparation of
imidazolone ligands 1a.b was carried out on the basis of previous
reports.'® Aminoalkenes of the substrates 2,2-diphenyl-4-penten-

(21) Hong, S. W.; Tian, S.; Metz, M. V.; Marks, T. J. J. Am. Chem.
Soc. 2003, 125, 14768-14783.

(22) Bender, C. F.; Widenhoefer, R. A. J. Am. Chem. Soc. 2005, 127,
1070-1071.

(23) Kondo, T.; Okada, T.; Mitsudo, T.-A. J. Am. Chem. Soc. 2002,
124, 186.

(24) Tamaru, Y.; Hojo, M.; Higashimura, H.; Yoshida, Z. J. Am.
Chem. Soc. 1998, 110, 3994-4002.

l-amine (10),?! (1-allylcyclohexyl)methylamine (11),%* 2-methyl-
2-phenyl-4-pentenylamine (12),%* 2,2-dimethyl-4-pentenylamine
(13),%* 2-phenyl-4-pentenylamine (14),? 2-allyl-2-phenyl-4-pen-
tenylamine (15),>° N-methyl-2,2-diphenyl-4-pentenylamine
(16),% (1-allylcyclohexyl)-N-methyl-methylamine (17),% 4-methyl-
2,2-diphenyl-4-pentenylamine (18),¢ and 2,2-diphenylhex-4-
en-1-amine (19)°°® were synthesized according to according to
previous literature methods. Hydroamination products of 20—29
are known compounds and their NMR spectroscopic data were
compared to the literature data.?&¢206:21724

Synthesis of [Zr(CH,Ph);(1-(p-tolyl)-1H-imidazol-2-olate)],
(3a). In a 20 mL screw-capped vial equipped with a magnetic
stir bar was added Zr(CH,Ph),> (131 mg, 0.287 mmol) in 2 mL of
an ether solution containing 1a (50 mg, 0.287 mmol) at —10 °C.
The mixture was reacted for 30 min at room temperature, during
which time a yellow precipitate was formed. Then, the solvent was
evaporated to dryness. The yellow solid was washed with iced ether
and dried in vacuo. The product was further purified by recrys-
tallization from CH,Cl,/hexane solution (3:1 volume) at —20 °C.
Yield: 56% (86 mg). '"H NMR (CD,Cl,, 500 MHz, —10 °C):
7.29—7.21 (m, 10H, Ar-H), 7.18—7.12 (m, 9H, Ar-H), 6.39 (s, 1H,
CH), 4.50 (s, 1H, CH), 2.33 (s, 6H, CH,Ph), 2.31 (s, 3H, ArCH3).
3C NMR (CD,Cl,, 125 MHz, —10 °C): 155.2 (NCN), 138.6 (4r),
138.3 (Ar), 133.5 (Ar), 130.1 (4r-H), 129.3 (Ar-H), 128.5 (Ar-H),

(25) Zucchini, U.; Albizzati, E.; Giannini, U. J. Organomet. Chem.
1971, 26, 357.
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125.5 (Ar-H), 124.4 (Ar-H), 120.8 (CH), 114.0 (CH), 54.4 (CH,-
ph), 21.1 (AFCH3) Anal. Calcd for C62H60N4022r2: C, 6923, H,
5.62; N, 5.21. Found: C, 68.92; H, 5.71; N, 5.12.

Synthesis of [Zr(NMe,)3(1-(4-methylphenyl)-1H-imidazol-2-
olate)] (4a). To a solution of Zr(NMe,), (153 mg, 0.574 mmol)
in ether (2 mL) was slowly added 1-(tolyl)-2-imidazolone (100 mg,
0.574 mmol) which was dissolved in 5 mL of ether at —10 °C.
After the mixture was stirred for 10 min, it was warmed to room
temperature. The solution was removed in vacuo to afford a
pale yellow foamy compound. The compound was washed with
n-hexane. The combined solution was concentrated to give a pale
yellow solid compound. Yield: 71% (160 mg). "H NMR (C¢Ds,
400 MHz, 25 °C): 7.32 (d, *Jyy_n = 8 Hz, 2H, Ar-H), 6.97 (d,
*Ju_u = 8Hz, 2H, Ar-H), 6.45 (s, 1H, CH), 6.22 (s, 1H, CH), 3.13
(s, 18H, NMe), 2.02 (s, 3H, ArCHj). '*CNMR (C¢Ds, 100 MHz,
25°C): 156.9 (NCN), 135.8 (A4r), 134.7 (Ar), 129.6 (Ar-H), 129.4
(Ar-H), 122.7 (CH), 112.7 (CH), 44.8 (NMe,), 20.8 (ArCH3).

Synthesis of [Zr(NMe,)3(1-(2,6-dimethylphenyl)-1 H-imidazol-
2-olate)] (4b). To a solution of Zr(NMe,), (141 mg, 0.531 mmol)
in ether (2 mL) was slowly added 1-(2,6-dimethylphenyl)-
2-imidazolone (100 mg, 0.531 mmol) in 5 mL of ether at
—10 °C. After the mixture was stirred for 30 min, it was warmed
slowly to room temperature. The solvent was removed in vacuo
to afford a yellow solid compound. The product was further
purified by recrystallization from an ether solution at —20 °C.
Yield: 51% (111 mg). '"H NMR (C¢Ds, 400 MHz, 25 °C):
6.97—6.87 (m, 3H, Ar-H), 6.32 (s, 1H, CH), 5.80 (s, 1H, CH),
3.04 (s, 18H, NCHs3), 1.99 (s, 6H, CH3). '*C NMR (C¢Ds, 100
MHz, 25 °C): 156.9 (NCN), 137 (Ar), 135.5 (Ar), 128.7 (Ar-H),
128.4 (Ar-H), 121.3 (CH), 112.6 (CH), 43.6 (NMe,), 17.9
(AI'CH;) Anal. Calcd for C34H53N1002Zr2: C, 4972, H, 712,
N, 17.05. Found: C, 49.03; H, 7.10; N, 16.54.

General Procedure for NMR-Scale Catalytic Intramolecular
Hydroamination Reactions. In a drybox, the appropriate ami-
noalkenes (0.500 mmol) and catalyst 4b (20.6 mg, 0.025 mmol)
with the internal standard 1,3,5-trimethoxybenzene (16.8 mg,
0.04 mmol) were dissolved in deuterated toluene (1 mL), and the
solution was loaded into a J. Young NMR tube. The tube was
heated to 130 °C and was monitored by 'H NMR spectroscopy
for the disappearance of the olefinic peaks of the substrate
relative to the internal standard. The yield of the reaction is
based on the average value of two conducted experiments.

General Procedure for Isolated Yield of the Catalytic Intramo-
lecular Hydroamination Reaction for Derivatization of Pyrroli-
dine with Benzonyl Chloride. The method of the catalysis is
similar to the aforementioned NMR-scale method with the
following few exceptions (Table 2, entries 3, 5, and 6). After
the reaction mixture was heated to 130 °C for the appropriate
time, it was cooled to room temperature. NEt; (3 equiv), benzoyl
chloride (~1.1 equiv), and dichloromethane (5.0 mL) were
added to the reaction mixture and stirred at room temperature
overnight. Then the solution was diluted with ether (25 mL) and
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washed with a saturated aqueous NH4Cl solution. The organic
solution was isolated and concentrated under vacuum. The
residual product was further purified and isolated by flash
chromatography.

Single-Crystal X-ray Characterization. Crystallographic data
and refinement details for 3a,b and 4b are included in the
Supporting Information, Tables S1—S3. Crystals were mounted
using viscous oil or epoxy adhesive onto glass fibers and cooled to
the data collection temperature. Data were collected using a
Nonius Kappa CCD diffractometer (Mo Ko = 0.71073 A).
Multiscan absorption corrections were employed. Unit cell para-
meters were obtained from 60 data frames, 0.3° w, from three
different sections of the Ewald sphere. Systematic absences are
consistent with P2; and P2;/m for 3a, Cc and C2/c for 4b, and,
uniquely, Pnna for 3b. Solution in the centrosymmetric space
group option, C2/c, for 4b yielded chemically reasonable and
computationally stable results of refinement. An exhaustive ex-
ploration of the centrosymmetric space group option in 3a yielded
bizarre results and was abandoned. The solution in P2, for 3a was
inspected with ADDSYM in Platon,?® which did not report any
overlooked symmetry. The Flack parameter in 3a refined to nil,
indicating the true hand of the data had been determined correctly.
The structures were solved by direct methods and refined using
the least-squares method on F2. The compound molecules exhibit
molecular, and for 3b and 4b also crystallographic, 2-fold sym-
metry. Structures 3a,b each display cocrystallized methylene
chloride solvent: one per compound molecule in 3a and two per
compound molecule in 3b (one symmetry unique). The solvent
molecule in 3b was located disordered in two positions with a
refined 86/14 refined site occupancy ratio. All non-hydrogen
atoms were refined with anisotropic displacement parameters.
All hydrogen atoms were treated as idealized contributions.
Structure factors and anomalous dispersion coefficients are con-
tained in the SHELXTL 6.12 program library.?’
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