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Visible-Light-Induced Direct Oxidative C−H Amidation of 

Heteroarenes with Sulfonamides** 

 Kun Tong,[a] Xiaodong Liu,[a] Yan Zhang,*[a] and Shouyun Yu *[a] 

Abstract: A direct oxidative C−H amidation of heteroarenes with 

sulfonamides via nitrogen-centered radicals has been achieved. 

Nitrogen-centered radicals are directly generated from oxidative 

cleavage of NH bonds under visible-light photoredox catalysis. 

Sulfonamides, which are easily accessed, are used as tunable 

nitrogen sources and bleach (aqueous NaClO solution) is used 

as the oxidant. A variety of heteroarenes, including indoles, 

pyrroles and benzofurans, can undergo this amidation with high 

yields (up to 92%). These reactions are highly regioselective, 

and all the products are isolated as single regioisomer. 

The installation of nitrogen atom into organic molecules has 

been of intensive research interest in synthetic, material and 

medicinal chemistry.[1] As important structural fragments, these 

aminated products often exhibit significant biological 

properties.[2] The most classic method for CN bond formation is 

copper-promoted Ullman coupling of aryl halides with amines.[3] 

Palladium-catalyzed Buchwald−Hartwig amination/amidation of 

aryl or vinyl (pseudo)halides with amines (amides) have recently 

emerged as valuable synthetic tools for C−N bond formation.[4] 

Copper-catalyzed and ligand-accelerated variations have also 

been achieved, which are good alternatives for the synthesis of 

vinyl or aryl amines.[5] However, these procedures usually need 

elevated temperature, pre-functionalized substrates, e. g. 

halides or pseudohalides and also provide stoichiometric halide 

salts as by-products requiring stoichiometric base to facilitate the 

reaction. The most desirable but challenging CN bond 

formation strategy is direct oxidative CH amination of 

hydrocarbons with amines.[6] Although some significant 

contributions have been reported,[7] this attractive strategy still 

suffers from some disadvantages, including harsh reaction 

conditions, stoichiometric oxidants, and directing groups. 

Therefore, the development of efficient and practical direct C−H 

amination/amidation is still highly desirable and valuable.   

Nitrogen-centered radicals (NCRs) has aroused increasing 

concern in synthetic community.[8] Visible-light-induced CH 

amidation of (hetero)arenes via NCRs has emerged as an 

attractive strategy for CN bond formation  (Figure 1a).[9-12] One 

of disadvantages of these known methods is that photolabile 

handles are preinstalled on the precurssors of NCRs, such as 

hydroxyamine derivatives,[9] acyl azides,[10] N-haloamides,[11] and 

N-aminopyridiniums.[12] Nicewicz[13a] and Xia[13b] reported visible-

light-induced oxidative CH amination of (hetero)arenes via 

arene cation radicals using nonactivated N-heterocyles as 

nucleophiles (Figure 1b). Very recently, Knowles[14] and Xiao[15] 

reported that direct cleavage of strong N–H bond to generate of 

NCRs by oxidative proton-coupled electron transfer (PCET) or 

oxidative deprotonation electron transfer (ODET), which allowed 

radical cascade reactions for N-heterocycle synthesis. Inspired 

by these work, as well as our research interests on visible-light-

mediated NCR chemistry,[16-17] we sought to develop a direct 

oxidative CH amidation of (hetero)arenes with nonactivated 

sulfonamides under photoredox catalysis[18] (Figure 1c). 

 
Figure 1. Visible-light-induced C-H amidation of (hetero)arenes.  

Our initial efforts toward this goal focused on the use of N-

methylindole (1a) and N-methyl-para-toluenesulfonamide (2a) 

as coupling partners. The photocatalyst Ir(ppy)2(dtbbpy)PF6 (I) 

and bleach (aqueous NaClO solution) were chosen as the 

catalyst and oxidant respectively. When a solution of 1a and 2a 

in CH3CN was irradiated by white LED strips in the presence of 

Ir(ppy)2(dtbbpy)PF6 (I) and bleach for 30 min, the desired 2-

amidated indole 3a was isolated in 62% yield as single 

regioisomer (Table 1, entry 1). Other photocatalysts, such as 

Ir(dFCF3ppy)2(dtbbpy)PF6 (II), fac-Ir(ppy)3 (III), Ru(bpy)3Cl2 (IV), 

Ru(bpy)3(PF6)2 (V), and Ru(phen)3(PF6)2 (VI), could not give 
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improved results (entries 2−6). A variety of solvents were then 

tested (entries 7−16). To our delight, a 81% yield was achieved 

when 1,4-dioxane was used as the solvent (entry 16). Control 

experiments verified the necessity of irradiation, and 

photocatalyst (entries 17−18). 

 
Table 1. Optimization of reaction conditions.

[a] 

 

Entry Photocatalyst Solvent Yield (%)
[b]

 

1 I CH3CN 62 

2 II CH3CN 40 

3 III CH3CN 51 

4 IV CH3CN 51 

5 V CH3CN 54 

6 VI CH3CN 50 

7 I MeOH 23 

8 I DMF 46 

9 I THF 62 

10 I DMSO NR 

11 I acetone NR 

12 I t-BuOH 57 

13 I DCE 38 

14 I THP 44 

15 I MTBE 41 

16 I 1,4-dioxane 81 

17 none 1,4-dioxane trace 

  18
[c]

 I 1,4-dioxane trace 

[a] Reaction conditions: A solution of 1a (0.1 mmol, 1.0 equiv), 2a (0.2 mmol, 

2.0 equiv), NaClO (aq., 0.3 mmol, 3.0 equiv), and photocatalyst (0.002 mmol, 

2 mol %) in 1,4-dioxane (2.0 mL) was irradiated with 5 W white LEDs for 30 

min. [b]
 
Isolated yield. [c] No irradiation. NR = no reaction. 

In order to explore the scope of this transformation under the 

established optimized conditions, a variety of heteroarenes were 

amidated with N-methyl-p-toluenesulfonamide (2a) (Scheme 1). 

It was found that indoles bearing various substituents at the 

C4−C7 positions gave 2-amidated indole derivatives 3a−f with 

satisfactory yields (70−85%). C3-substituted indoles could 

undergo this transformation smoothly. 3-Benzyl and 3-phenyl 

indole derivatives could give 2-amidated indoles 3g and 3h in 

reanonable yields (65% and 74% respectively). More biologically 

important indole derivatives, such as indole propanoic acid, 

tryptamine and melatonin derivatives, could also be amidated 

under the identical conditions to give the corresponding 

amidated indoles 3i−k with 74−88% yields. The substituents at 

the N1 position were also explored. N-Methyl (Me), benzyl (Bn), 

phenyl (Ph), para-methoxyphenyl (PMB), and allyl indoles 

worked quite well to give the desired products 3l−p in decent 

yields (81−92%). N-Boc indole could be also amidated with 

slightly lower yields (62% for 3q ). 7-Azaindole derivative was 

compatible in this transformation (45% for 3r). Amidated pyrrole 

and benzofuran derivatives were also accessible by means of 

this method to give the corresponding amidated pyrroles 3s−u 

and benzofurans 3v−w with acceptable yields (46−81%). To 

demonstrate the practicability of this method, we subsequently 

conducted this intramolecular amidation on a gram scale. When 

1.23 g of melatonin-derived indole 1k was subjected to standard 

conditions, a comparative isolated yield of amidated melatonin 

derivative 3k (74%, 1.59 g) was achieved. It is worth noting that 

all the amidated products were isolated in single regioisomer.  

  

  

Scheme 1. C−H amidation of different heteroarenes. Reaction conditions: A 

solution of 1 (0.1 mmol, 1.0 equiv), 2a (0.2 mmol, 2.0 equiv), NaClO (aq., 0.3 

mmol, 3.0 equiv), and photocatalyst I (0.002 mmol, 2 mol %) in 1,4-dioxane 

(2.0 mL) was irradiated with 5 W white LEDs for 1 h. The yields are for the 

isolated products. [a]
 
4.0 equivs of 2a were used for 4 h. [b] The reaction was 

run in 5.0 mmol scale. 

We next sought to establish the scope of the sulfonamide 

coupling partners with indole 1l in this reaction (Scheme 2). We 

were pleased find that these mild photoxidative conditions 

accommodated a wide range of sulfonamides. Different aromatic 

sulfonamides can serve as coupling partners to give the 

corresponding amidated indoles 4a-4d with 66−78% yields. 

Aliphatic sulfonamides, such as trifluoromethyl (CF3), benzyl 

(Bn), n-pentyl, cyclopropyl, and even styryl groups, could also 

undergo this transformation in 45−89% yields (4e-4i). 

Heterocyclic sulfonyl groups (furan and pyridine) could also give 

amidation products 4j (90% yield) and 4k (64% yield) 

respectively. N-alkyl substituents on sulfonamides were next 
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explored. N-phenyl, N-benzyl and N-pentyl sulfonamides worked 

quite well to give the desired products 4l-4n in decent yields (76-

89% yields). Functionalized N-alkyl groups, such as ether, 

carbomate, phenol ether, benzofuran, ester, olefin and alkyne, 

were also worked well to furnish the amidation products 4n-4u in 

41-83% yields. Moreover, several heterocycle-fused 2-amidated 

indole derivatives, typified by tetrahydropyrrolo[2,3-b]indole 4v, 

dihydroindolo[2,3-b]quinolines 4w, enzo-[4,5]imidazo[1,2-

a]indole 4x, and dihydroindolo[2,1-b]quinazoline 4y, could been 

constructed in 50-80% yields by intramolecular C2-amidative 

cyclization of indoles. 

 
 

Scheme 2. C−H amidation with different sulfonamides. Reaction condition: A 

solution of 1l (0.1 mmol, 1.0 equiv), 2 (0.2 mmol, 2.0 equiv), NaClO (aq., 0.3 

mmol, 3.0 equiv), and photocatalyst I (0.002 mmol, 2 mol %) in 1,4-dioxane 

(2.0 mL) was irradiated with 5 W white LEDs for 30min. The yields are for the 

isolated products. [a] 2.0 equivs of NaClO (0.2 mmol) were used.  

To better understand the mechanism of this transforamtion, a 

series of control reactions were conducted, as shown in Scheme 

3. First, NCR 6 could be trapped by 2,6-di-tert-butyl-4-

methylphenol (BHT) (Scheme 3a). When a mixture of 

sulfonamide 2a and BHT was subjected to the standard 

photoxidative conditions, trapping product 5 was isolated in very 

good yield no matter that indole 1a was present or not. Given 

that benzyl radical B can be fromed from oxygen-centered 

radical A through an intramolecular radical transfer,[19] it is 

envisaged that trapping product 5 was generated by the 

coupling of  NCR 6 with radical B. It is known that treatment of 

sulfonamide 2a with NaClO can give N-chlorosulfonamide 7,[20] 

which can served as the precurssor of NCR.[11] A series of 

control reactions were designed to explore this possibility. As 

shown in Scheme 3b, when preformed N-chlorosulfonamide 7 

was subjected to the standard conditions instead of sulfonamide 

2a, no amidation product 3a was observed. Instead, 

chloroamidation product 8 was isolated in 40% yield. And 

chlorination product 9 was obtained in 16% GC yield if NaClO 

was absent. Furthermore, coupling of indole 1l with N-

chlorosulfonamide 7 under the standard photooxidative  

 

Scheme 3. Mechanism Studies. The yields are for the isolated products. 
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conditions gave oxidative chlorination product 10 in 41% yield. 

No amidation product 3l was observed. These phenomena 

suggest that N-centred radical 6 is not generated from  N-

chlorosulfonamide 7. 

In order to determine the quencher of the excited 

photocatalyst, the fluorescence quenching [1]experiments and 

Stern-Volmer analysis were performed (Figure 2a). It was 

observed that the fluorescence intensity of Ir(ppy)2(dtbbpy)PF6 

(I) decreased with increasing concentration of NaClO (Figure 2a) 

while the fluorescence intensity kept unchanged with increasing 

concentration of 2a (Figure 2b). A linear relationship between I0/I 

and the concentration of NaClO was observed at low 

concentrations (I0 and I are the fluorescence intensities before 

and after the addition of NaClO, Figure 2d). These results 

strongly suggest that the photoexcited catalyst I was quenched 

by NaClO.   

 

Figure 2. (a) Emission spectra of 5×10
-5

 M Ir(ppy)2(dtbbpy)PF6 at λex = 400 nm 

showing the quenching effect of increasing of NaClO. (b) Emission spectra of 

5×10
-5

 M Ir(ppy)2(dtbbpy)PF6 at λex = 400 nm showing the quenching effect of 

increasing of 2a. (c) The maximum emission wavelength (λem) for 

Ir(ppy)2(dtbbpy)PF6 was about 553 nm. (d) The linear relationship over the 

increasing concentration of NaClO and 2a. 

Based on these observations, a possible mechanism for this 

transformation is proposed. As shown in Figure 3, the 

photocatalyst Ir(ppy)2(dtbbpy)PF6 (I) is excited by visible light to 

generate excited photocatalyst Ir(ppy)2(dtbbpy)PF6*. It is then 

oxidatively quenched by NaClO to give Ir(ppy)2(dtbbpy)PF6
+. N-

methyl-p-toluenesulfonamide (2a) was oxidized by 

Ir(ppy)2(dtbbpy)PF6
+ with the assistance of base to give NCR 

6[14-15] and regenerate Ir(ppy)2(dtbbpy)PF6. Radical 6 adds onto 

N-methylindole 1a to afford intermediate 11, which is oxidized, 

most likely by NaClO，to form cation intermediate 12. Ultimately, 

2-amidated indole 3a is produced after deprotonation. 

 

Figure 3. Proposed reaction mechanism. 

In summary,  we have reported a visible-light-promoted direct 

oxidative C−H amidation of heteroarenes. Nitrogen-centered 

radicals directly generated from sulfonamides were proved to be 

the key intermediates. All reactions proceeded at room 

temperature under visible light irradiation. Bleach (aqueous 

NaClO solution), which is clean and economic, was used as the 

solely oxidant. A series of heteroarenes, including indoles, 

pyrroles, and benzofurans, could undergo this amidation with 

high yields (up to 92%). All the amidated products were isolated 

in single regioisomer. Further explorations on the chemistry of 

nitrogen-centered radicals are underway in our laboratory.  

Keywords: photochemistry • visible light • CH amidation • 

nitrogen-centered radical • heterocycle 

[1] a) Y. Shirota, H. Kageyama, Chem. Rev. 2007, 107, 9531010; b) G. 

Evano, N. Blanchard, M. Toumi, Chem. Rev. 2008, 108, 30543131; c) 

A. Quintás-Cardama, J. Cortes, Clin. Cancer Res. 2008, 14, 

43924399; d) J. A. Bikker, N. Brooijmans, A. Wissner, T. S. Mansour, 

J. Med. Chem. 2009, 52, 14931509; e) G. Evano, C. Theunissen, A. 

Pradal, Nat. Prod. Rep. 2013, 30, 1467-1489; f) K. Okano, H. 

Tokuyama, T. Fukuyama, Chem. Commun. 2014, 50, 13650-13663; g) 

S. K. Kutz, C. Börger, A. W. Schmidt, H.-J. Knölker, Chem. Eur. J. 2016, 

22, 24872500. 

[2] a) A. Quintas-Cardama, H. Kantarjian, J. Cortes, Nat. Rev. Drug 

Discovery 2007, 6, 834848; b) K. Walzer, B. Maennig, M. Pfeiffer, K. 

Leo, Chem. Rev. 2007, 107, 12331271; c) C. Fischer, B. Koenig, 

Beilstein J. Org. Chem. 2011, 7, 5974; d) A. Yella, H.-W. Lee, H. N. 

Tsao, C. Yi, A. K. Chandiran, M. K. Nazeeruddin, E. W.-G. Diau, C.-Y. 

Yeh, S. M. Zakeeruddin, M. Grätzel, Science 2011, 334, 629634; e) 

L.-L. Li, E. W.-G. Diau, Chem. Soc. Rev. 2013, 42, 291304; f) A. 

Wakamiya, H. Nishimura, T. Fukushima, F. Suzuki, A. Saeki, S. Seki, I. 

Osaka, T. Sasamori, M. Murata, Y. Murata, H. Kaji, Angew. Chem. Int. 

Ed. 2014, 53, 58005804; g) J. Kim, M. Movassaghi, Acc. Chem. Res. 

2015, 48, 11591171. 

[3] For the pioneering work, see：a) F. Ullmann, Ber. Dtsch. Chem. Ges. 

1903, 36, 23822384. For selected reviews, see: b) J. Hassan, M. 

Sévignon, C. Gozzi, E. Schulz, M. Lemaire, Chem. Rev. 2002, 102, 

13591470; c) I. P. Beletskaya, A. V. Cheprakov, Coord. Chem. Rev. 

2004, 248, 23372364. 

[4] For the pioneering contributions, see: a) A. S. Guram, S. L. Buchwald, J. 

Am. Chem. Soc. 1994, 116, 79017902; b) F. Paul, J. Patt, J. F. 

Hartwig, J. Am. Chem. Soc. 1994, 116, 59695970. For selected 

reviews, see: c) J. F. Hartwig, Angew. Chem. Int. Ed. 1998, 37, 

20462067; d) J. P. Wolfe, S. Wagaw, J.-F. Marcoux, S. L. Buchwald, 

Acc. Chem. Res. 1998, 31, 805818; e) B. H. Yang, S. L. Buchwald, J. 



Chemistry - A European Journal 10.1002/chem.201604014

 

This article is protected by copyright. All rights reserved 

 

A
c
c
e

p
te

d
 M

a
n

u
s
c
ri
p

t 

COMMUNICATION          

 

 

 

 

Organomet. Chem. 1999, 576, 125146; f) J. F. Hartwig, Acc. Chem. 

Res. 2008, 41, 15341544. 

[5] For selected reviews, see: a) S. V. Ley, A. W. Thomas, Angew. Chem. 

Int. Ed. 2003, 42, 54005449; b) D. Ma, Q. Cai, Acc. Chem. Res. 2008, 

41, 14501460; c) F. Monnier, M. Taillefer, Angew. Chem. Int. Ed. 2009, 

48, 69546971; d) D. S. Surry, S. L. Buchwald, Chem. Sci. 2010, 1, 

1331; e) C. Sambiagio, S. P. Marsden, A. J. Blacker, P. C. McGowan, 

Chem. Soc. Rev. 2014, 43, 35253550.  

[6] For selected reviews, see: a) F. Collet, R. H. Dodd, P. Dauban, Chem. 

Commun. 2009, 50615074; b) S. H. Cho, J. Y. Kim, J. Kwak, S. 

Chang, Chem. Soc. Rev. 2011, 40, 50685083; c) F. Collet, C. Lescot, 

P. Dauban, Chem. Soc. Rev. 2011, 40, 19261936; d) R. T. Gephart, T. 

H. Warren, Organometallics 2012, 31, 77287752; e) J. L. Roizen, M. E. 

Harvey, J. Du Bois, Acc. Chem. Res. 2012, 45, 911922; f) M.-L. 

Louillat, F. W. Patureau, Chem. Soc. Rev. 2014, 43, 901910; g) J.-P. 

Wan, Y. Jing, Beilstein J. Org. Chem. 2015, 11, 22092222; h) J. Jiao, 

K. Murakami, K. Itami, ACS Catal. 2016, 6, 610633; i) H. Kim, S. 

Chang, ACS Catal. 2016, 6, 23412351; j) P. Subramanian, G. C. 

Rudolf, K. P. Kaliappan, Chem. Asian J. 2016, 11, 168192. 

[7] For selected examples, see: a) C. G. Espino, J. Du Bois, Angew. Chem. 

Int. Ed. 2001, 40, 598600; b) C. G. Espino, K. W. Fiori, M. Kim, J. Du 

Bois, J. Am. Chem. Soc. 2004, 126, 1537815379; c) G. Liu, S. S. 

Stahl, J. Am. Chem. Soc. 2006, 128, 71797181; d) T. Hamada, X. Ye, 

S. S. Stahl, J. Am. Chem. Soc. 2008, 130, 833-835; e) T.-S. Mei, X. 

Wang, J.-Q. Yu, J. Am. Chem. Soc. 2009, 131, 1080610807; f) S. A. 

Reed, A. R. Mazzotti, M. C. White, J. Am. Chem. Soc. 2009, 131, 

1170111706; g) J. Y. Kim, S. H. Cho, J. Joseph, S. Chang, Angew. 

Chem. Int. Ed. 2010, 49, 98999903; h) S. M. Paradine, M. C. White, J. 

Am. Chem. Soc. 2012, 134, 20362039; i) R. Shrestha, P. Mukherjee, 

Y. Tan, Z. C. Litman, J. F. Hartwig, J. Am. Chem. Soc. 2013, 135, 

84808483; j) H. Kim, K. Shin, S. Chang, J. Am. Chem. Soc. 2014, 136, 

59045907; k) M. Shang, S.-Z. Sun, H.-X. Dai, J.-Q. Yu, J. Am. Chem. 

Soc. 2014, 136, 33543357; l) B. L. Tran, B. Li, M. Driess, J. F. Hartwig, 

J. Am. Chem. Soc. 2014, 136, 25552563. 

[8] For selected reviews, see: a) A. G. Fallis, I. M. Brinza, Tetrahedron 

1997, 53, 1754317594; b) S. Z. Zard, Chem. Soc. Rev. 2008, 37, 

1603-1618; c) M. Minozzi, D. Nanni, P. Spagnolo, Chem. Eur. J. 2009, 

15, 78307840; d) S. Maity, N. Zheng, Synlett 2012, 23, 18511856; e) 

S. Chiba, H. Chen, Org. Biomol. Chem. 2014, 12, 40514060; f) J.-R. 

Chen, X.-Q. Hu, L.-Q. Lu, W.-J. Xiao, Chem. Soc. Rev. 2016, 45, 

20442056; g) T. Xiong, Q. Zhang, Chem. Soc. Rev. 2016, 45, 

30693087; h) L. Zhou, M. Lokman Hossain, T. Xiao, Chem. Rec. 2016, 

16, 319334.  

[9] a) L. J. Allen, P. J. Cabrera, M. Lee, M. S. Sanford, J. Am. Chem. Soc. 

2014, 136, 56075610; b) Q. Qin, S. Yu, Org. Lett. 2014, 16, 

35043507; c) J. Davies, T. D. Svejstrup, D. Fernandez Reina, N. S. 

Sheikh, D. Leonori, J. Am. Chem. Soc. 2016, 138, 80928095..       

[10] E. Brachet, T. Ghosh, I. Ghosh, B. Konig, Chem. Sci. 2015, 6, 987992.  

[11]     a) H. Kim, T. Kim, D. G. Lee, S. W. Roh, C. Lee, Chem. Commun. 2014, 

50, 92739276; b) L. Song, L. Zhang, S. Luo, J.-P. Cheng, Chem. Eur. 

J. 2014, 20, 1423114234; c) J.-D. Wang, Y.-X. Liu, D. Xue, C. Wang, 

J. Xiao, Synlett 2014, 25, 20132018. 

[12]    T. W. Greulich, C. G. Daniliuc, A. Studer, Org. Lett. 2015, 17, 254257. 

[13] a) N. A. Romero, K. A. Margrey, N. E. Tay, D. A. Nicewicz, Science 

2015, 349, 13261330; b) Y. Zhao, B. Huang, C. Yang, W. Xia, Org. 

Lett. 2016, 18, 33263329. 

[14] a) G. J. Choi, R. R. Knowles, J. Am. Chem. Soc. 2015, 137, 

92269229; b) D. C. Miller, G. J. Choi, H. S. Orbe, R. R. Knowles, J. 

Am. Chem. Soc. 2015, 137, 1349213495; c) L. Q. Nguyen, R. R. 

Knowles, ACS Catal. 2016, 6, 28942903. 

[15] a) X.-Q. Hu, J.-R. Chen, Q. Wei, F.-L. Liu, Q.-H. Deng, A. M. 

Beauchemin, W.-J. Xiao, Angew. Chem. Int. Ed. 2014, 53, 

1216312167; b) X.-Q. Hu, X. Qi, J.-R. Chen, Q.-Q. Zhao, Q. Wei, Y. 

Lan, W.-J. Xiao, Nat. Commun. 2016, 7, 11188.  

[16] For contribution on nitrogen-centered radicals from our group, see: a) 

X.-D. An, S. Yu, Org. Lett. 2015, 17, 26922695; b) H. Jiang, X. An, K. 

Tong, T. Zheng, Y. Zhang, S. Yu, Angew. Chem. Int. Ed. 2015, 54, 

40554059; c) Q. Qin, D. Ren, S. Yu, Org. Biomol. Chem. 2015, 13, 

1029510298; d) Q. Qin, S. Yu, Org. Lett. 2015, 17, 18941897. And 

see also 9b. 

[17] For contributions on visible-light-promoted nitrogen-centered radicals 

from other groups, see: a) S. Maity, N. Zheng, Angew. Chem. Int. Ed. 

2012, 51, 95629566; b) G. Cecere, C. M. König, J. L. Alleva, D. W. C. 

MacMillan, J. Am. Chem. Soc. 2013, 135, 1152111524; c) J. Xuan, B.-

J. Li, Z.-J. Feng, G.-D. Sun, H.-H. Ma, Z.-W. Yuan, J.-R. Chen, L.-Q. Lu, 

W.-J. Xiao, Chem. Asian J. 2013, 8, 10901094; d) A. J. Musacchio, L. 

Q. Nguyen, G. H. Beard, R. R. Knowles, J. Am. Chem. Soc. 2014, 136, 

1221712220; e) C. Martínez, K. Muñiz, Angew. Chem. Int. Ed. 2015, 

54, 82878291; f) K. Miyazawa, T. Koike, M. Akita, Chem. Eur. J. 2015, 

21, 1167711680; g) G. Pandey, R. Laha, Angew. Chem. Int. Ed. 2015, 

54, 1487514879; h) A. C. Brueckner, E. N. Hancock, E. J. Anders, M. 

M. Tierney, H. R. Morgan, K. A. Scott, A. A. Lamar, Org. Biomol. Chem. 

2016, 14, 43874392; i) C. Q. O’Broin, P. Fernández, C. Martínez, K. 

Muñiz, Org. Lett. 2016, 18, 436439; j) L. Song, S. Luo, J.-P. Cheng, 

Org. Chem. Front. 2016, 3, 447452; k) J. Davies, S. G. Booth, S. 

Essafi, R. W. A. Dryfe, D. Leonori, Angew. Chem. Int. Ed. 2015, 54, 

1401714021. 

[18] For selected reviews, see: a) J. Xuan, W.-J. Xiao, Angew. Chem. Int. 

Ed. 2012, 51, 68286838; b) C. K. Prier, D. A. Rankic, D. W. C. 

MacMillan, Chem. Rev. 2013, 113, 53225363; c) D. M. Schultz, T. P. 

Yoon, Science 2014, 343; d) R. A. Angnes, Z. Li, C. R. D. Correia, G. B. 

Hammond, Org. Biomol. Chem. 2015, 13, 91529167; e) J. W. Beatty, 

C. R. J. Stephenson, Acc. Chem. Res. 2015, 48, 14741484; f) X. Lang, 

J. Zhao, X. Chen, Chem. Soc. Rev. 2016, 45, 30263038; g) N. A. 

Romero, D. A. Nicewicz, Chem. Rev. 2016, DOI: 

10.1021/acs.chemrev.6b00057; h) K. L. Skubi, T. R. Blum, T. P. Yoon, 

Chem. Rev. 2016, DOI: 10.1021/acs.chemrev.6b00018.  

[19] a) H. Egami, T. Ide, Y. Kawato, Y. Hamashima, Chem. Commun. 2015, 

51, 1667516678; b) Y. Gao, G. Lu, P. Zhang, L. Zhang, G. Tang, Y. 

Zhao, Org. Lett. 2016, 18, 12421245. 

[20] a) B. C. Challis, J. N. Iley, J. Chem. Soc. Perkin Trans. 2 1985, 

699703; b) C. Pastoriza, J. M. Antelo, J. Crugeiras, J. Phys. Org. 

Chem. 2013, 26, 551559; c) J. P. K. Dzandzi, D. R. Beckford Vera, A. 

R. Genady, S. A. Albu, L. J. Eltringham-Smith, A. Capretta, W. P. 

Sheffield, J. F. Valliant, J. Org. Chem. 2015, 80, 71177125. 

 



Chemistry - A European Journal 10.1002/chem.201604014

 

This article is protected by copyright. All rights reserved 

 

A
c
c
e

p
te

d
 M

a
n

u
s
c
ri
p

t 

COMMUNICATION          

 

 

 

 

 

Entry for the Table of Contents (Please choose one layout) 

 

 

Layout 2: 

COMMUNICATION 

A direct oxidative C−H amidation of heteroarenes with sulfonamdes via nitrogen-

centered radical under photoredox catalysis has been achieved. 

 

 
Kun Tong, Xiaodong Liu, Yan Zhang * 

and Shouyun Yu * 

Page No. – Page No. 

Visible-Light-Induced Direct Oxidative 

C−H Amidation of Heteroarenes with 

Sulfonamides 

 

 

 

 

 

 


