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A class of N-heterocyclic carbene (NHC)-based superior activities, besides avoiding the use of “throw-
palladates, (NHC-H),Pd,Clg (NHC = IPr, SIPr, IPent, away” stabilizing ligands. These precatalysts were
IPr*, IPr*OMe and IPr#), was synthesized in excellent demonstrated for Suzuki-Miyaura and Buchwald-
yields and characterized. Comparison of their catalytic Hartwig couplings with good substrate scope and

activities in Suzuki-Miyaura coupling with other isolated yields. In addition, trans-amidation coupling
NHC-Pd-based precatalysts revealed comparable or was also demonstrated.
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® Broad Applications in Cross-coupling

Figure 1. Structure, synthesis, and catalytic applications of (NHC-H)2Pd2Cle precatalysts. The schematic shows a plausible activation pathway
of (NHC-H)2Pd2Cle precatalysts prior to the cross-coupling catalytic cycle. Applications include Suzuki-Miyaura, Buchwald-Hartwig, and trans-
amidation reactions. Highlights note scalable synthesis and broad utility.
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Past Solutions, Present Challenges in
Pd-NHC Catalysis

N-heterocyclic carbenes (NHCs) have emerged as

a distinctive and powerful class of ligands in cross-
coupling chemistry, particularly for the development
of palladium-based precatalysts.!"*> The majority of
the studies in this area were focused on palladium-
catalyzed processes with significant contributions
from the groups of Nolan,%t-18 Organ,'°2°

Glorius,'> Szostak,?!-2* Hazari,!¢?5-28 and others?°-33
(Figure 2). To stabilize the highly reactive 12-electron
NHC-Pd(0) species formed during catalysis, chemists
have adopted the use of “throw-away” stabilizing
ligands such as allyl, crotyl, cinnamyl, 3-chloropyridyl,
and t-butyl indenyl. However, incorporating these
ligands onto palladium remains a nontrivial challenge.!
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Figure 2. Examples of reported NHC-Pd precatalysts with “throw-
away” stabilizing ligands (red) as reported by Nolan (2002, 2006),
Organ (2006), Hazari (2015), and Szostak(2021). Image shows four
Pd-NHC precatalysts with different, red-highlighted stabilizing ligands,
emphasizing their temporary role in catalysis.

Among modern NHC-based catalytic systems involving
monoligated Pd-NHC complexes with spectator/throw-
away ligands, a notable breakthrough came in 2002
when Nolan introduced a series of (NHC)Pd(allyl)

Cl precatalysts stabilized by allyl groups.3* Building

on this, the group later developed (NHC)Pd(R-allyl)CI
complexes in 2006, featuring Me or Ph substitutions
on the allyl ligand, which allowed room-temperature
activation compared to the 70 °C required for the
original system.3> While these precatalysts were
effective in cross-coupling reactions, they were prone
to forming inactive bridging Pd(I)-allyl dimers during
activation, negatively impacting catalytic efficiency.
However, bulkier substituents on the allyl group or
ligand backbone helped mitigate dimer formation and
improve activation.26:36-38

Toward Scalable and Ligand-Free NHC-
Pd Precatalysts

While Pd-PEPPSI precatalysts are accessible in good yields,
their synthesis typically requires relatively harsh conditions
(80 °C in 3-chloropyridine for 16 hours) and time-intensive
workups, limiting their scalability for bulk applications.

In 2015, the Hazari group introduced a new class of
NHC-Pd precatalysts stabilized by n3-1-tBu-indenyl
ligands.?>28 Unlike their R-allyl counterparts, these
complexes were designed to suppress the formation of
inactive Pd(I) dimers formed via comproportionation and
demonstrated strong performance in Suzuki-Miyaura

and Buchwald-Hartwig couplings. However, large-scale
synthesis remains challenging, often involving multi-step
procedures and the difficult incorporation of the t-butyl
group into the indenyl framework. The latter step raises
particular safety concerns due to the use of tBuLi.?>4°
More recently, Szostak and coworkers reported a series of
aniline-stabilized NHC-Pd precatalysts, (NHC)Pd(AN)ClI,
(AN = aniline or m-CF; aniline), showcasing their broad
utility in cross-coupling reactions.?!?3

(The cross-coupling guide seen here is geo-targeted)
Although many of these NHC-Pd-based precatalysts
containing stabilizing ligands are widely utilized in both
academic research and industrial applications, their
limited Pd atom economy and (relatively) complex
manufacturing processes restrict broader adoption due
to high cost and scalability challenges. Developing a
one-pot, high-yield synthesis of NHC-Pd precatalysts
could significantly advance the field.

Recently, stabilizing-ligand-free NHC-Pd precatalysts
have garnered attention, with contributions from Nolan,
Szostak, and GooBen (Figure 3A).2441-4> Complexes
such as [Pd(NHC)(u-Cl)CI]2 have shown promise in
Suzuki-Miyaura and Buchwald-Hartwig couplings

but often rely on less practical reagents like Ag,O or
corrosive HCI, limiting broader applicability.24414344
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Figure 3. Examples of stabilizing-ligand-free NHC-Pd precatalysts

(A), monodentate phosphine palladates (B), and NHC-Pd precatalysts
studied (C). Includes control studies on (NHC-H)2Pd2Cle activation with
key reactions (70-100% yields) and a proposed catalytic cycle showing
oxidative addition, reduction, and transmetalation. Inset: 3D model of
Pd-butylamine complex.

Herein, we present a new class of stabilizing-ligand-
free NHC-Pd precatalysts, (NHC-H),Pd,Cl, (Figure 3C),
synthesized under mild, scalable conditions and
demonstrating excellent catalytic performance. While
similar complexes were reported by Trzeciak in 2015
via a two-step synthesis (60% overall yield),*4” and by
Nolan in a mechanistic study,**> neither group explored
their application in cross-coupling. Related phosphine-
based systems, such as [P-H],Pd.Cl; (Figure 3B),

have also been used in cross-coupling,*® though they
rely on bulky monodentate ligands like BrettPhos

or CataCXium.
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RESULTS AND DISCUSSION: Efficient
Synthesis and Characterization of
(NHC-H),Pd.,Cl, Complexes

Unlike the synthesis of (IPr-H),Pd,Cls reported by the
Nolan group, which required elevated temperature

(60 °C) in a flammable organic solvent (acetone),*

The (NHC-H),Pd,Cl, complexes reported herein were

all synthesized under much milder conditions (reacting
Na,PdCl, with NHC salts in methanol/water at room
temperature). All products were isolated in excellent
yields after a simple filtration (>80% isolated, Scheme
1). Four of these NHC palladates, namely, (IPr-H),Pd,Cl
(1a), (SIPr-H),Pd,Clg (1b), (IPent-H),Pd.Cls (1c), and
(IPr#-H),Pd.Cl, (1f), were scaled up to >20 grams
without any yield loss, demonstrating the scalability of
the process for large-scale applications and consequently
cost savings and sustainability.
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Scheme 1. Synthesis of (NHC-H).Pd.Cl; (1a-f). (NHC-H),Pd,Cl,
complexes were prepared by reacting NHC salts with Na,PdCls in water/
methanol at room temperature for 1 hour. Variations in NHC ligands
(1a-f) yielded 80-94%, producing Pd dimers with square planar
geometry coordinated by two NHC ligands and four chlorides

(IPr-H),Pd,Clg (1a),
(SIPr-H),Pd,Cls (1b),
(IPent-H),Pd,Clg (1c),  93%
(IPr*-H),Pd,Cls (1d),  88%

All the products were fully characterized with 1H NMR,
3C NMR and elemental analysis. (IPr-H),Pd,Cl, (1a),
(SIPr-H),Pd,Clg (1b) and (IPr#-H),Pd,Cl; (1f) were
confirmed with single-crystal X-ray crystallography.

Activation Pathways and Catalytic
Performance of NHC-Pd Complexes

In principle, these complexes need to be activated
cooperatively on both [NHC-H]* and [Pd,Cl;]?>* motifs. We
carried out two controlled reactions: i) reacting
(IPr*-H),Pd.Cl, (1d) with base (NaOtBu) first, followed
by the addition of amine (nBuNH,) (reaction 1 in
Scheme 2A); and ii) reacting (IPr*-H),Pd.Cl¢ (1d)

with amine first, followed by base (reaction 2 in
Scheme 2A). Both reactions gave precatalyst 2 in
good yields (reaction 1, 70%; reaction 2, 90%). With
these observations, we were confident that, with the
presence of an amine, our (NHC-H),Pd,Cl, precatalysts
can be activated to form 2 as the active precatalyst in
cross-coupling reactions. In addition, precatalyst 2 was
utilized for a Buchwald-Hartwig reaction (reaction 3 in
Scheme 2A) with quantitative conversion. Combining
all these findings, we believe that these (NHC-H),Pd,Cl
precatalysts can be utilized as the effective catalysts in
cross-coupling reactions with the proposed mechanism
in Scheme 2B.
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Scheme 2. Control studies on (NHC-H),Pd,Cl, activation mechanism (A)
showing three key reactions with isolated yields of 70-100%, and (B)
the proposed catalytic cycle illustrating oxidative addition, reduction,
and transmetalation steps involving NHC salts and Pd intermediates.
The inset features a 3D model of the activated Pd complex coordinated
with butylamine and chloride.

Given the structural and mechanistic similarities
between our (NHC-H),Pd,Cl; precatalysts and
established systems such as the Pd-PEPPSI series,
(NHC)Pd(R-allyl)Cl, and (NHC)Pd(tBu-Ind)CI, we
anticipated comparable, if not superior, performance
in cross-coupling reactions. We were particularly
interested in whether these commonly used “throw-
away” stabilizing ligands (e.g., 3-chloropyridine,
tBu-indenyl) could be entirely omitted without
compromising catalytic activity.

To explore the necessity of “throw-away” stabilizing
ligands, we compared our (IPent-H),Pd,Cl; (1c)

with two commercial precatalysts, Pd-PEPPSI-IPent
and (IPent)Pd(tBu-Ind)Cl, in a challenging Suzuki-
Miyaura reaction between chloromesitylene and
2,6-dimethylphenylboronic acid (Figure 4). While all
three achieved >90% conversion, reaction rates varied
notably. Our catalyst (1c¢) completed the reaction

in ~10 h, faster than Pd-PEPPSI-IPent (~20 h),
suggesting the stabilizing 3-chloropyridine may impede
turnover. The tBu-Ind-stabilized precatalyst showed the
fastest rate (~6 h). While differences were moderate,
these results support the idea that eliminating
stabilizing ligands can maintain activity while improving
atom economy and simplifying downstream purification.
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Broad Applications in Cross-Coupling Reactions
We then expanded our application studies with respect to
the substrate scopes and types of cross-coupling reactions
(i.e., Suzuki-Miyaura coupling, Buchwald-Hartwig coupling,
and trans-amidation coupling). While cross-coupling
reactions of aryl bromide catalyzed by NHC-Pd-based
precatalysts were well documented in literature, we were
particularly interested in the cross-coupling chemistry
of relatively challenging aryl chlorides. In the Suzuki-
Miyaura coupling reactions (Figure 4), using the previously
demonstrated conditions (1-2 mol% Pd, KOH as base),
sterically hindered aryl-aryl (sp2—sp2) couplings performed
KOH (3 equiv.)

= % { % e O W
Dioxane (3 mL), 60 °C

2 equiv.
90.21%

=10h T=20h

Catalyst (2 mol% Pd)

1 equiv.

Conversion of a 4a
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M Pd-PEPPSI-IPent M (IPent-H)2Pd2Cl6

Figure 4.2. Substrate scopec,d. aReaction conditions: (Het)Ar-Cl (0.5 mmol,
1.0 equiv.), boronic acid/ester (1.5-2 equiv.), KOH (2.0 equiv.), [NHC-
H],Pd,Cl; (1.0 mol% Pd), solvent, 55 or 60 °C; bcatalyst loading: 2.0 mol%
Pd, solvent; dioxane, 60 °C, GC conversion, cisolated yield; dfor sp2-sp3:
(IPr#-H),Pd,Cls 1f (1.0 mol% Pd), solvent; dioxane, 90 °C; control; eno
catalyst. Suzuki-Miyaura coupling scheme and graph comparing conversion
rates of Pd catalysts, with (IPent-H)2Pd2Cle reaching 90% at 10 hours

(IPent-H)Pd[tBu-Ind)CI

Although sp2-sp3 cross-coupling reactions using NHC-
Pd catalysts have been demonstrated with Pd—PEPPSI
precatalysts in Negishi and Feringa—Murahashi systems,
Suzuki-Miyaura-type sp2-sp3 couplings remain less

well, with isolated yields exceeding 80%. For example,
using (IPent-H),Pd,Cl, (1c), product 4a was obtained in
84% vyield. Similarly, (IPr*-H),Pd,Cl, (1d) delivered 4a in
80% yield and 4b in 84%.

In contrast, for less hindered substrates such as product 4c,
(IPent-H),Pd.Cl; (1a) gave excellent results (81% vyield),
although this same precatalyst gave negligible conversion
(<10%) for the more hindered 4a and 4b. Notably,
nitrogen-containing substrates like pyridine were also well
tolerated, as demonstrated by the 91% isolated yield of 4d.
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Figure 4.1. Suzuki-Miyaura coupling using (NHC-H),Pd,Cl¢ precatalysts,
benchmarking (IPent-H)Pd,Cl, against Pd-PEPPSI-IPent and (IPent)
Pd(tBu-Ind)CI. Substrates with key, red-highlighted groups and yields
(80-94%) show catalyst effectiveness in Suzuki-Miyaura coupling on a
clear white background.

explored with NHC-Pd systems.49,51-60 Nevertheless,
we successfully applied our (NHC-H),Pd,Cl; catalysts
in these challenging reactions, achieving strong
performance within a limited substrate scope.
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Figure 5. Buchwald-Hartwigf coupling study using (NHC-H),Pd,Cls precatalysts, showing broad substrate scope, high yields, and selective halogen
reactivity. fReaction conditions: Ar-X (1.0 mmol), amine (1.5 equiv.), NaOtBu (1.5 mmol, 1.5 equiv.), [IPr-H],Pd,Cls (1d 0.5 mol%), 2-MeTHF

(1 mL), 55 °C; run at 9105 °C; hisolated as HCI salt; 'K;PO, (3 equiv.), dioxane, 100 °C. Table summarizing Buchwald-Hartwig coupling with (NHC-
H)2Pd2Cle showing substrates, nitrogen highlights, and yields from 65% to 97%.



Using (IPr#-H),Pd,Cls (1-2 mol% Pd loading), coupling
of 4-chloroquinoline with methylboronic acid or
cyclopropylboronic acid yielded products 5a and 5b in
92% and 86% isolated yields, respectively. No product
was formed in the absence of a catalyst.

Additionally, stepwise coupling was observed for Ar-Cl
with two chloride groups of differing reactivity, such
as 2,6-dichloroquinoxaline. Mono-coupled products
5c and 5d were obtained in good yields (62%

and 52%, respectively), with the second chloride
remaining untouched.

NHC-Pd-catalyzed Buchwald-Hartwig couplings of aryl
chlorides have been broadly demonstrated in literature

Our (NHC-H)2Pd2Cle precatalysts also enabled efficient
cascade reactions and exhibited notable haloselectivity.
Indole derivatives 6k and 6l were obtained in excellent
yields via cascade Buchwald-Hartwig coupling of primary
amines followed by hydroamination of a C-C triple
bond.®?Notably, the catalysts demonstrated excellent
selectivity between halogens on polyhalogenated
substrates. Selective amination occurred preferentially

at the Br position over Cl in aryl halides (Ar-X),

affording products 6m-6p in good to excellent yields.
This selectivity is largely due to the reactivity difference
between the Br and Cl groups on the substrates. Similarly,
product 6q was obtained successfully from a selective
coupling reaction on the relatively more active ClI group of
2,6-dichloroquinoxaline and cyclobutylamine (6q, 92%).

with significant contributions from the groups of
N0|an,17'34'35 Organlzo,so Hazari,18r25r28 SZOStak,21'22'44'58
and many others.>®* Without too much surprise,
(NHC-H),Pd,Cl¢ also worked successfully with broad
substrate scopes and excellent isolated yields
(Figure 5). Select coupling of primary amines

(6a-f) and secondary amines (6g and 6h) was
generally observed. Both aryl amines and alkyl
amines were successfully utilized in the coupling
reactions catalyzed by (NHC-H),Pd,Cl, precatalysts.
Worthwhile to note, primary hydrazones, i.e.,
benzophenone hydrazone, reacted with aryl chlorides
smoothly, even in the case of the sterically hindered
2,6-dimethylchlorobenzene, with excellent isolated
yields (6i, 93%; 6j, 94%, respectively).

Lastly, we briefly expanded the applications of our
(NHC-H),Pd.Cl¢ into Pd-catalyzed trans-amidation
couplings.>® Both ester trans-amidation and amide
trans-amidation worked smoothly with moderate to
excellent isolated yields. For instance, in Figure 6,

product 7a was isolated in good to excellent yields from

both trans-amidation reactions (ester trans-amidation,
84%; amide trans-amidation, 91%). However, when
the alkyl ester or amide was used as the electrophile,
the reaction turned out to be much more sluggish
with moderate isolated yields (7b, 62%; 7c, 40%).
Boc-protected amino acid ester was well tolerated

and utilized for ester trans-amidation with good yield
(7c, 40%).
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Figure 6. Use of (NHC-H),Pd,Cl, precatalysts in ester and amide trans-amidation couplinj, delivering moderate to excellent yields and tolerating
Boc-protected substrates. JReaction conditions: Aniline (0.5 mmol, 2.0 equiv.), tertiary amide or Aryl benzoate (0.25 mmol, 1.0 equiv.), K,CO;
(0.75 mmol, 1.5 equiv.), (IPr*-H)2Pd2Cle, (1d, 3 mol%), DME (1 mL), 100 °C.

In conclusion, we have developed and characterized a
class of N-heterocyclic carbene (NHC)-based palladates,
(NHC-H)2Pd2Cle (NHC = IPr, SIPr, IPent, IPr*,

IPr*OMe and IPr#) that operate without the need for
stabilizing “throw-away” ligands. Mechanistic studies
and direct benchmarking against leading commercial
NHC-Pd precatalysts revealed comparable or superior

catalytic activity. These ligand-free systems performed
exceptionally well across diverse and industrially
relevant cross-coupling chemistries, including Suzuki-
Miyaura, Buchwald-Hartwig, and trans-amidation
couplings, offering broad substrate scope, excellent
isolated yields, and promising potential for sustainable
large-scale applications.



REFERENCES

1.

10.

11.

12.

13.

14.

15.

16.

17.

18.

Firsan, S. J.; Sivakumar, V.; Colacot, T. J. Emerging Trends in
Cross-Coupling: Twelve-Electron-Based L1Pd(0) Catalysts, Their
Mechanism of Action, and Selected Applications. Chem. Rev.
2022, 122 (23), 16983-17027. https://doi.org/10.1021/acs.
chemrev.2c00204.

Fricke, C.; Sperger, T.; Mendel, M.; Schoenebeck, F. Catalysis
with Palladium(I) Dimers. Angew. Chemie - Int. Ed. 2021, 60 (7),
3355-3366. https://doi.org/10.1002/anie.202011825.

Gildner, P. G.; Colacot, T. J. Reactions of the 21st Century: Two
Decades of Innovative Catalyst Design for Palladium-Catalyzed
Cross-Couplings. Organometallics 2015, 34 (23), 5497-5508.
https://doi.org/10.1021/acs.organomet.5b00567.

Johansson Seechurn, C. C. C.; Kitching, M. O.; Colacot, T. J.;
Snieckus, V. Palladium-Catalyzed Cross-Coupling: A Historical
Contextual Perspective to the 2010 Nobel Prize. Angew. Chemie
- Int. Ed. 2012, 51 (21), 5062-5085. https://doi.org/10.1002/
anie.201107017.

Shaughnessy, K. H. Development of Palladium Precatalysts That
Efficiently Generate LPd(0) Active Species. Isr. J. Chem. 2020, 60,
180. https://doi.org/10.1002/ijch.201900067.

Bellotti, P.; Koy, M.; Hopkinson, M. N.; Glorius, F. Recent Advances
in the Chemistry and Applications of N-Heterocyclic Carbenes.

Nat. Rev. Chem. 2021, 5 (10), 711-725. https://doi.org/10.1038/
s41570-021-00321-1.

Benhamou, L.; Chardon, E.; Lavigne, G.; Bellemin-Laponnaz,
S.; César, V. Synthetic Routes to N-Heterocyclic Carbene
Precursors. Chem. Rev. 2011, 111 (4), 2705-2733. https://doi.
org/10.1021/cr100328e.

Enders, D.; Niemeier, O.; Henseler, A. Organocatalysis by
N-Heterocyclic Carbenes. Chem. Rev. 2007, 107 (12), 5606-5655.
https://doi.org/10.1021/cr068372

Flanigan, D. M.; Romanov-Michailidis, F.; White, N. A.; Rovis, T.
Organocatalytic Reactions Enabled by N-Heterocyclic Carbenes.
Chem. Rev. 2015, 115 (17), 9307-9387. https://doi.org/10.1021/
acs.chemrev.5b00060.

Fortman, G. C.; Nolan, S. P. N-Heterocyclic Carbene (NHC) Ligands
and Palladium in Homogeneous Cross-Coupling Catalysis: A Perfect
Union. Chem. Soc. Rev. 2011, 40 (10), 5151-5169. https://doi.
org/10.1039/c1cs15088;j.

Hopkinson, M. N.; Richter, C.; Schedler, M.; Glorius, F. An Overview
of N-Heterocyclic Carbenes. Nature. Nature Publishing Group 2014,
pp 485-496. https://doi.org/10.1038/nature13384.

Huynh, H. V. Electronic Properties of N-Heterocyclic Carbenes and
Their Experimental Determination. Chem. Rev. 2018, 118 (19),
9457-9492. https://doi.org/10.1021/acs.chemrev.8b00067.

Lee, B. C.; Liu, C. F.; Lin, L. Q. H.; Yap, K. Z.; Song, N. X.; Ko,
C. H. M.; Chan, P. H.; Koh, M. J. N-Heterocyclic Carbenes as
Privileged Ligands for Nickel-Catalysed Alkene Functionalisation.
Chem. Soc. Rev. 2023, 52 (9), 2946-2991. https://doi.
org/10.1039/d2cs00972b.

Peris, E. Smart N-Heterocyclic Carbene Ligands in Catalysis. Chem.
Rev. 2018, 118 (19), 9988-10031. https://doi.org/10.1021/acs.
chemrev.6b00695.

Wirtz, S.; Glorius, F. Surveying Sterically Demanding
N-Heterocyclic Carbene Ligands with Restricted Flexibility for
Palladium-Catalyzed Cross-Coupling Reactions. Acc. Chem. Res.
2008, 41 (11), 1523-1533. https://doi.org/10.1021/ar8000876.

Izquierdo, F.; Zinser, C.; Minenkov, Y.; Cordes, D. B.; Slawin, A. M.
Z.; Cavallo, L.; Nahra, F.; Cazin, C. S. J.; Nolan, S. P. Insights into
the Catalytic Activity of [Pd(NHC)(Cin)CI] (NHC=IPr, IPrCl, IPrBr)
Complexes in the Suzuki-Miyaura Reaction. ChemCatChem 2018,
10 (3), 601-611. https://doi.org/10.1002/cctc.201701279.

Marion, N.; Ecarnot, E. C.; Navarro, O.; Amoroso, D.; Bell, A.;
Nolan, S. P. (IPr)Pd(Acac)Cl: An Easily Synthesized, Efficient,
and Versatile Precatalyst for C-N and C-C Bond Formation.

J. Org. Chem. 2006, 71 (10), 3816-3821. https://doi.
org/10.1021/jo060190h.

Zhou, T.; Li, G.; Nolan, S. P.; Szostak, M. Well-Defined, Air-Stable,
and Readily Available Precatalysts for Suzuki and Buchwald-Hartwig
Cross-Coupling (Transamidation) of Amides and Esters by N-C/O-C
Activation. Org. Lett. 2019, 21 (9), 3304-3309. https://doi.
org/10.1021/acs.orglett.9b01053.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

Kantchev, E. A. B.; O'Brien, C. J1.; Organ, M. G. Palladium
Complexes of N-Heterocyclic Carbenes as Catalysts for Cross-
Coupling Reactions - A Synthetic Chemist’s Perspective; 2007; Vol.
46. https://doi.org/10.1002/anie.200601663.

(20) Froese, R. D. J.; Lombardi, C.; Pompeo, M.; Rucker, R. P.;
Organ, M. G. Designing Pd-N-Heterocyclic Carbene Complexes for
High Reactivity and Selectivity for Cross-Coupling Applications. Acc.
Chem. Res. 2017, 50 (9), 2244-2253. https://doi.org/10.1021/acs.
accounts.7b00249.

Xia, Q.; Shi, S.; Gao, P.; Lalancette, R.; Szostak, R.; Szostak,

M. Complexes: Easily Synthesized, Highly Active Pd(II)-NHC
Precatalysts for Cross-Coupling Reactions. J. Org. Chem. 2021, 86
(21), 15648-15657. https://doi.org/10.1021/acs.joc.1c02183.

Li, D. H.; Lan, X. B.; Song, A. X.; Rahman, M. M.; Xu, C.; Huang,
F. D.; Szostak, R.; Szostak, M.; Liu, F. S. Buchwald-Hartwig
Amination of Coordinating Heterocycles Enabled by Large-but-
Flexible Pd-BIAN-NHC Catalysts. Chem. - A Eur. J. 2022, 28 (4),
€202103341. https://doi.org/10.1002/chem.202103341.

Lei, P.; Wang, Y.; Zhang, C.; Hu, Y.; Feng, J.; Ma, Z.; Liu, X.;
Szostak, R.; Szostak, M. Sonogashira Cross-Coupling of Aryl
Ammonium Salts by Selective C-N Activation Catalyzed by Air- and
Moisture-Stable, Highly Active [Pd(NHC)(3-CF3-An)CI2]

(An = Aniline) Precatalysts. Org. Lett. 2022, 24, 6310—-6315.
https://doi.org/10.1021/acs.orglett.2c02534.

Yang, S.; Li, H.; Yu, X.; An, J.; Szostak, M. Suzuki-Miyaura
Cross-Coupling of Aryl Fluorosulfonates Mediated by Air- and
Moisture-Stable [Pd(NHC)(u-Cl)Cl]2Precatalysts: Broad Platform
for C-O Cross-Coupling of Stable Phenolic Electrophiles. J. Org.
Chem. 2022, 87 (22), 15250-15260. https://doi.org/10.1021/acs.
joc.2c01778.

Melvin, P. R.; Nova, A.; Balcells, D.; Dai, W.; Hazari, N.;
Hruszkewycz, D. P.; Shah, H. P.; Tudge, M. T. Design of a Versatile
and Improved Precatalyst Scaffold for Palladium-Catalyzed Cross-
Coupling: (H3-1-TBu-Indenyl)2(p-Cl)2Pd2. ACS Catal. 2015, 5 (6),
3680-3688. https://doi.org/10.1021/acscatal.5b00878.

Melvin, P. R.; Balcells, D.; Hazari, N.; Nova, A. Understanding
Precatalyst Activation in Cross-Coupling Reactions: Alcohol
Facilitated Reduction from Pd(II) to Pd(0) in Precatalysts of
the Type (H3-Allyl)Pd(L)(Cl) and (H3-Indenyl)Pd(L)(Cl). ACS
Catal. 2015, 5 (9), 5596-5606. https://doi.org/10.1021/
acscatal.5b01291.

Hazari, N.; Melvin, P. R.; Beromi, M. M. Well-Defined Nickel and
Palladium Precatalysts for Cross-Coupling. Nat. Rev. Chem. 2017, 1
(3), 1-17. https://doi.org/10.1038/s41570-017-0025.

Dardir, A. H.; Melvin, P. R.; Davis, R. M.; Hazari, N.; Mohadjer
Beromi, M. Rapidly Activating Pd-Precatalyst for Suzuki-Miyaura
and Buchwald-Hartwig Couplings of Aryl Esters. J. Org. Chem.
2018, 83 (1), 469-477. https://doi.org/10.1021/acs.joc.7b02588.

Titcomb, L. R.; Caddick, S.; Geoffrey, F.; Cloke, N.; Wilson, D.

J.; McKerrecher, D. Unexpected Reactivity of Two-Coordinate
Palladium-Carbene Complexes; Synthetic and Catalytic
Implications. Chem. Commun. 2001, No. 15, 1388-1389. https://
doi.org/10.1039/b104297c.

Lewis, A. K. d. K.; Caddick, S.; Cloke, F. G. N.; Billingham,

N. C.; Hitchcock, P. B.; Leonard, J. Synthetic, Structural, and
Mechanistic Studies on the Oxidative Addition of Aromatic Chlorides
to a Palladium (n-Heterocyclic Carbene) Complex: Relevance to
Catalytic Amination. J. Am. Chem. Soc. 2003, 125 (33), 10066-
10073. https://doi.org/10.1021/ja035565k.

César, V.; Bellemin-Laponnaz, S.; Gade, L. H. Direct Coupling of
Oxazolines and N-Heterocyclic Carbenes: A Modular Approach to
a New Class of C-N Donor Ligands for Homogeneous Catalysis.
Organometallics 2002, 21 (24), 5204-5208. https://doi.
org/10.1021/om020608b.

R. Jackstell, M. G. Andreu, A. Frisch, K. Selvakumar, A. Zapf, H.
Klein, A. Spannenberg, D. Rottger, O. Briel, R. Karch, M. B. A
Highly Efficient Catalyst for the Telomerization of 1,3-Dienes with
Alcohols: First Synthesis of a Monocarbenepalladium(0)+ Olefin
Complex. Angew. Chem. Int. Ed. 2002, 41 (6), 12-26.

Schneider, S. K.; Herrmann, W. A.; Herdtweck, E. Active
Catalysts for the Suzuki Coupling: Palladium Complexes of
Tetrahydropyrimid-2-Ylidenes. J. Mol. Catal. A Chem. 2006, 245
(1-2), 248-254. https://doi.org/10.1016/j.molcata.2005.08.046.

Viciu, M. S.; Germaneau, R. F.; Navarro-Fernandez, O.; Stevens,
E. D.; Nolan, S. P. Activation and Reactivity of (NHC)Pd(Allyl)


https://doi.org/10.1021/acs.
https://doi.org/10.1002/anie.202011825.
https://doi.org/10.1021/acs.organomet.5b00567
https://doi.org/10.1002/anie.201107017. 
https://doi.org/10.1002/anie.201107017. 
https://doi.org/10.1002/ijch.201900067.
https://doi.org/10.1038/s41570-021-00321-1. 
https://doi.org/10.1038/s41570-021-00321-1. 
https://doi.org/10.1021/cr100328e.
https://doi.org/10.1021/cr100328e.
https://doi.org/10.1021/cr068372
https://doi.org/10.1021/acs.chemrev.5b00060.
https://doi.org/10.1021/acs.chemrev.5b00060.
https://doi.org/10.1039/c1cs15088j.
https://doi.org/10.1039/c1cs15088j.
https://doi.org/10.1038/nature13384.
https://doi.org/10.1021/acs.chemrev.8b00067.
https://doi.org/10.1039/d2cs00972b.
https://doi.org/10.1039/d2cs00972b.
https://doi.org/10.1021/acs.chemrev.6b00695.
https://doi.org/10.1021/acs.chemrev.6b00695.
https://doi.org/10.1021/ar8000876.
https://doi.org/10.1002/cctc.201701279.
https://doi.org/10.1021/jo060190h.
https://doi.org/10.1021/jo060190h.
https://doi.org/10.1021/acs.orglett.9b01053.
https://doi.org/10.1021/acs.orglett.9b01053.
https://doi.org/10.1002/anie.200601663.
https://doi.org/10.1021/acs.accounts.7b00249.
https://doi.org/10.1021/acs.accounts.7b00249.
https://doi.org/10.1021/acs.joc.1c02183.
https://doi.org/10.1002/chem.202103341.
https://doi.org/10.1021/acs.orglett.2c02534.
https://doi.org/10.1021/acs.joc.2c01778.
https://doi.org/10.1021/acs.joc.2c01778.
https://doi.org/10.1021/acscatal.5b00878.
https://doi.org/10.1021/acscatal.5b01291.
https://doi.org/10.1021/acscatal.5b01291.
https://doi.org/10.1038/s41570-017-0025.
https://doi.org/10.1021/acs.joc.7b02588.
https://doi.org/10.1039/b104297c.
https://doi.org/10.1039/b104297c.
https://doi.org/10.1021/ja035565k.
https://doi.org/10.1021/om020608b.
https://doi.org/10.1021/om020608b.
https://doi.org/10.1016/j.molcata.2005.08.046.

35.

36.

37.

38.

39.

40.

41

42.

43.

44,

45,

46.

47.

48.

49.

Cl (NHC = N-Heterocyclic Carbene) Complexes in Cross-Coupling
Reactions. Organometallics 2002, 21 (25), 5470-5472. https://doi.
org/10.1021/0m020804i.

Marion, N.; Navarro, O.; Mei, J.; Stevens, E. D.; Scott, N. M.;
Nolan, S. P. Modified ( NHC ) Pd ( Allyl ) Cl ( NHC ) N-Heterocyclic
Carbene ) Complexes for Room-Temperature Suzuki - Miyaura and
Buchwald - Hartwig Reactions. 2006, No. 11, 4101-4111.

Deangelis, A. J.; Gildner, P. G.; Chow, R.; Colacot, T. J. Generating
Active L-Pd(0) via Neutral or Cationic n-Allylpalladium Complexes
Featuring Biaryl/Bipyrazolylphosphines: Synthetic, Mechanistic, and
Structure-Activity Studies in Challenging Cross-Coupling Reactions.
J. Org. Chem. 2015, 80 (13), 6794-6813. https://doi.org/10.1021/
acs.joc.5b01005.

Hill, L. L.; Crowell, J. L.; Tutwiler, S. L.; Massie, N. L.; Hines, C.
C.; Griffin, S. T.; Rogers, R. D.; Shaughnessy, K. H.; Grasa, G.

A.; Johansson Seechurn, C. C. C.; Li, H.; Colacot, T. J.; Chou, J.;
Woltermann, C. J. Synthesis and X-Ray Structure Determination of
Highly Active Pd(II), Pd(I), and Pd(0) Complexes of Di(Tert -Butyl)
Neopentylphosphine (DTBNpP) in the Arylation of Amines and
Ketones. J. Org. Chem. 2010, 75 (19), 6477-6488. https://doi.
org/10.1021/j0101187q.

Hruszkewycz, D. P.; Balcells, D.; Guard, L. M.; Hazari, N.; Tilset,
M. Insight into the Efficiency of Cinnamyl-Supported Precatalysts
for the Suzuki-Miyaura Reaction: Observation of Pd(I) Dimers with
Bridging Allyl Ligands during Catalysis. J. Am. Chem. Soc. 2014,
136 (20), 7300-7316. https://doi.org/10.1021/ja412565c.

O’Brien, C. J1.; Kantchev, E. A. B.; Valente, C.; Hadei, N.;

Chass, G. A.; Lough, A.; Hopkinson, A. C.; Organ, M. G. Easily
Prepared Air- and Moisture-Stable Pd-NHC (NHC = N-Heterocyclic
Carbene) Complexes: A Reliable, User-Friendly, Highly Active
Palladium Precatalyst for the Suzuki-Miyaura Reaction. Chem. -
A Eur. J. 2006, 12 (18), 4743-4748. https://doi.org/10.1002/
chem.200600251.

Someya, H.; Yorimitsu, H.; Oshima, K. Silver-Catalyzed Coupling
Reactions of Alkyl Halides with Indenyllithiums. Tetrahedron 2010,
66 (32), 5993-5999. https://doi.org/10.1016/j.tet.2010.06.030.

. Zhang, 1.; Li, T.; Li, X.; Zhang, G.; Fang, S.; Yan, W.; Li, X.; Yang,

X.; Ma, Y.; Szostak, M. An Air-Stable, Well-Defined Palladium-
BIAN-NHC Chloro Dimer: A Fast-Activating, Highly Efficient Catalyst
for Cross-Coupling. Chem. Commun. 2022, 58 (53), 7404-7407.
https://doi.org/10.1039/d2cc02253b.

Pirkl, N.; Del Grosso, A.; Mallick, B.; Doppiu, A.; GooBen, L.
J. Dihalogen-Bridged NHC-Palladium(i) Dimers: Synthesis,
Characterisation and Applications in Cross-Coupling Reactions.
Chem. Commun. 2019, 55 (36), 5275-5278. https://doi.
0org/10.1039/c9¢cc02239b.

Zhou, T.; Ma, S.; Nahra, F.; Obled, A. M. C.; Poater, A.;
Cavallo, L.; Cazin, C. S. J.; Nolan, S. P.; Szostak, M. [Pd(NHC)
(u-CI)CI]2: Versatile and Highly Reactive Complexes for Cross-
Coupling Reactions That Avoid Formation of Inactive Pd(I)
Off-Cycle Products. iScience 2020, 23 (8), 101377. https://doi.
org/10.1016/j.isci.2020.101377.

Yang, S.; Yu, X.; Poater, A.; Cavallo, L.; Cazin, C. S. J.; Nolan,

S. P.; Szostak, M. Buchwald-Hartwig Amination and C-S/S-H
Metathesis of Aryl Sulfides by Selective C-S Cleavage Mediated by
Air- and Moisture-Stable [Pd(NHC)(u-Cl)Cl]12Precatalysts: Unified
Mechanism for Activation of Inert C-S Bonds. Org. Lett. 2022, 24
(50), 9210-9215. https://doi.org/10.1021/acs.orglett.2c03717.

Guillet, S. G.; Voloshkin, V. A.; Saab, M.; Belis, M.; Van Hecke,

K.; Nahra, F.; Nolan, S. P. Understanding Existing and Designing
Novel Synthetic Routes to Pd-PEPPSI-NHC and Pd-PEPPSI-PR3pre-
Catalysts. Chem. Commun. 2020, 56 (44), 5953-5956. https://doi.
org/10.1039/d0cc02262d.

Silarska, E.; Majchrzak, M.; Marciniec, B.; Trzeciak, A. M. Efficient
Functionalization of Olefins by Arylsilanes Catalyzed by Palladium
Anionic Complexes. J. Mol. Catal. A Chem. 2017, 426, 458-464.
https://doi.org/10.1016/j.molcata.2016.07.023.

Silarska, E.; Trzeciak, A. M. Oxygen-Promoted Coupling of
Arylboronic Acids with Olefins Catalyzed by [CA]2[PdX4] Complexes
without a Base. J. Mol. Catal. A Chem. 2015, 408, 1-11. https://
doi.org/10.1016/j.molcata.2015.07.003.

Kahan, R.; Pitak, M.; Seechurn, C. Complexes [M2X6]
[HPR1R2R3]2. W0O2020229848A1, 2020.

Valente, C.; Calimsiz, S.; Hoi, K. H.; Mallik, D.; Sayah, M.; Organ,
M. G. The Development of Bulky Palladium NHC Complexes for

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

61.

62.

the Most-Challenging Cross-Coupling Reactions. Angew. Chemie
- Int. Ed. 2012, 51 (14), 3314-3332. https://doi.org/10.1002/
anie.201106131.

Organ, M. G.; Calimsiz, S.; Sayah, M.; Hoi, K. H.; Lough, A. J.
Pd-PEPPSI-IPent: An Active, Sterically Demanding Cross-Coupling
Catalystand Its Application in the Synthesis of Tetra-Ortho-
Substituted Biaryls. Angew. Chemie - Int. Ed. 2009, 48 (13),
2383-2387. https://doi.org/10.1002/anie.200805661.

Calimsiz, S.; Organ, M. G. Negishi Cross-Coupling of Secondary
Alkylzinc Halides with Aryl/Heteroaryl Halides Using Pd—PEPPSI-
IPent. Chem. Commun. 2011, 47 (18), 5181-5183. https://doi.
org/10.1039/c0cc04835f.

Atwater, B.; Chandrasoma, N.; Mitchell, D.; Rodriguez, M. J.;
Organ, M. G. Pd-PEPPSI-IHeptCl: A General-Purpose, Highly
Reactive Catalyst for the Selective Coupling of Secondary Alkyl
Organozincs. Chem. - A Eur. J. 2016, 22 (41), 14531-14534.
https://doi.org/10.1002/chem.201603603.

Atwater, B.; Chandrasoma, N.; Mitchell, D.; Rodriguez, M. J.;
Pompeo, M.; Froese, R. D. J.; Organ, M. G. The Selective Cross-
Coupling of Secondary Alkyl Zinc Reagents to Five-Membered-
Ring Heterocycles Using Pd-PEPPSI-IHeptCl. Angew. Chemie

- Int. Ed. 2015, 54 (33), 9502-9506. https://doi.org/10.1002/
anie.201503941.

Pompeo, M.; Froese, R. D. J.; Hadei, N.; Organ, M. G. Pd-PEPPSI-
IPentCl: A Highly Effective Catalyst for the Selective Cross-Coupling
of Secondary Organozinc Reagents. Angew. Chemie - Int. Ed. 2012,
51 (45), 11354-11357. https://doi.org/10.1002/anie.201205747.

Vila, C.; Giannerini, M.; Hornillos, V.; Fafianas-Mastral, M.; Feringa,
B. L. Palladium-Catalysed Direct Cross-Coupling of Secondary
Alkyllithium Reagents. Chem. Sci. 2014, 5 (4), 1361-1367. https://
doi.org/10.1039/c3sc53047g.

Vila, C.; Hornillos, V.; Giannerini, M.; Fafiands-Mastral, M.; Feringa,
B. L. Palladium-Catalysed Direct Cross-Coupling of Organolithium
Reagents with Aryl and Vinyl Triflates. Chem. - A Eur. J. 2014, 20
(41), 13078-13083. https://doi.org/10.1002/chem.201404398.

Heijnen, D.; Hornillos, V.; Corbet, B. P.; Giannerini, M.; Feringa,
B. L. Palladium-Catalyzed C(Sp 3)-C(Sp 2) Cross-Coupling of
(Trimethylsilyl)Methyllithium with (Hetero)Aryl Halides. Org.
Lett. 2015, 17 (9), 2262-2265. https://doi.org/10.1021/acs.
orglett.5b00905.

Zhao, Q.; Meng, G.; Li, G.; Flach, C.; Mendelsohn, R.; Lalancette,
R.; Szostak, R.; Szostak, M. IPr# - Highly Hindered, Broadly
Applicable N-Heterocyclic Carbenes. Chem. Sci. 2021, 12 (31),
10583-10589. https://doi.org/10.1039/d1sc02619d.

Valente, C.; Baglione, S.; Candito, D.; O’Brien, C. J.; Organ, M.
G. High Yielding Alkylations of Unactivated Sp3 and Sp2 Centres
with Alkyl-9-BBN Reagents Using an NHC-Based Catalyst: Pd-
PEPPSI-IPr. Chem. Commun. 2008, No. 6, 735-737. https://doi.
org/10.1039/b715081d.

Peh, G. R.; Kantcheyv, E. A. B.; Er, J. C.; Ying, J. Y. Rational
Exploration of N-Heterocyclic Carbene (NHC) Palladacycle Diversity:
A Highly Active and Versatile Precatalyst for Suzuki-Miyaura
Coupling Reactions of Deactivated Aryl and Alkyl Substrates. Chem.
- A Eur. J. 2010, 16 (13), 4010-4017. https://doi.org/10.1002/
chem.200902842.

Sun, K. X.; Zhou, J. H.; He, Q. W.; Shao, L. X.; Lu, J. M.
N-Heterocyclic Carbene-Pd(II)-2-Methyl-4,5-Dihydrooxazole
Complex-Catalyzed Highly Chemoselective Mono-Amination of
Dichlorobenzenes. Tetrahedron 2020, 76 (8), 130944. https://doi.
org/10.1016/j.tet.2020.130944.

Larock, R. C.; Yum, E. K. Synthesis of Indoles via Palladium-
Catalyzed Heteroannulation of Internal Alkynes New Methodology
for the Synthesis of Functionalized Indolizidine and Quinolizidine
Ring Systems. J. Am. Chem. Soc. 1991, 113 (9), 6689-6690.

. These catalysts are available at www.sigmaaldrich.com.

(IPr-H),Pd,Cl,, 939595; (SIPr-H),Pd,Cl;, 939609; (IPent-
H)2Pd2Cl6, 939617.


https://doi.org/10.1021/om020804i.
https://doi.org/10.1021/om020804i.
https://doi.org/10.1021/acs.joc.5b01005.
https://doi.org/10.1021/acs.joc.5b01005.
https://doi.org/10.1021/jo101187q.
https://doi.org/10.1021/jo101187q.
https://doi.org/10.1021/ja412565c.
https://doi.org/10.1002/chem.200600251.
https://doi.org/10.1002/chem.200600251.
https://doi.org/10.1016/j.tet.2010.06.030.
https://doi.org/10.1039/d2cc02253b.
https://doi.org/10.1039/c9cc02239b.
https://doi.org/10.1039/c9cc02239b.
https://doi.org/10.1016/j.isci.2020.101377.
https://doi.org/10.1016/j.isci.2020.101377.
https://doi.org/10.1021/acs.orglett.2c03717.
https://doi.org/10.1039/d0cc02262d.
https://doi.org/10.1039/d0cc02262d.
https://doi.org/10.1016/j.molcata.2016.07.023.
https://doi.org/10.1016/j.molcata.2015.07.003.
https://doi.org/10.1016/j.molcata.2015.07.003.
https://doi.org/10.1002/anie.201106131.
https://doi.org/10.1002/anie.201106131.
https://doi.org/10.1002/anie.200805661.
https://doi.org/10.1039/c0cc04835f.
https://doi.org/10.1039/c0cc04835f.
https://doi.org/10.1002/chem.201603603.
https://doi.org/10.1002/anie.201503941.
https://doi.org/10.1002/anie.201503941.
https://doi.org/10.1002/anie.201205747.
https://doi.org/10.1039/c3sc53047g.
https://doi.org/10.1039/c3sc53047g.
https://doi.org/10.1002/chem.201404398.
https://doi.org/10.1021/acs.orglett.5b00905.
https://doi.org/10.1021/acs.orglett.5b00905.
https://doi.org/10.1039/d1sc02619d.
https://doi.org/10.1039/b715081d.
https://doi.org/10.1039/b715081d.
https://doi.org/10.1002/chem.200902842.
https://doi.org/10.1002/chem.200902842.
https://doi.org/10.1016/j.tet.2020.130944.
https://doi.org/10.1016/j.tet.2020.130944.

Featured & Related Products

[IPr-H1,Pd,Cl, 939595
[IPent-H],Pd,Cl, 939617
[SIPr-H],Pd,Clg 939609

Related Product Categories
e Cross-coupling Catalysts

e Transition Metal Catalysis

Buckwald Catalysts & Ligands

NHC Ligands & Complexes

e Inorganic Catalysts

Phosphine Ligands

Related Technical Articles

e NHC-based Palladium Catalysts

o N-Heterocyclic Carbene (NHC) Compounds

o N-Heterocyclic Carbene (NHC) Ligands

o N-Heterocyclic Carbene-Copper Complexes

e PEPPSI™-IPent for Demanding Cross-Coupling Reactions
o Rieke® Highly Reactive Metals

To place an order or receive technical assistance

Visit: SigmaAldrich.com/offices
For Technical Service visit: SigmaAldrich.com.com/techservice

SigmaAldrich.com

We have built a unique collection of life science brands with
unrivalled experience in supporting your scientific advancements.

Millipore. Sigma-Aldrich. Supelco. Milli-Q. SAFC.

MilliporeSigma
400 Summit Drive
Burlington, MA 01803

© 2025 Merck KGaA, Darmstadt, Germany and/or its affiliates. All Rights Reserved. MilliporeSigma, the vibrant M, BioReliance, Millipore, Milli-Q,
SAFC, Sigma-Aldrich, and Supelco are trademarks of Merck KGaA, Darmstadt, Germany or its affiliates. All other trademarks are the property of
their respective owners. Detailed information on trademarks is available via publicly accessible resources.

Ver. 1.0
65650
09/2025


https://www.sigmaaldrich.com/IN/en/product/aldrich/939595
https://www.sigmaaldrich.com/IN/en/product/aldrich/939617
https://www.sigmaaldrich.com/IN/en/product/aldrich/939609
https://www.sigmaaldrich.com/IN/en/products/chemistry-and-biochemicals/catalysts/cross-coupling-catalysts
https://www.sigmaaldrich.com/IN/en/products/chemistry-and-biochemicals/catalysts/transition-metal-catalysts
https://www.sigmaaldrich.com/IN/en/products/chemistry-and-biochemicals/catalysts/buchwald-catalysts-and-ligands
https://www.sigmaaldrich.com/IN/en/products/chemistry-and-biochemicals/catalysts/nhc-ligands-and-complexes?srsltid=AfmBOooTYsnBbdmHLyoOYyubo8R3816I78WH1UJAFE2YoszkD72cJXRS
https://www.sigmaaldrich.com/IN/en/products/chemistry-and-biochemicals/catalysts/inorganic-catalysts
https://www.sigmaaldrich.com/IN/en/products/chemistry-and-biochemicals/catalysts/phosphine-ligands
https://www.sigmaaldrich.com/IN/en/technical-documents/technical-article/chemistry-and-synthesis/cross-coupling/nhc-based-palladium?srsltid=AfmBOoohRB7zt-f1FtD04EfCQHD5WAe7JfE2KmWfKgHCK2epfghB8SFd
https://www.sigmaaldrich.com/IN/en/technical-documents/technical-article/chemistry-and-synthesis/metathesis/n-heterocyclic-carbene
https://www.sigmaaldrich.com/IN/en/technical-documents/technical-article/chemistry-and-synthesis/metathesis/n-heterocyclic-carbene-ligands
https://www.sigmaaldrich.com/IN/en/technical-documents/technical-article/chemistry-and-synthesis/metathesis/n-heterocyclic-carbene-copper
https://www.sigmaaldrich.com/IN/en/technical-documents/technical-article/chemistry-and-synthesis/cross-coupling/peppsi-ipent
https://www.sigmaaldrich.com/IN/en/technical-documents/technical-article/chemistry-and-synthesis/cross-coupling/highly-reactive-metals
http://www.merckmillipore.com/offices
http://www.merckmillipore.com/techservice

