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ABSTRACT: The use of the tridentate ligand 1,4,7-
trimethyl-1,4,7-triazacyclononane (Mejtacn) and the cyclic
alkyl/aryl C-donor ligand -CH,CMe,-0-C4H,- (cyclo-
neophyl) allows for the synthesis of isolable organometallic
Ni", Ni", and Ni'V complexes. Surprisingly, the five-
coordinate Ni'' complex is stable both in solution and the
solid state, and exhibits limited C-C bond formation
reactivity. Oxidation by one electron of this Ni'" species
generates a six-coordinate Ni'Y complex, with an
acetonitrile molecule bound to Ni. Interestingly, illumina-
tion of the Ni'¥ complex with blue LEDs results in rapid
formation of the cyclic C-C product at room temperature.
This reactivity has important implications for the recently
developed dual Ni/photoredox catalytic systems proposed
to involve high-valent organometallic Ni intermediates.
Additional reactivity studies show the corresponding Ni"
species undergoes oxidative addition with alkyl halides, as
well as rapid oxidation by O,, to generate detectable Ni'™*
and/or Ni" intermediates and followed by C-C bond
formation.

Nickel-based catalysts are commonly employed in a wide
range of C-C and C-heteroatom bond formation
reactions.  Although traditionally these processes have been
considered to involve Ni’, Ni', and Ni" intermediates,” many
studies proposed high-valent N1HI species as key intermediates in
the C-C/C-heteroatom bond formation step.3 Moreover, Nil¥
species have also emerged as potential intermediates involved in
catalytic reactions.’®" However, the number of organometallic
Ni"™¢ and Ni"V” complexes isolated to date is limited, which
hinders detailed reactivity studies to probe their involvement in
catalysis.

We have recently reported the use of the ligand 1,4,7-trimethyl-
1,4,7-triazacyclononane (Mestacn) to stabilize high-valent
organometallic Pd complexes.” In addition, the C-donor cyclic
ligand -CH,CMe,-0-C4H,- (cycloneophyl) has been employed
starting more than 2 decades ago by Carmona et al.” to stabilize
organometallic Ni complexes, because the corresponding
Ni(cycloneophyl) species exhibit limited reductive elimination
and f-hydride elimination reactivity. Recently, Sanford et al. have
elegantly employed the cycloneophyl ligand to isolate novel Ni'"
complexes and investigate their C-heteroatom bond formation
reactivity.” " Herein, we report the synthesis, characterlzatlon, and
initial reactivity studies of Ni", Ni", and Ni" complexes
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supported by Mejtacn and containing the cycloneophyl ligand
(Scheme 1). To the best of our knowledge, these are the first

Scheme 1. Synthesis of (Me;tacn)Ni(CH,CMe,-0-C¢H,)
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organometallic Ni complexes supported by a 1,4,7-triazacyclo-
nonane-derived ligand. Although the isolated five-coordinate
Ni"™" complex is uncommonly stable and exhibits limited C-C
bond formation reactivity, the six-coordinate Ni" complex
generates quantitatively the cyclic C-C product upon illumina-
tion with blue LEDs, which is relevant to the recently reported
dual Ni/photoredox catalytic systems proposed to involve high-
valent organometallic Ni intermediates.'® In addition,
(Mestacn)Ni"(cycloneophyl) undergoes oxidative addition
with alkyl halides, as well as rapid oxidation by O,, to generate
detectable Ni"™ and Ni'V intermediates followed by reductive
elimination to form new C-C bonds. Overall, these studies set the
stage for detailed investigations of the reactivity of high-valent
organometallic Ni complexes relevant to Ni-catalyzed reactions.

The yellow Ni! complex (Me;tacn)Ni"(CH,CMe,-0-C¢H,),
1, was synthesized through ligand exchange of
(py),Ni" (CHZCMe2 -0-C¢H,)"" with Mestacn in pentane
(Scheme 1)."” The single crystal X-ray structure of 1 reveals a
square planar geometry around the Ni" center with Mestacn
acting as a bidentate ligand (Figure 1). Moreover, 1 is
diamagnetic and its 'H NMR spectrum reveals only one singlet
corresponding to the N-Me groups, suggesting a rapid exchange
between the unbound and bound N-donor atoms, as seen before
for analogous (Me;tacn)Pd" complexes.”

The cyclic voltammogram (CV) of 1 in 0.1 M (nBu,N)PF,/
MeCN shows a pseudoreversible redox eventat E, , = —1358 mV
vs ferrocene (Fc), followed by a smaller oxidation wave at —530
mV and a reversible oxidation at E,,, = —361 mV (Figure 2).
Because the presence of two anionic carbon ligands is expected to
stabilize high-valent Ni centers, the observed reversible
oxidations are tentatively assigned to the Ni'"" and Ni'/™
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Figure 1. ORTEP representation (50% probability thermal ellipsoids) of
1 (A), 2* (B), and 3** (C, 30% probability thermal ellipsoids). Selected
bond lengths (A) and angles (deg): 1, Nil-C1 1.904(3); Nil-C2
1.930(3); Nil-N1 2.059(3); Nil-N2 2.069(2); C1-Nil-N1 178.0(2);
C2-Nil-N2 175.1(1); 2%, Nil-C1 1.976(1); Nil-C2 1.965(1); Nil-N1
2.100(1); Nil-N2 2.100(1); Nil-N3 2.083(1); C1-Nil-N1 173.70(3);
C2-Nil-N2 165.33(3); 3%*, Nil-C1 2.032(8); Nil-C2 1.973(8); Nil-N1
2.094(6); Nil-N2 2.098(6); Nil-N3 1.977(6); Nil-N4 1.858(7); Cl1-
Nil-N1 175.0(3); C2-Nil1-N2 172.4(3). The space filling model of 2* is
also shown, as viewed from the bottom along the axial axis.
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Figure 2. CV of 1 in 0.1 M nBu,NPF,/MeCN at RT (100 mV/s scan
rate). Redox potentials: E; ,(Ni'"") = —1358 mV; E, ,(Ni'V/"") = —361
mV.

redox couples, respectively. The oxidation wave at —530 mV is
proposed to correspond to the conformation of 1 in which the
Mejtacn ligand adopts a «* binding mode, and in line with a
similar oxidation potential observed by Sanford et al. for the
(bpy)Ni'(cycloneophyl) complex supported by a bidentate
ligand.7f As such, the reversible Ni"™" redox couple observed at
—1358 mV likely corresponds to the conformation of 1 with
Mejtacn in a k° binding mode. Indeed, 1 can be readily oxidized
with ferrocenium hexafluorophosphate (FcPFg) to yield the
orange product [(Me3tacn)Nim(CHZCMeZ—o—C6H4)]PFé,
[2]PF¢ (Scheme 1). The X-ray structure of [2]PF4 shows a
five-coordinate Ni"' center in a square pyramidal geometry
(Figure 1B), as supported by the calculated trigonality index
parameter 7 = 0.14." Interestingly, the Ni-N and Ni-C bond
lenghts in 2* are longer that those in 1, which may be due to an
increased steric hindrance at the Ni center of 2%, and a likely
decrease in orbital overlap upon moving the C/N donor atoms
out of the equatorial plane. The five-coordinate geometry is
maintained in MeCN, because the EPR spectrum of 2* in 1:3
MeCN:PrCN reveals a rhombic signal with superhyperfine
coupling to only one nitrogen atom in the g, direction, suggesting
that the nitrile solvent does not coordinate to the Ni'" center
(Figure 3). The EPR spectrum also suggests the presence of a
Ni"" d” center with a d,2 ground state, which is supported by the
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Figure 3. Experimental (1:3 MeCN:PrCN, 77 K) and simulated EPR
spectra of 2*. The following parameters were used for the simulation: g,
=2.311,g,=2.263,g,=2.102 (A;x=17.5G). Inset: DFT-calculated spin
density for 2*, shown as a 0.05 isodensity contour plot.

DFT-calculated spin density for 2* (Figure 3, inset).'” Finally, 2*
is stable at RT for weeks as a solid and for several days in MeCN,
which is surprising for a five-coordinate organometallic Ni"™
complex that is usually expected to undergo rapid reductive
elimination.”’

Oxidation of the Ni" complex [2]BF, with acetylferrocenium
tetrafluoroborate (*°FcBF,) at —30 °C in MeCN generates a red,
diamagnetic product (Scheme 1)."* NMR analysis suggests the
formation of a Ni"V species (Figures S$16—520), as exemplified in
'"H NMR by the downfield shift to 5.5 ppm of the peak
corresponding to Ni''-CH,- protons vs the 2.1 ppm value
observed for 1. Structural characterization confirms the
formation of [(Mestacn)Ni"(CH,CMe,-0-CsH,) (MeCN)]-
(BF,),, [3]1(BF,),, in which the Ni'V center adopts an octahedral
geometry with an MeCN molecule as the sixth ligand.
Surprisingly, the Ni-C bonds lengths in 3?* are longer than
those in both 2* and 1, likely due to an increased steric hindrance,
whereas the axial Ni-N, ;.. bond length is shorter than that in 2%,
due to the preference of a Ni"V d° center to adopt an octahedral
geometry. Although 3* is the first dicationic Ni" complex
isolated to date and it would be expected to be highly
electrophilic,”” its uncommon stability is likely due to its
coordinatively saturated nature. Overall, 1, 2*, and 3** establish
an uncommon series of isolable, organometallic Ni", Ni'", and
Ni" complexes that can be used to compare the reactivity of these
Ni oxidation states in organometallic reactions.'”

With these organometallic Ni", Ni", and Ni'V complexes in
hand, we set out to probe their reactivity in C-C and C-
heteroatom bond formation reactions. First, we studied the
ability of the Ni'' complex 1 to undergo oxidative addition with
organic halides, because such a step has been proposed to occur in
several catalytic reactions.’®* Gratifyingly, the addition of
iodomethane to 1 led to an immediate formation of a deep red
solution that faded to pale yellow after 3 h at RT, and analysis of
the reaction mixture by GC—MS upon acidic workup revealed
the formation of three C-C coupled products that account for
98% of the neophyl ligand (Scheme 2).'” The 2-methyl-t-
butylbenzene product likely forms upon oxidative addition of
Mel to 1 followed by subsequent C,,,-C,,; reductive elimination.
The dimeric methylated product formed in 30% yield may result
upon bimetallic ligand exchange occurring after the first C,,-Cy3
reductive elimination, followed by a Cg;-Cyy3 reductive
elimination to yield the observed product. Moreover, the
formation of a dimethylated product in 6% yield suggests that
more than one oxidative addition of Mel can occur at the same Ni
center, and sequential reductive eliminations can form two new
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Scheme 2. Reactivity of Complexes 1, 2*, and 3>+
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“The bonds shown in bold represent new bonds formed in the
reaction.

C-C bonds. Alternatively, a methyl group transfer at a high-valent
Ni center, followed by reductive elimination, could also account
for the dimethylated product.'® Performing the addition of Mel
to 1 in the presence of the radical trap TEMPO leads to no
detectable methylation products, instead the cyclized product
1,1-dimethylbenzocyclobutene was formed in 23% yield.'> This
result suggests a single electron transfer (SET) oxidative addition
mechanism, as proposed previously for other Ni systems.””
Finally, addtion of either iodobenzene or ethyl bromide to 1 leads
to the corresponding 2-substituted t-butylbenzene products in
50% and 23% yields, respectively, suggesting that the proposed
oxidative addition to 1 can occur for a range of organic halides.'”

Next, we explored the oxidatively induced reactivity of 1 in the
presence of mild oxidants. Excitingly, exposure of 1 to O, in 9:1
CD;CN:D,0 led to rapid formation of a deep red solution and
analysis by "H NMR revealed the formation of 1,1-dimethylben-
zocyclobutene in 40% yield (Figure S26). GC—MS analysis
confirmed the presence of the C-C coupled product, along with
5% of the C-O product 2-tert-butylphenol (Scheme 2)."
Performing the oxidation of 1 with O, in 9:1 d®-acetone:D,0
at —30 °C allowed the detection by "H NMR of chemical shifts
that are tentatively assigned to a Ni'¥ complex similar to 3%,
formed in 40% yield (Figure $29). Furthermore, analysis of the
reaction mixture by EPR shows the formation of the Ni'!' species
in 50% yield (Figure S30). While detailed mechanistic studies of
this aerobic reactivity are currently underway, these initial studies
suggest O, is capable of rapidly oxidizing 1 to generate both Ni'!
and Ni" species, followed by formation of C-C and C-O coupled
products, and thus can be potentially employed in catalytic Ni-
mediated aerobic transformations. To the best of our knowledge,
only two other organometallic Ni"" complex have been shown to
undergo oxidation by O, and subsequent C-C bond formation
through a high-valent Ni intermediate, although in those cases no
C-O bond formation was reported.”*'

Having isolated both Ni"™ and Ni'V complexes 2* and 3**, we
then evaluated their C-C bond formation reactivity. Upon
heating 2* or 3** in MeCN at 80 °C, 1,1-dimethylbenzocyclo-
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butene was %enerated in only 42% and 34% yield, respectively
(Scheme 2)."* This is in contrast to related Ni'¥(cycloneophyl)
complexes reported recently by Sanford et al. that undergo almost
quantitative formation of the cyclized product, and this may be
due to the dicationic nature of 2* and 3>* that leads to less
selective reactivity.7f Interestingly, the yield of C-C coupled
product was found to be dependent on the presence of light, and
exposure of 3** in MeCN to blue LEDs (470 nm) leads to
formation of 1,1-dimethylbenzocyclobutene in 91% yield in 30
min at RT. Performing the photolysis in the presence of TEMPO
does not affect the yield of product significantly, sugesting that no
free radicals are generated during the reaction.'” We tentatively
assign the observed photoreactivity to an LMCT excitation of an
electron into an antibonding MO that leads to the dissociation of
the axial N donor to yield a 5-coordinate intermediate, which then
undergoes rapid reductive elimination.'"” By comparison,
exposure of 2% to blue LEDs does not increase the yield of
coupled product vs the thermolysis reaction (Scheme 2). Overall,
the observed photoreactivity is particularly relevant to the
recently reported C-C/C-X bond formation reactions employing
dual Ni/photoredox catalysis," and suggests that organometallic
Ni complexes can be directly activated by light and undergo rapid
reductive elimination.

Finally, the reactivity of both 2* and 3" in the presence of
various nucleophiles was also investigated. Surprisingly, addition
of (Et,N)Cl, (Et,N)OH, (nBu,N)OAc, (nBu,N)N3, or (Me,N)-
NHMs to a CD;CN solution of 2" did not lead to formation of
any C-heteroatom bond formation product even upon heating at
80 °C, only the C-C product 1,1-dimethylbenzocyclobutene
being observed in yields between 24% and 73% (Table $3)."* The
lack of any C-X products could be attributed to the sterically
hindered Ni center (Figure 1B). Indeed, no change in the EPR
spectra of these solutions was observed upon addition of the
nucleophile, supporting the lack of coordination to the Ni™
center. By comparison, addition of the same nucleophiles to a
CD;CN solution of 3** leads to a rapid disappearance of the Ni'"”
complex, yet the yields of C-C coupled products are diminished
to 10—25%. The EPR spectra of the reaction mixtures reveal the
formation of the Ni'"" complex 2* in up to 50% yield, that could
form upon the comproportionation of 3*" with a reductive
elimination Ni product.'” However, the addition of (Et,N)Cl to
3?* also generates the products 2-chloro-t-butylbenzene and
neophyl chloride in 16% and 13% yield, respectively. Although
the yields are low, these results suggest that both CI-C,;, and CI-
Cy; bond formation reactions can occur, either through
coordination of CI™ to the Ni" center followed by concerted
reductive elimination, or through an Sy2-type reductive
elimination, the latter reaction pathway being also observed by
Sanford etal.” Overall, the limited C-heteroatom bond formation
reactivity of both 2* and 3** may be due to their sterically
hindered coordination environment, despite being quite electro-
philic cationic centers.

In conclusion, reported herein are the first organometallic Ni
complexes supported by a triazacyclononane-derived ligand.
Moreover, use of the alkyl/aryl C-donor cycloneophyl ligand
allowed the isolation of uncommon organometallic Ni", Ni'", and
Ni" complexes. The five-coordinate Ni' complex is suprisingly
stable both in solution and the solid state and exhibits limited C-C
bond formation reactivity. In contrast, the six-coordinate Ni"
complex has an MeCN molecule bound to Ni and it undergoes
rapid C-C bond formation upon exposure to blue LEDs. This
photoreactivity may have important mechanistic implications for
the recently developed dual Ni/photoredox catalytic systems
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proposed to involve high-valent organometallic Ni intermediates.
Furthermore, the (Mestacn)Ni"(cycloneophyl) complex under-
goes oxidative addition with alkyl halides, as well as rapid
oxidation by O,, to generate detectable Ni'' and Ni'V
intermediates and followed by reductive elimination to form
new C-C bonds. Current studies are focused on taking advantage
of the ability of the Mestacn ligand to stabilize high-valent Ni
species and employ such organometallic Ni complexes in
transformations involving rapid oxidative addition and/or
aerobic oxidation steps for catalytic C-C and C-heteroatom
bond formation reactions.

B ASSOCIATED CONTENT

© Supporting Information
The Supporting Information is available free of charge on the
ACS Publications website at DOI: 10.1021/jacs.6b10303.

Experimental details (PDF)
Crystallographic data (TXT)

B AUTHOR INFORMATION

Corresponding Author
*mirica@wustl.edu

ORCID
Liviu M. Mirica: 0000-0003-0584-9508

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

We thank the National Science Foundation (CHE-1255424) for
support. The purchase of a Bruker EMX-PLUS EPR
spectrometer was supported by the National Science Foundation
(MRI, CHE-1429711).

B REFERENCES

(1) Meijere, A. d; Diederich, F. Metal-Catalyzed Cross-Coupling
Reactions; Wiley-VCH: Weinheim, 2004.

(2) (a) Hartwig, J. F. Organotransition Metal Chemistry: From Bonding to
Catalysis; University Science Books: Sausalito, 2010. (b) Tamaru, Y.
Modern Organonickel Chemistry; Wiley-VCH: Weinheim, 2008.

(3) (a) Tsou, T. T.; Kochi, J. K. J. Am. Chem. Soc. 1979, 101, 7547.
(b) Netherton, M. R;; Fu, G. C. Adv. Synth. Catal. 2004, 346, 1525.
(c) Frisch, A. C.; Beller, M. Angew. Chem., Int. Ed. 2005, 44, 674.
(d) Jones, G. D.; Martin, J. L.; McFarland, C.; Allen, O. R;; Hall, R. E,;
Haley, A. D.; Brandon, R. J.; Konovalova, T.; Desrochers, P. J.; Pulay, P.;
Vicic, D. A. J. Am. Chem. Soc. 2006, 128, 13175. (e) Phapale, V. B;
Cardenas, D. J. Chem. Soc. Rev. 2009, 38, 1598. (f) Rudolph, A.; Lautens,
M. Angew. Chem., Int. Ed. 2009, 48, 2656. (g) Hu, X. Chem. Sci. 2011, 2,
1867. (h) Knochel, P.; Thaler, T.; Diene, C. Isr. J. Chem. 2010, 50, 547.
(i) Biswas, S.; Weix, D. J. J. Am. Chem. Soc. 2013, 135, 16192. (j) Tasker,
S.Z.; Standley, E. A.; Jamison, T. F. Nature 2014, 509, 299. (k) Cornella,
J; Edwards, J. T.; Qin, T.; Kawamura, S.; Wang, J; Pan, C. M,;
Gianatassio, R.; Schmidt, M.; Eastgate, M. D.; Baran, P. S. ]. Am. Chem.
Soc. 2016, 138, 2174.

(4) (a) Aihara, Y.; Chatani, N. J. Am. Chem. Soc. 2013, 135, 5308.
(b) Aihara, Y.; Chatani, N. J. Am. Chem. Soc. 2014, 136, 898. (c) Aihara,
Y.; Tobisu, M.; Fukumoto, Y.; Chatani, N. J. Am. Chem. Soc. 2014, 136,
15509.

(S) Seminal initial studies by van Koten et al. and later by Zargarian et al.
reported organometallic Ni'"" complexes supported by pincer ligands:
(a) Grove, D. M; van Koten, G.; Zoet, R.; Murrall, N. W.; Welch, A. ]. J.
Am. Chem. Soc. 1983, 105, 1379. (b) Grove, D. M.; van Koten, G.; Mul,
W.P,; Vanderzeijden, A. A. H,; Terheijden, J.; Zoutberg, M. C.; Stam, C.
H. Organometallics 1986, S, 322. (c) Grove, D. M.; van Koten, G.; Mul,
P.; Zoet, R.; van der Linden, J. G. M,; Legters, J.; Schmitz, J. E. J.; Murrall,

38

N. W.; Welch, A. J. Inorg. Chem. 1988, 27, 2466. (d) van de Kuil, L. A;
Veldhuizen, Y. S. J.; Grove, D. M.; Zwikker, J. W.; Jenneskens, L. W;
Drenth, W.; Smeets, W. J. J.; Spek, A. L,; van Koten, G. J. Organomet.
Chem. 1995, 488, 191. (e) Pandarus, V.; Zargarian, D. Chem. Commun.
2007, 978. (f) Castonguay, A.; Beauchamp, A. L.; Zargarian, D.
Organometallics 2008, 27, 5723. (g) Spasyuk, D. M.; Zargarian, D.; van
der Est, A. Organometallics 2009, 28, 6531. (h) Zargarian, D,;
Castonguay, A.; Spasyuk, D. M. Top. Organomet. Chem. 2013, 40, 131.
i) Mougang-Soume, B.; Belanger-Gariepy, F.; Zargarian, D. Organo-
metallics 2014, 33, 5990.

(6) (a) Lee, C. M.; Chen, C. H.; Liao, F. X.; Hu, C. H.; Lee, G. H. J. Am.
Chem. Soc. 2010, 132,9256. (b) Lipschutz, M. L; Yang, X.; Chatterjee, R.;
Tilley, T. D. J. Am. Chem. Soc. 2013, 135, 15298. (c) Zheng, B.; Tang, F.;
Luo, J.; Schultz, J. W.; Rath, N. P.; Mirica, L. M. . Am. Chem. Soc. 2014,
136, 6499. (d) Lipschutz, M. L; Tilley, T. D. Angew. Chem., Int. Ed. 2014,
$3, 7290. (e) Tang, F. Z.; Rath, N. P.; Mirica, L. M. Chem. Commun.
2018, 51,3113. (f) Yu, S.; Dudkina, Y.; Wang, H.; Kholin, K. V.; Kadirov,
M. K; Budnikova, Y. H.; Vicic, D. A. Dalton Trans. 2015, 44, 19443.
(g) Zhou, W.; Schultz, J. W.; Rath, N. P.; Mirica, L. M. J. Am. Chem. Soc.
2015, 137, 7604. (h) Zhou, W.; Rath, N. P.; Mirica, L. M. Dalton Trans.
2016, 45, 8693. (i) Zhou, W.; Zheng, S. A; Schultz, J. W.; Rath, N. P,;
Mirica, L. M. J. Am. Chem. Soc. 2016, 138, 5777.

(7) (a) Klein, H. F.; Bickelhaupt, A; Jung, T.; Cordier, G.
Organometallics 1994, 13, 2557. (b) Klein, H. F.; Bickelhaupt, A;
Lemke, M.; Sun, H. J.; Brand, A.; Jung, T.; Rohr, C.; Florke, U.; Haupt, H.
J. Organometallics 1997, 16, 668. (c) Shimada, S.; Rao, M. L. N.; Tanaka,
N. Organometallics 1999, 18, 291. (d) Dimitrov, V.; Linden, A. Angew.
Chem,, Int. Ed. 2003, 42, 2631. (e) Carnes, M.; Buccella, D.; Chen, J. Y.
C.; Ramirez, A. P,; Turro, N. J.; Nuckolls, C.; Steigerwald, M. Angew.
Chem., Int. Ed. 2009, 48, 290. (f) Camasso, N. M.; Sanford, M. S. Science
2018, 347, 1218. (g) Bour, J. R;; Camasso, N. M.; Sanford, M. S. J. Am.
Chem. Soc. 2015, 137, 8034. (h) Martinez, G. E.; Ocampo, C.; Park, Y.J.;
Fout, A. R. J. Am. Chem. Soc. 2016, 138, 4290.

(8) (a) Khusnutdinova, J. R.; Rath, N. P.; Mirica, L. M. Angew. Chem,,
Int. Ed. 2011, 50, 5532. (b) Khusnutdinova, J. R.; Qu, F.; Zhang, Y.; Rath,
N. P; Mirica, L. M. Organometallics 2012, 31, 4627. (c) Qu, F;
Khusnutdinova, J. R;; Rath, N. P.; Mirica, L. M. Chem. Commun. 2014,
50, 3036.

(9) (a) Carmona, E.; Gonzalez, F.; Poveda, M. L.; Atwood, . L.; Rogers,
R.D.]J. Chem. Soc,, Dalton Trans. 1981, 777. (b) Carmona, E.; Palma, P.;
Paneque, M.; Poveda, M. L,; Gutierrezpuebla, E.; Monge, A. J. Am. Chem.
Soc. 1986, 108, 6424. (c) Carmona, E.; Gutierrezpuebla, E.; Marin, J. M.;
Monge, A.; Paneque, M.; Poveda, M. L; Ruiz, C. J. Am. Chem. Soc. 1989,
111,2883.

(10) (a) Tellis, J. C.; Primer, D. N.; Molander, G. A. Science 2014, 345,
433. (b) Zuo, Z. W.; Ahneman, D. T.; Chu, L. L.; Terrett, J. A; Doyle, A.
G.; MacMillan, D. W. C. Science 2014, 345, 437. (c) Tasker, S. Z.;
Jamison, T. F. J. Am. Chem. Soc. 2015, 137, 9531. (d) Terrett, J. A;
Cuthbertson, J. D.; Shurtleff, V. W.; MacMillan, D. W. C. Nature 2018,
524, 330.

(11) Campora, J.; Conejo, M. D.; Mereiter, K;; Palma, P.; Perez, C,;
Reyes, M. L.; Ruiz, C. J. Organomet. Chem. 2003, 683, 220.

(12) See Supporting Information.

(13) Addison, A. W.; Rao, T. N.; Reedijk, J.; van Rijn, J.; Verschoor, G.
C. J. Chem. Soc., Dalton Trans. 1984, 1349.

(14) The CV of 2* in 0.1 M (nBu,N)PF,/MeCN reveals a quasi-
reversible Ni¥/!' redox wave at ~0 V vs Fc (see Supporting
Information).

(15) We have also recently reported a series of organometallic high-
valent Ni complexes supported by a tetradentate N-donor ligand:
Schultz, J. W.; Fuchigami, K.; Zheng, B.; Rath, N. P.; Mirica, L. M. J. Am.
Chem. Soc. 2016, 138, 12928 Yet, in that report no NiV species was
structurally characterized and no aerobic or photoreactivity studies were
performed..

(16) Xu, H. W,; Diccianni, J. B.; Katigbak, J.; Hu, C. H.; Zhang, Y. K;
Diao, T. N. J. Am. Chem. Soc. 2016, 138, 4779.

(17) Detailed photoreactivity and compuational studies of these
organometallic high-valent Ni complexes are currently underway.

DOI: 10.1021/jacs.6b10303
J. Am. Chem. Soc. 2017, 139, 35-38


http://pubs.acs.org
http://pubs.acs.org/doi/abs/10.1021/jacs.6b10303
http://pubs.acs.org/doi/suppl/10.1021/jacs.6b10303/suppl_file/ja6b10303_si_001.pdf
http://pubs.acs.org/doi/suppl/10.1021/jacs.6b10303/suppl_file/ja6b10303_si_002.txt
mailto:mirica@wustl.edu
http://orcid.org/0000-0003-0584-9508
http://dx.doi.org/10.1021/jacs.6b10303

