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ABSTRACT: An efficient gold(I)-catalyzed intramolecular alkoxylation/double aldol condensation cascade cyclization strategy to 

synthesize 2,2'-spirobi[indene] derivatives has been developed. The scope of this strategy was examined by using a batch of synthetic 

alkynone substrates and a possible mechanism was proposed.  

2,2'-Spirobi[indene] derivatives are the significant integral parts 

of several natural as well as unnatural products, which are ver-

satile and valuable intermediates in synthetic chemistry.1 Gen-

erally, design and synthesis of all-carbon spirocycles is a diffi-

cult task in organic chemistry because of the formation of  

highly rigid skeleton structure with a spiro-ring junction.2 Due 

to the unique structure and reactivity pattern a great deal of at-

tention has been paid to 2,2'-spirobi[indene], and a number of 

precedent studies on the construction of 2,2'-spirobi[indene] de-

rivatives in different manners have been reported3 as demon-

strated in Scheme 1. For example, in 1999, Maslak and cowork-

ers reported a Friedel-Crafts acylation strategy to spiroketones 

(Scheme 1, a).3a In 2016, Doi and coworkers described acid-

catalyzed hydrolysis and intramolecular aldol reaction of 1,3-

dioxolane to access spiromamakone A analogues (Scheme 1, 

b).3e In the same year, Smith and coworkers developed a coun-

terion-directed intramolecular enolate enantioselective C-acyl-

ation method to synthesize spirobiindanones (Scheme 1, c).3d   

Recently, Tang and coworkers advanced a palladium-catalyzed 

enantioselective α-carbonylative arylation to construct chiral 

spirocyclic β,β’-diketones (Scheme 1, d).3i These strategies pro-

vided unique methods for the synthesis of 2,2'-spirobi[indene] 

derivatives, however, most of them constructed the spiro scaf-

fold stepwise on the basis of a pre-installed indanone moiety via 

carbonyl chemistry. It is highly desirable to develop some 

straightforward and cascade strategies for synthesizing the core 

skeleton from relatively simple materials. 

Recently, the development of homogeneous gold catalysis 

has been extraordinarily rapid, which is the most effective way 

to activate alkynes promoting the addition of a diverse host of 

nucleophiles. The novel reactivities and reaction modes of gold-

catalyzed reactions have made them popular in many aspects, 

and a number of elegant pioneering works have been reported 

up to date,4 including our previous efforts in this field.5 There-

fore, it is often a critical step in the synthesis of natural products, 

and is a powerful tool for tandem or domino reaction processes. 

Herein, we described our recent efforts on developing a gold(I)-

catalyzed cascade cyclization strategy for the construction of 

2,2'-spirobi[indene] derivatives bearing a quaternary carbon 

(Scheme 1, e). 

Scheme 1. Reported Strategies and Our Cascade Cycliza-

tion Strategy to Synthesize 2,2'-Spirobi[indene] Derivatives 

 

As our continuous interest in pursuing distinctive synthetic 

methodologies for constructing structurally diverse small mol-

ecules with privileged scaffolds via gold(I)-catalyzed cascade 

cyclizations, the unique structure of 2,2'-spirobi[indene] drew 

our attention. In our preceding work, we discovered that a 

gold(I)-catalyzed cycloisomerization via alkoxylation of 



 

alkyne/nucleophilic addition furnished indanones, which could 

act as versatile intermediates to access structurally diverse skel-

etons (Figure 1). When there was nucleophilic substituent on 

the benzene ring (e.g. X=OH), a sequential intramolecular Mi-

chael addition reaction occurred to provide indenochromen-4-

one derivatives (Figure 1, Path a).5b When there was no substit-

uent (X=H), a sequential intermolecular condensation with o-

phenylenediamine occurred to provide a series of benzo[b]in-

deno[1,2-e][1,4]diazepines (Figure 1, Path b).5i Inspired by the 

versatile reactivities of indanones, we hypothesized that if X 

were electrophilic carbonyl groups, such as ester, ,β-unsatu-

rated ester, ketone and aldehyde, a sequential intramolecular 

nucleophilic addition might procced to give 2,2'-spirobi[indene] 

derivatives following the gold-catalyzed alkoxylation/aldol 

condensation (Figure 1, Path c). 

 

Figure 1. Previous Studies and This Design. 

To test our design, the substrates 1, 3, 5 and 7 bearing differ-

ent substitutions were prepared (see SI for the details) and sub-

jected to the in situ prepared cationic gold(I) species as shown 

in Scheme 2.6 It was found that when the substrates 1, 3 and 5 

with ester-/unsaturated ester-/keto- substitutions were treated 

with 5 mol% Ph3PAuCl/AgSbF6 in the presence of 4 Å MS in 

anhydrous tetrahydrofuran (THF), corresponding indanone de-

rivatives 2, 4 and 6 could be generated with excellent yields, 

however, the following intramolecular aldol condensation did 

not occur to deliver corresponding 2,2'-spirobi[indene] deriva-

tives. To our delight, when the substrate 7 with aldehyde group 

was treated with the same condition, 2,2'-spirobi[indene] deriv-

ative 8 was generated in 33% yield (Scheme 2). These results 

suggested that the electronic nature of the carbonyl groups in 

the substrates had a great influence on the second cyclization. 

With our design verified, our research commenced with the 

optimization of the conditions such as catalysts, solvents and 

catalyst loadings using substrate 7. Investigation on the ligands 

of the Au(I) catalyst showed that 5 mol% [1,3-bis(2,6-diisopro-

pyl-phenyl)imidazol-2-ylidene] gold(I) chloride (IPrAuCl) 

combined with 5 mol% AgSbF6 afforded the product 8 with the 

best yield (Table 1, entries 1–3). Examination of silver salts re-

vealed that stirring the substrate 7 with the combination of 5 

mol% IPrAuCl and 5 mol% silver trifluoromethanesulfonate 

(AgOTf) in anhydrous tetrahydrofuran (THF) at room temper-

ature for 6 h gave the product 8 with a yield of 92% (Table 1, 

entries 4–5). As for other solvents such as dichloromethane 

(DCM), 1,2-dichloroethane (DCE), methanol and toluene were 

also screened and none of them was better than tetrahydrofuran 

(THF) (Table 1, entries 6–9). Decreasing the catalyst loading to 

3 mol% illustrated no significant decrease in the yield, however 

increasing the loading to 10 mol% did not improve the yield, 

Scheme 2. Attempts for the Synthesis of 2,2'-Spirobi[indene] 

Derivatives 

 

therefore the optimal catalyst loading was determined as 3 mol% 

(Table 1, entries 10–11). The control experiment utilizing 

AgOTf alone could not catalyze this transformation, which 

showed that gold(I) catalyst should be the true reactive species 

(Table 1, entry 12). However, trifluoromethanesulfonic acid 

(TfOH) alone could catalyze this transformation with 37% yield, 

Table 1. Condition Screening of the Synthesis of 2,2'-Spi-

robi[indene] Derivatives 

 

entry catalyst additive solvent yielda (%) 

1 Ph3PAuCl AgSbF6 THF 46 

2 IPrAuCl AgSbF6 THF 88 

3 Johnphos(Me

CN)AuSbF6 

 THF 68 

4 IPrAuCl AgOTf THF 92 

5 IPrAuCl AgNTf2 THF 84 

6 IPrAuCl AgOTf DCM 40 

7 IPrAuCl AgOTf DCE 79 

8 IPrAuCl AgOTf MeOH 35 

9 IPrAuCl AgOTf Tol 80 

10 IPrAuCl AgOTf THF 90b 

11 IPrAuCl AgOTf THF 86c 

12 AgOTf  THF 0 

13 TfOH  THF 37 

14 IPrAuCl AgOTf THF 68d 
a Isolated yields and the ORTEP of 8 is shown with 50% probability ellip-

soids. b 3 mol% IPrAuCl and 3 mol% AgOTf were used. c 10 mol% IPrAuCl 

and 10 mol% AgOTf were used. d 5 mol% 2,6-di-tert-butylpyridine was 

added. IPr = [1,3-bis(2,6-diisopropylphenyl)imidazol-2-ylidene]. 

and the control experiment by introducing 2,6-di-tert-butylpyr-

idine as the proton scavenger in the IPrAuCl/AgOTf system 

showed significant decrease in the yield, which proved that 

trace amounts of acids have a certain effect on the reaction (Ta-

ble 1, entries 13–14). Finally, the optimal reaction condition for 



 

the cascade cyclization was determined as stirring the substrate 

at the catalysis of 3 mol% IPrAuCl/3 mol% AgOTf in anhy-

drous THF at room temperature for 6 h. 

With the optimal conditions in hand, the scope of the cascade 

cyclization was examined using a variety of synthetic alkynone 

substrates 7a–7x. It was observed that most of the synthetic sub-

strates with both electron-donating and electron-withdrawing 

groups on the phenyl rings connected to the alkynyl could give 

satisfactory yields under the standard conditions (Scheme 3, 

8a–8i). The substrates with electron-donating groups on the 

benzaldehyde ring gave higher yields than those with electron-

withdrawing groups (Scheme 3, 8j–8r). When there were elec-

tron-donating groups (EDG), such as methyl and methoxy 

groups, on the dimethyl acetal phenyl ring, the substituents on 

the benzaldehyde ring had a minor influence on the yields, 

which were all above 85% (Scheme 3, 8s–8u). The substrate 

with EDG substitution, like fluoro on both benzene rings gave 

satisfactory yield (Scheme 3, 8v). However, the substrates bear-

ing chloro substitution on the benzaldehyde ring provided poor 

yields, regardless of the substitutions on the dimethyl acetal 

phenyl ring, because those substrates were                             

Scheme 3. Substrate Scope in the Au(I)-Catalyzed Cascade 

Cyclizations 

 

to decomposing (Scheme 3, 8w–8x). The diastereomeric ratios 

of the products were determined by 1H NMR spectroscopy. The 

structures of the products were assigned based on 1H NMR and 

unstable and prone 13C NMR spectra, and further confirmed by 

single crystal X-ray diffraction (Table 1). 

Based on precedent studies and our experimental results, a 

plausible mechanism was proposed for the gold(I)-catalyzed 

cascade cyclizations (Scheme 4).3e,7 The reaction commences 

with the activation of triple bond by cationic gold(I) species, 

followed by the migration of methoxy group to afford vinylgold 

species 7b. Then the oxonium in 7b is attacked by vinyl ether 

through an intramolecular nucleophilic addition to afford inter-

mediate 7c. Finally, product 8 is obtained through an intramo-

lecular nucleophilic addition of aldehyde group. It is difficult to 

isolate a single isomer in this cascade reaction owing to the ex-

istence of a retro-aldol process as shown in Scheme 4. 

Scheme 4. The Proposed Mechanism 

 

In summary, we have developed a gold(I)-catalyzed intramo-

lecular alkoxylation-induced double aldol addition cascade cy-

clization strategy to yield 2,2'-spirobi[indene] derivatives. A 

number of precedent studies used to construct the spiro scaffold 

stepwise on the basis of a pre-installed indanone moiety via car-

bonyl chemistry. Our cascade strategy was complementary to 

those reported methods, featured with construction of two rings 
with a quaternary carbon junction through cleavage of two 

chemical bonds and formation of three new double bonds from 

readily prepared alkynones. 

ASSOCIATED CONTENT  

Supporting Information 

The Supporting Information is available free of charge on the ACS 

Publications website. 

Experimental procedures and compound characterization data, 

NMR spectra and X-ray analysis of the intermediates and target 

molecules (PDF) 

AUTHOR INFORMATION 

Corresponding Author 

*E-mail: yongxiang.liu@syphu.edu.cn 

*E-mail: yanglusyphu@163.com 

Author Contributions 

All authors have given approval to the final version of the manu-

script. 



 

Notes 
The authors declare no competing financial interest. 

ACKNOWLEDGMENT 

The authors are grateful for the financial support by the Natural 

Science Foundation of China (No. 21977073) and Liaoning Prov-

ince Education Administration of China (No. LJKZ0908). We 

gratefully acknowledge to the National College Students' innova-

tion and entrepreneurship training program (No. 202210163009). 

The authors thank the program for the innovative research team of 

the Ministry of Education and the program for the Liaoning inno-

vative research team in university. 

REFERENCES 

(1) (a) Osuka, A.; Ida, K.; Nagata, T.; Maruyama, K.; Nishimura, Y. 

Synthesis of Conformationally Restricted Dimeric Porphyrins Unsym-

metrically Linked with Quinone. Chem. Lett. 1989, 18, 2133-2136. (b) 

Sakata, Y.; Nakashima, S.; Goto, Y.; Tatemitsu, H.; Misumi, S. Syn-

thesis of Completely Fixed Porphyrin-Quinone Compounds and the 

Mutual Orientation Effect on Electron Transfer. J. Am. Chem. Soc. 

1989, 111, 8979-8981. (c) Nieman, J. A.; Keay, B. A. An Improved 

Synthesis and Resolution of (±)-cis,cis-2,2′-Spirobiindan-1,1′-diol. 

Tetrahedron: Asymmetry 1995, 6, 1575-1583. (d) Kotha, S.; Manivan-

nan, E. Synthesis of Spiro-Indanes by Cycloaddition Strategy. J. Chem. 

Soc., Perkin Trans. 1 2001, 20, 2543-2547. (e) Guo, Z. Q.; Guan, X. 

Y.; Chen, Z. Y. Synthesis of A Novel Spiro Bisphosphinite Ligand and 

Its Application in Rh-Catalyzed Asymmetric Hydrogenation. Tetrahe-

dron: Asymmetry 2006, 17, 468-473. (f) Hu, G.; Rømming, C.; Und-

heim, K. Stereoselective Synthesis of α,α′‐Spirane‐Bridged Dibenzyl 

Ligands. Synth. Commun. 2006, 35, 2277-2288. (g) Gedrich, K.; Sen-

kovska, I.; Baburin, I. A.; Mueller, U.; Trapp, O.; Kaskel, S. New Chi-

ral and Flexible Metal-Organic Framework with A Bifunctional Spiro 

Linker and Zn4O-Nodes. Inorg. Chem. 2010, 49, 4440-4446. (h) Cui, 

Q.; Lemieux, R. P. Ferroelectric Liquid Crystals with Axially Chiral 

2,2'-Spirobiindan-1,1'-dione Cores. Liq. Cryst. 2013, 40, 1609-1618. (i) 

Cui, Q.; Lemieux, R. P. Ferroelectric Liquid Crystals Induced by Do-

pants with Axially Chiral 2,2'-Spirobiindan-1,1'-dione Cores: Substitu-

ent Effect on the Polarization Power. J. Mater. Chem. C 2013, 1, 1011-

1017. (j) Tsukamoto, H.; Hanada, S.; Kumasaka, K.; Kagaya, N.; 

Izumikawa, M.; Shin-Ya, K.; Doi, T. Synthesis of Spiromamakone A 

Benzo Analogues via Double Oxa-Michael Addition of 1,8-Dihy-

droxynaphthalene. Org. Lett. 2016, 18, 4848-4851. (k) Harig, M.; Neu-

mann, B.; Stammler, H. G.; Kuck, D. An Elusive Nonaromatic Goal 

behind the Centropolyindanes: Aufbau of Veratrolo-Annelated Cen-

tropolyquinanes and Ozonolytic Abbau. ChemPlusChem. 2017, 82, 

1078-1095. (l) Ramdas, V.; Talwar, R.; Banerjee, M.; Joshi, A. A.; Das, 

A. K.; Walke, D. S.; Borhade, P.; Dhayagude, U.; Loriya, R.; Gote, G.; 

Bommakanti, A.; Sivaram, A.; Agarwal, G.; Goswami, A.; Nigade, P.; 

Mehta, M.; Patil, V.; Modi, D.; Kumar, H.; Mallurwar, S.; Dash, A.; 

Modi, F.; Kuldharan, S.; Srivastava, P.; Singh, M.; Narasimham, L.; 

Gundu, J.; Sharma, S.; Kamboj, R. K.; Palle, V. P. Discovery and Char-

acterization of Potent Pan-Genotypic HCV NS5A Inhibitors Contain-

ing Novel Tricyclic Central Core Leading to Clinical Candidate. J. Med. 

Chem. 2019, 62, 10563-10582. (m) Zhuo, S.; Zhu, T.; Zhou, L.; Mou, 

C.; Chai, H.; Lu, Y.; Pan, L.; Jin, Z.; Chi, Y. R. Access to All-Carbon 

Spirocycles through A Carbene and Thiourea Cocatalytic Desymmetri-

zation Cascade Reaction. Angew. Chem. Int. Ed. 2019, 58, 1784-1788. 

(2) (a) Dynesen, E. A Modified Synthesis of (±)-2-2'-Spirobi[indan]-

1,1'-dione. Acta. Chem. Scand. 1972, 26, 850-852. (b) Neudeck, H.; 

Schlögl, K. Synthese Optisch Aktiver Mono-Bis Heptasubstituierter 5-

Methyl- and 5-Ethyl-2,2'-spirobiindane and Analoger Naphthalinderi-

vate Bekannter Chiralität and Enantiomerer Reinheit. Monatshefte für 

Chemie 1981, 112, 801-823. (c) Lemmen, P. Synthese and Bes-

timmung der absoluten Konfiguration des Proximalen (S,S)-1,1'-Dime-

thyl-2,2'-spirobiindans. Chem. Ber. 1982, 115, 1902-1910. (d) Koichiro, 

N.; Iwao, E.; Masao, N. Synthesis of Chiral Crown Ethers Derived from 

trans,trans- and cis,trans-2,2'-Spirobiindan-1,1'-diols. Their Chiral 

Recognition and Complexation Properties. Bull. Chem. Soc. Jpn. 1985, 

58, 767-768. (e) Nieman, J. A.; Keay, B. A. An Improved Synthesis 

and Resolution of (±)-cis,cis-2,2'-Spirobiindan-1,1'-diol. Tetrahedron: 

Asymmetry 1995, 6, 1575-1583. (f) Ramachary, D. B.; Mondal, R.; 

Venkaiah, C. Rapid Synthesis of Functionalized Indenes, Triazoles, 

and Glucocorticoid Receptor Modulators by Sequential Multicatalysis 

Cascade Reactions. Eur. J. Org. Chem. 2010, 2010, 3205-3210. (g) Ko-

tha, S.; Ali, R. Diversity-Oriented Approach to Novel Spirocycles via 

1,2,4,5-Tetrakis(bromomethyl)benzene under Operationally Simple 

Reaction Conditions. Tetrahedron 2015, 71, 6944-6955. (h) Kotha, S.; 

Sreevani, G. Molybdenum Hexacarbonyl: Air Stable Catalyst for Mi-

crowave Assisted Intermolecular [2+2+2] Cotrimerization Involving 

Propargyl Halides. Tetrahedron Lett. 2015, 56, 5903-5908. (i) Li, Q.; 

Wang, Y.; Li, B.; Wang, B. Cp*Co(III)-Catalyzed Regioselective Syn-

thesis of Cyclopenta[b]carbazoles via Dual C(sp2)-H Functionalization 

of 1-(Pyridin-2-yl)-indoles with Diynes. Org. Lett. 2018, 20, 7884-

7887. 

(3) (a) Maslak, P.; Varadarajan, S.; Burkey, J. D. Synthesis, Structure, 

and Nucleophile-Induced Rearrangements of Spiroketones. J. Org. 

Chem. 1999, 64, 8201-8209. (b) Wang, H.; Liu, Y.; Guo, Q. Cycliza-

tions of 2-(o-Bromomethyl)benzylidene-1,3-Indandione Initiated by 1-

Benzyl-1,4-dihydronicotinamide and KCN: Selectivity of O-Alkyla-

tion and C-Alkylation. J. Chem. Res. 2019, 2000, 82-83. (c) Boulton, 

C. J.; Finden, J. G.; Yuh, E.; Sutherland, J. J.; Wand, M. D.; Wu, G.; 

Lemieux, R. P. Ferroelectric Liquid Crystals Induced by Dopants with 

Axially Chiral 2,2'-Spirobiindan-1,1'-dione Cores. J. Am. Chem. Soc. 

2005, 127, 13656-13665. (d) Rahemtulla, B. F.; Clark, H. F.; Smith, M. 

D. Catalytic Enantioselective Synthesis of C1- and C2-Symmetric Spi-

robiindanones through Counterion-Directed Enolate C-Acylation. An-

gew. Chem. Int. Ed. 2016, 55, 13180-13183. (e) Tsukamoto, H.; Ha-

nada, S.; Kumasaka, K.; Kagaya, N.; Izumikawa, M.; Shin-Ya, K.; Doi, 

T. Synthesis of Spiromamakone A Benzo Analogues via Double Oxa-

Michael Addition of 1,8-Dihydroxynaphthalene. Org. Lett. 2016, 18, 

4848-4851. (f) Suzuki, Y.; Vatmurge, N.; Tanaka, S.; Kitamura, M. 

Enantio- and Diastereoselective Dehydrative "One-Step" Construction 

of Spirocarbocycles via A Ru/H+-Catalyzed Tsuji-Trost Approach. 

Chem. Asian J. 2017, 12, 633-637. (g) Qiu, B.; Xu, D.; Sun, Q.; Miao, 

C.; Lee, Y.-M.; Li, X.; Nam, W.; Sun, W. Highly Enantioselective Ox-

idation of Spirocyclic Hydrocarbons by Bioinspired Manganese Cata-

lysts and Hydrogen Peroxide. ACS Catal. 2018, 8, 2479-2487. (h) Feng, 

Z.; Yuan, Z.; Zhao, X.; Huang, Y.; Yao, H. A [4+1] Annulation of or-

tho-Electrophile-Substituted para-Quinone Methides for the Synthesis 

of Indanes and Isoindolines. Org. Chem. Front. 2019, 6, 3535-3539. (i) 

Wu, T.; Zhou, Q.; Tang, W. Enantioselective alpha-Carbonylative Ar-

ylation for Facile Construction of Chiral Spirocyclic beta,beta'-

Diketones. Angew. Chem. Int. Ed. 2021, 60, 9978-9983. 

(4) (a) Li, W.; Yu, B. Gold-Catalyzed Glycosylation in the Synthesis 

of Complex Carbohydrate-Containing Natural Products. Chem. Soc. 

Rev. 2018, 47, 7954-7984. (b) Zhukhovitskiy, A. V.; Kobylianskii, I. J.; 

Wu, C. Y.; Toste, F. D. Migratory Insertion of Carbenes into Au(III)-

C Bonds. J. Am. Chem. Soc. 2018, 140, 466-474. (c) Chen, G.; Wang, 

C.; Zou, L.; Zhu, J.; Li, Y.; Qi, C. Six-Step Total Synthesis of (±)-

Conolidine. J. Nat. Prod. 2019, 82, 2972-2978. (d) Jia, X.; Li, P.; Liu, 

X.; Lin, J.; Chu, Y.; Yu, J.; Wang, J.; Liu, H.; Zhao, F. Green and Facile 

Assembly of Diverse Fused N-Heterocycles Using Gold-Catalyzed 

Cascade Reactions in Water. Molecules 2019, 24, 988-1018. (e) Purgett, 

T. J.; Dyer, M. W.; Bickel, B.; McNeely, J.; Porco, J. A., Jr. Gold(I)-

Mediated Cycloisomerization/Cycloaddition Enables Bioinspired Syn-

theses of Neonectrolides B-E and Analogues. J. Am. Chem. Soc. 2019, 

141, 15135-15144. (f) Yamamoto, K.; Yoshikawa, Y.; Ohue, M.; Inuki, 

S.; Ohno, H.; Oishi, S. Synthesis of Triazolo- and Oxadiazolopipera-

zines by Gold(I)-Catalyzed Domino Cyclization: Application to the 

Design of A Mitogen Activated Protein (MAP) Kinase Inhibitor. Org. 

Lett. 2019, 21, 373-377. (g) Hu, X.; Zhou, B.; Jin, H.; Liu, Y.; Zhang, 

L. Bifunctional Phosphine Ligand-Enabled Gold-Catalyzed Direct Cy-

cloisomerization of Alkynyl Ketones to 2,5-Disubstituted Furans. 

Chem. Commun. 2020, 56, 7297-7300. (h) Lee, J.; Kim, J.; Lee, H. Y. 

Au(I)-Catalyzed Cyclization of Epoxyalkynes to Allylic Alcohol Con-

taining Spiroketals and Application to the Total Synthesis of (−)-

Alotaketal A. Org. Lett. 2020, 22, 4073-4077. (i) Riedel, S.; Maier, M. 

E. Total Synthesis of the Plant Growth Promoter Auxofuran Featuring 

A Gold(I) Catalyzed Furan Formation. J. Org. Chem. 2020, 85, 8203-

8208. (j) Ruch, M.; Brach, N.; Galea, R.; Wagner, P.; Blond, G. 



 

Gold(I)-Catalyzed Domino Reaction for Furopyrans Synthesis. Mole-

cules 2020, 25, 4976-4988. (k) Tian, G.; Song, L.; Li, Z.; Robeyns, K.; 

Van Meervelt, L.; Van der Eycken, E. V. A. Gold(I)-Catalyzed Hy-

droamination/Cycloisomerization Cascade: Concise Synthesis of (±)-

seco-Antofine and (±)-Septicine. Org. Lett. 2020, 22, 8441-8445. (l) 

Greiner, L. C.; Matsuoka, J.; Inuki, S.; Ohno, H. Azido-Alkynes in 

Gold(I)-Catalyzed Indole Syntheses. Chem. Rec. 2021, 21, 3897-3910. 

(m) Hashmi, A. S. K. Introduction: Gold Chemistry. Chem. Rev. 2021, 

121, 8309-8310. (n) Hu, W.; Niu, B.; Xiao, X.; Cai, M. Recyclable 

Gold Catalyst for the Stereoselective Thioallylation of Alkynes. J. Org. 

Chem. 2021, 86, 13598-13609. (o) Li, T.; Cheng, X.; Qian, P.; Zhang, 

L. Gold-Catalysed Asymmetric Net Addition of Unactivated Propar-

gylic C-H Bonds to Tethered Aldehydes. Nat. Catal. 2021, 4, 164-171. 

(p) Nejrotti, S.; Marra, F.; Priola, E.; Maranzana, A.; Prandi, C. 

Gold(I)-Catalyzed Reactivity of Furan-Ynes with N-Oxides: Synthesis 

of Substituted Dihydropyridinones and Pyranones. J. Org. Chem. 2021, 

86, 8295-8307. (q) Shcherbakov, N. V.; Chikunova, E. I.; Dar'in, D.; 

Kukushkin, V. Y.; Dubovtsev, A. Y. Redox-Neutral and Atom-Eco-

nomic Route to beta-Carbolines via Gold-Catalyzed [4+2] Cycloaddi-

tion of Indolylynamides and Cyanamides. J. Org. Chem. 2021, 86, 

17804-17815. (r) Witzel, S.; Hashmi, A. S. K.; Xie, J. Light in Gold 

Catalysis. Chem. Rev. 2021, 121, 8868-8925. (s) Zheng, Z.; Ma, X.; 

Cheng, X.; Zhao, K.; Gutman, K.; Li, T.; Zhang, L. Homogeneous 

Gold-Catalyzed Oxidation Reactions. Chem. Rev. 2021, 121, 8979-

9038. (t) Franchino, A.; Marti, A.; Echavarren, A. M., H-Bonded Coun-

terion-Directed Enantioselective Au(I) Catalysis. J. Am. Chem. Soc. 

2022, 144, 3497-3509. (u) Lapointe, S.; Sarbajna, A.; Gessner, V. H. 

Ylide-Substituted Phosphines: A Platform of Strong Donor Ligands for 

Gold Catalysis and Palladium-Catalyzed Coupling Reactions. Acc. 

Chem. Res. 2022, 55, 770-782. (v) Li, W.; Shi, R.; Chen, S.; Zhang, X.; 

Peng, W.; Chen, S.; Li, J.; Xu, X. M.; Zhu, Y. P.; Wang, X. Synthesis 

of Diverse Pentasubstituted Pyrroles by A Gold(I)-Catalyzed Cascade 

Rearrangement-Cyclization of Tertiary Enamide. J. Org. Chem. 2022, 

87, 3014-3024. (w) Lin, B.; Yang, T.; Zhang, D.; Zhou, Y.; Wu, L.; 

Qiu, J.; Chen, G. Q.; Che, C. M.; Zhang, X. Gold-Catalyzed Desym-

metric Lactonization of Alkynylmalonic Acids Enabled by Chiral Bi-

functional P, N ligands. Angew. Chem. Int. Ed. 2022, 61, e202201739. 

(x) Mudshinge, S. R.; Yang, Y.; Xu, B.; Hammond, G. B.; Lu, Z. Gold 

(I/III)-Catalyzed Trifluoromethylthiolation and Trifluoromethylsele-

nolation of Organohalides. Angew. Chem. Int. Ed. 2022, 61, 

e202115687. (y) Sung, D. B.; Han, J. H.; Kim, Y. K.; Mun, B. H.; Park, 

S.; Kim, H. S.; Lee, J. S. Gold(I)-Catalyzed Intramolecular Hydrothio-

phenylation of N-Thiophen-3-yl Alkynylamides for Accessing 

Thieno[3,2-b]pyridine-5(4H)-ones: Development of F-Actin Specific 

Fluorescent Probes. J. Org. Chem. 2022, 87, 4936-4950. 

(5) (a) Liu, Y.; Guo, J.; Liu, Y.; Wang, X.; Wang, Y.; Jia, X.; Wei, G.; 

Chen, L.; Xiao, J.; Cheng, M. Au(I)-Catalyzed Triple Bond Alkoxyla-

tion/dienolether Aromaticity-Driven Cascade Cyclization to Naphtha-

lenes. Chem. Commun. 2014, 50, 6243-6245. (b) Jiang, C.; Xiong, Z.; 

Jin, S.; Gao, P.; Tang, Y.; Wang, Y.; Du, C.; Wang, X.; Liu, Y.; Lin, 

B.; Liu, Y.; Cheng, M. A Au(I)-Catalyzed Hydrogen Bond-Directed 

Tandem Strategy to Synthesize Indeno-Chromen-4-one and Indeno-

Quinolin-4-one Derivatives. Chem. Commun. 2016, 52, 11516-11519. 

(c) Jin, S.; Jiang, C.; Peng, X.; Shan, C.; Cui, S.; Niu, Y.; Liu, Y.; Lan, 

Y.; Liu, Y.; Cheng, M. Gold(I)-Catalyzed Angle Strain Controlled 

Strategy to Furopyran Derivatives from Propargyl Vinyl Ethers: Insight 

into the Regioselectivity of Cycloisomerization. Org. Lett. 2016, 18, 

680-683. (d) Liu, Y.; Jin, S.; Wang, Y.; Cui, S.; Peng, X.; Niu, Y.; Du, 

C.; Cheng, M. A Gold(I)-Catalyzed Substituent-Controlled Cycloisom-

erization of Propargyl Vinyl Ethers to Multi-Substituted Furofuran and 

Furopyran Derivatives. Chem. Commun. 2016, 52, 6233-6236. (e) Jin, 

S.; Niu, Y.; Liu, C.; Zhu, L.; Li, Y.; Cui, S.; Xiong, Z.; Cheng, M.; Lin, 

B.; Liu, Y. Gold(I)-Initiated Cycloisomerization/Diels-Alder/Retro-

Diels-Alder Cascade Strategy to Biaryls. J. Org. Chem. 2017, 82, 9066-

9074. (f) Peng, X.; Zhu, L.; Hou, Y.; Pang, Y.; Li, Y.; Fu, J.; Yang, L.; 

Lin, B.; Liu, Y.; Cheng, M. Access to Benzo[a]carbazoles and In-

deno[1,2-c]quinolines by A Gold(I)-Catalyzed Tunable Domino Cy-

clization of Difunctional 1,2-Diphenylethynes. Org. Lett. 2017, 19, 

3402-3405. (g) Guo, J.; Peng, X.; Wang, X.; Xie, F.; Zhang, X.; Liang, 

G.; Sun, Z.; Liu, Y.; Cheng, M.; Liu, Y. A Gold-Catalyzed Cycloisom-

erization/Aerobic Oxidation Cascade Strategy for 2-Aryl Indenones 

from 1,5-Enynes. Org. Biomol. Chem. 2018, 16, 9147-9151. (h) Xiong, 

Z.; Zhang, X.; Li, Y.; Peng, X.; Fu, J.; Guo, J.; Xie, F.; Jiang, C.; Lin, 

B.; Liu, Y.; Cheng, M. Syntheses of 12H-benzo[a]xanthen-12-ones and 

Benzo[a]acridin-12(7H)-ones through Au(I)-Catalyzed Michael Addi-

tion/6-endo-trig Cyclization/Aromatization Cascade Annulation. Org. 

Biomol. Chem. 2018, 16, 7361-7374. (i) Xie, F. K.; Zhang, B.; Chen, 

Y. Y.; Jia, H. W.; Sun, L.; Zhuang, K. T.; Yin, L. L.; Cheng, M. S.; Lin, 

B.; Liu, Y. X. A Gold(I)-Catalyzed Tandem Cyclization to Benzo[b]in-

deno[1,2-e][1,4]diazepines from o-Phenylenediamines and Ynones. 

Adv. Synth. Catal. 2020, 362, 3886-3897. (j) Fu, J.; Li, B.; Wang, X.; 

Liang, Q.; Peng, X.; Yang, L.; Wan, T.; Wang, X.; Lin, B.; Cheng, M.; 

Liu, Y., Au(I)‐Catalyzed 6‐endo‐dig Cyclizations of Aromatic 1,5‐

Enynes to 2‐(Naphthalen‐2‐yl)anilines Leading to Divergent Syntheses 

of Benzo[α]carbazole, Benzo[c,h]cinnoline and Dibenzo[i]phenanthri-

dine Derivatives. Chin. J. Chem. 2021, 40, 46-52. 

(6) (a) Mezailles, N.; Ricard, L.; Gagosz, F. Phosphine Gold(I) Bis-

(trifluoromethanesulfonyl)imidate Complexes as New Highly Efficient 

and Air-Stable Catalysts for the Cycloisomerization of Enynes. Org. 

Lett. 2005, 7, 4133-4166. (b) Gorin, D. J.; Sherry, B. D.; Toste, F. D. 

Ligand Effects in Homogeneous Au Catalysis. Chem. Rev. 2008, 108, 

3351-3378. (c) Perez-Galan, P.; Delpont, N.; Herrero-Gomez, E.; Ma-

seras, F.; Echavarren, A. M. Metal-Arene Interactions in Dialkylbiar-

ylphosphane Complexes of Copper, Silver, and Gold. Chem. Eur. J. 

2010, 16, 5324-5332. (d) Weber, S. G.; Zahner, D.; Rominger, F.; 

Straub, B. F. A Cationic Gold Complex Cleaves BArF24. Chem. Com-

mun. 2012, 48, 11325-11327. (f) Homs, A.; Escofet, I.; Echavarren, A. 

M. On the Silver Effect and the Formation of Chloride-Bridged Digold 

Complexes. Org. Lett. 2013, 15, 5782-5785.  

(7) (a) Sinha, S. C.; Sun, J.; Miller, G. P.; Wartmann, M.; Lerner, R. A. 

Catalytic Antibody Route to the Naturally Occurring Epothilones: To-

tal Synthesis of Epothilones A-F. Chem. Eur. J. 2001, 7, 1691-1702. (b) 

Brocksom, T. J.; Coelho, F.; Depres, J. P.; Greene, A. E.; de Lima, M. 

E. F.; Hamelin, O.; Hartmann, B.; Kanazawa, A. M.; Wang, Y. First 

Comprehensive Bakkane Approach: Stereoselective and Efficient Di-

chloroketene-Based Total Syntheses of (±)- and (−)-9-Acetoxy-

fukinanolide, (±)- and (+)-Bakkenolide A, (−)-Bakkenolides III, B, C, 

H, L, V, and X, (±)- and (−)-Homogynolide A, (±)-Homogynolide B, 

and (±)-Palmosalide C. J. Am. Chem. Soc. 2002, 124, 15313-15325. (c) 

Nicolaou, K. C.; Montagnon, T.; Vassilikogiannakis, G.; Mathison, C. 

J. The Total Synthesis of Coleophomones B, C, and D. J. Am. Chem. 

Soc. 2005, 127, 8872-8888. (d) Zi, W.; Toste, F. D., Gold(I)-Catalyzed 

Enantioselective Carboalkoxylation of Alkynes. J. Am. Chem. Soc. 

2013, 135, 12600-12603. (e) Chauhan, P.; Mahajan, S.; Kaya, U.; Hack, 

D.; Enders, D., Bifunctional Amine-Squaramides: Powerful Hydrogen-

Bonding Organocatalysts for Asymmetric Domino/Cascade Reactions. 

Adv. Synth. Catal. 2015, 357, 253-281. 

 

 

 


