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Montmorillonite K10: An Efficient Catalyst
for Solvent-Free Synthesis

of 1,5-Benzodiazepine Derivatives

Li-Tao An, Fei-Qing Ding, Jian-Ping Zou, and Xiao-Hua Lu

Key Laboratory of Organic Synthesis of Jiangsu Province, College of

Chemistry and Chemical Engineering, Suzhou University, Suzhou,

Jiangsu, China

Abstract: 2,3-Dihydro-1H-1,5-benzodiazepines have been synthesized under solvent-

free conditions in good yields from o-phenylenediamine and ketones catalyzed by

montmorillonite K10. This method has advantages of mild reaction conditions,

simple operation, and environmental friendliness.

Keywords: 1,5-Benzodiazepine, montmorillonite K10, neat reaction, solid acid,

solvent-free reaction

INTRODUCTION

1,5-Benzodiazepine derivatives have received significant attention because of

their accessibility, easy functionalization, and potential pharmacological prop-

erties including anti-inflammatory, antianxiety, anticonvulsant, and hypnotic

activities.[1] It represents a “privileged scaffold” found in compounds active

against a variety of target types including peptide hormones,[2a] interleukin

converting enzymes,[2b] and inhibitors of mitochondrial F1F0 adenosine tri-

phosphate (ATP) hydrolase.[2c] More recently, the area of biological interest

in 1,5-benzodiazepines has been extended to various diseases such as
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cancer,[3a] viral infection,[3b] and cardiovascular disorders.[3c,d] These deriva-

tives are also used as dyes for acrylic fibers in the photography industry.[4]

Because of their wide range of pharmacological activity and industrial and

synthetic applications, the synthesis of 1,5-benzodiazepines has received

increasing attention. Usually, they are prepared from the condensation of

o-phenylenediamines with a,b-unsaturated carbonyl compounds, b-haloke-

tones, or ketones catalyzed by BF3-OEt2,
[5] polyphosphoric acid,[6] CeCl3-

NaI/SiO2,
[7] I2,

[8] ZnCl2,
[9] SmI2,

[10] YbCl3,
[11] and cerium ammonium

nitrate (CAN).[12] However, many of them suffer from the drawbacks such

as high temperature, drastic conditions, relatively expensive reagents, and

nonenvironmental friendliness except for some methods,[13] so there is

scope to explore a new, mild, efficient, and green procedure for the

synthesis of 1,5-benzodiazepines. We report here a solvent-free and facile

method for the synthesis of 1,5-benzodiazepines in the presence of montmor-

illonite K10 at room temperature.

Recently, considerable attention has been devoted to heterogeneous

organic transformations utilizing inorganic solid acids.[14a,b] The most

obvious merit of heterogeneous catalysis is reducing the use of organic

solvent.[14c] Meanwhile, organic synthesis under solvent-free conditions is

of great interest in view of growing environmental awareness.[14d,e] Clay is

a class of inorganic solid acids, which are cheap and have special catalytic

activities for organic reactions under heterogeneous reaction conditions.[15a,b]

Montmorillonite K10 is one of the most important inorganic solid acids, which

has been extensively reported to promote acid-dependent reactions[15c– f] and

as carrier of catalyst.[16] However, to our knowledge, there is no report on the

synthesis of 1,5-benzodiazepines catalyzed by montmorillonite K10.

RESULTS AND DISCUSSION

At the initial step, o-phenylenediamine (1.0 mmol), acetone (2.5 mmol), and

montmorillonite K10 (0.30 g) were mixed at ambient temperature; the corre-

sponding 1,5-benzodiazepine was produced in good yield in 6 h (Scheme 1)

without any by-product detected by thin-layer chromatography (TLC)

analysis. Encouraged by the result, the reaction was extended to other

ketones (Scheme 2), and the expected 1,5-benzodiazepines were obtained in

good to excellent yields (Table 1). As shown in Table 1, the acetophenones

Scheme 1.
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gave good yields (83–90%), whereas 3-pentanone and cyclohexanone gave

moderate yields (75% and 64%, respectively). The structures of all products

were confirmed by comparison of their spectral data and the literature

reported. Furthermore, X-ray analysis of compound 3c was carried out

(Fig. 1). From the packing diagram, it is obvious that there is a hydrogen

bond -N-H. . .N- between molecules, which formed a chain in the cell unit.

To our knowledge, this is the first report of the single-crystal structure of 3c.

In conclusion, we have developed a practical, clean procedure for the

synthesis of 2,3-dihydro-1H-1,5-benzodiazepines at room temperature in the

presence of montmorillonite K10. The advantages of the present protocol

are mild conditions and easy workup. Furthermore, the catalyst is environmen-

tally friendly and inexpensive.

EXPERIMENTAL

Melting points are uncorrected. 1H NMR and 13C NMR spectra were recorded

on a Varian Inova-400 spectrometer, and trimethyl silane (TMS) was used as

internal standard. Mass spectra were taken on a Micromass spectrometer.

Elemental analyses were carried out on a Carlo Erba EA 1110-CHNOS

instrument.

General Procedure for the Synthesis of 1,5-Benzodiazepine

Acetone (0.15 g, 2.5 mmol) was added to a mixture of phenylenediamine

(0.11 g, 1.0 mmol) and montmorillonite K10 (0.30 g). They stood still for

the appropriate time. When the reaction was complete (monitored by TLC,

ethyl acetate–petroleum ether (1:4, v/v) as eluent), 5 mL of acetone was

added and filtered; the filtrate was evaporated to dryness. The residue was

subjected to column chromatography over silica gel using petroleum ether–

acetone (4:1) as eluent to afford pure 3b (0.17 g). The recovered catalyst

was washed by acetone (3 � 5 mL), activated by keeping in the oven for

2 h at 120 8C, and directly used in the next experiments.

Scheme 2. 3a, R1 ¼ C6H5, R2 ¼ H; 3b, R1 ¼ CH3, R2 ¼ H; 3c, R1 ¼ p-Cl-C6H4,

R2 ¼ H; 3d, R1 ¼ p-NO2-C6H4, R2 ¼ H; 3e, R1 ¼ p-CH3-C6H4, R2 ¼ H; 3f,

R1 ¼ m-NO2-C6H4; 3g, R1 ¼ CH3CH2, R2 ¼ H; and 3h, R1þ R2 ¼ C4H8.
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Table 1. Synthesis of 1,5-benzodiazepines catalyzed by K10

Entry Ketone Product Number

Time

(h)

Yielda

(%)

1 3a 24 90

2 3b 6 90

3 3c 24 87

4 3d 24 85

5 3e 24 90

6 3f 24 83

7 3g 24 75

(continued )

L.-T. An et al.1262

D
ow

nl
oa

de
d 

by
 [

U
ni

ve
rs

ity
 o

f 
W

es
t F

lo
ri

da
] 

at
 0

2:
45

 1
1 

O
ct

ob
er

 2
01

4 



Spectral Data of Products

2,2-Dimethyl-4-phenyl-2,3-dihydro-1H-1,5-benzodiazepine (3a): Mp 150–

152 8C (lit.[9] 150–152 8C). 1H NMR (CDCl3, 400 MHz): d 6.83–7.60

(m, 14H, ArH), 3.52 (s, 1H, NH), 2.96–3.15 (d, 2H, J ¼ 13.2 Hz), 1.76

(s, 3H, CH3).
13C NMR (CDCl3, 100 MHz): d 168.2 (C55N), 148.0, 140.5,

139.9, 130.2, 128.8, 128.5, 127.5, 126.7, 125.9, 122.1, 121.9, 74.2, 43.5, 30.3.

2,2,4-Trimethyl-2,3-dihydro-1H-1,5-benzodiazepine (3b):Mp 136–138 8C
(lit.[9] 137–138 8C). 1H NMR (CDCl3, 400 MHz): d 7.12–7.14 (m, 1H, ArH),

6.96–7.01 (m, 2H, ArH), 6.72–6.74 (m, 1H, ArH), 2.97 (s, 1H, NH), 2.37

(s, 3H, CH3), 2.22 (s, 2H, CH2), 1.34 (s, 6H, 2CH3).
13C NMR (CDCl3,

100 MHz): d 173.1 (C55N), 141.1, 138.3, 127.1, 125.9, 122.5, 122.2, 68.9,

45.4, 30.8, 30.2.

4-(4-Chlorophenyl)-2,2-dimethyl-2,3-dihydro-1H-1,5-benzodiazepine (3c):

Mp 147–149 8C (lit.[17] 143–144 8C). 1HNMR (CDCl3, 400 MHz): d 6.84–7.53

Figure 1. X-ray analysis of compound 3c.

Table 1. Continued

Entry Ketone Product Number

Time

(h)

Yielda

(%)

8 3h 10 64

aIsolated yield.
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(m, 12H, ArH), 3.43 (s, 1H, NH), 2.87–3.09 (dd, 2H, J1 ¼ 12 Hz, J2 ¼ 12.8 Hz),

1.74 (s, 3H, CH3).

2,2-Dimethyl-4-(4-nitrophenyl)-2,3-dihydro-1H-1,5-benzodiazepine (3d):

Mp 154–155 8C (lit.[12] 156–158 8C). 1H NMR (CDCl3, 400 MHz): d

6.90–8.08 (m, 12H, ArH), 3.64 (s, 1H, NH), 2.99–3.32 (m, 2H, CH2), 1.85

(s, 3H, CH3). C22H18N4O4 (402.13) calcd.: C, 65.66; H, 4.51; N, 13.92.

Found: C, 65.37; H, 4.47; N, 14.01.

2,2-Dimethyl-4-p-tolyl-2,3-dihydro-1H-1,5-benzodiazepine (3e): Mp 99–

101 8C (lit.[12] 98–99 8C). 1H NMR (CDCl3, 400 MHz): d 6.81–7.59

(m, 12H, ArH), 3.52 (s, 1H, NH), 2.96–3.11 (m, 2H, CH2), 2.34 (s, 3H,

CH3), 2.31 (s, 3H, CH3), 1.74 (s, 3H, CH3).
13C NMR (CDCl3, 100 MHz):

d 168.1 (C55N), 145.5, 140.8, 140.5, 138.7, 137.4, 137.2, 129.5, 129.3,

129.0, 127.6, 126.6, 125.7, 122.1, 122.0, 73.9, 43.3, 30.3, 21.8, 21.4.

2,2-Dimethyl-4-(3-nitrophenyl)-2,3-dihydro-1H-1,5-benzodiazepine (3f):
Mp 164–166 8C (lit.[17] 151–153 8C). 1H NMR (CDCl3, 400 MHz): d

6.92–8.48 (m, 12H, ArH), 3.56 (s, 1H, NH), 2.99–3.28 (m, 2H, CH2), 1.87

(s, 3H, CH3).
13C NMR (CDCl3, 100 MHz): d 164.6 (C55N), 149.6, 148.7,

141.0, 139.8, 137.6, 133.0, 132.4, 130.0, 129.7, 129.4, 127.9, 124.9, 122.9,

122.7, 122.0, 121.3, 104.0, 74.6, 43.3, 37.6, 30.4. HRMS (m/z): calcd. for
C22H18N4O4 402.1328; found 402.1295.

2,2,4-Triethyl-3-methyl-2,3-dihydro-1H-1,5-benzodiazepine (3g): Mp

140–141 8C (lit.[8b] 142–144 8C). 1H NMR (CDCl3, 400 MHz): d 6.59–

7.34 (m, 4H, ArH), 3.85 (s, 1H, NH), 2.81–2.83 (m, 1H), 2.49–2.57

(m, 2H), 1.52–1.56 (m, 2H), 1.20–1.37 (m, 4H), 0.68–0.96 (m, 10H).

10-Spirocyclohexane-2,3,4,10,11,11a-hexahydro-1H-dibenzo[b,e][1,4]

diazepine (3h): Mp 134–136 8C. (lit.[8b] 137–139 8C). 1H NMR (CDCl3,

400 MHz): d 6.99–7.33 (m, 4H, ArH), 3.80 (br, 1H, NH), 2.87–3.24

(m, 3H), 1.55–2.75 (m, 16H). HRMS (m/z): calcd. C18H24N2 268.1939,

found 268.1929.

Crystallographic Data for 3c

Crystals from acetone-petroleum, C22H18Cl2N2,Mr ¼ 381.28, monoclinic, space

group P21/c, a ¼ 14.095(3), b ¼ 9.9845(15), c ¼ 14.859(3) Å, b ¼ 116.728(3)8,
V ¼ 1867.7(6) Å3, Z ¼ 4, Dc ¼ 1.356 g cm23, m(MoKa) ¼ 0.355 mm21.

F(000) ¼ 792, T ¼ 213(2) K, crystal dimensions: 0.48 � 0.38 � 0.20 mm3,

Rigaku Mercury CCD, MoKa radiation, l ¼ 0.71070 Å, umax ¼ 25.358, 17639
measured reflections: 3404 unique, 3103 with I . 2s(I). The final refinement

converged to R ¼ 0.0432 and wR ¼ 0.0940. X-ray data has been deposited at

the Cambridge Crystallographic Data Center, deposition number CCDC

621740. Copies of the data can be obtained free of charge on application to

L.-T. An et al.1264
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CCDC, 12 Union Road, Cambridge CB2 1EZ, UK (fax: (þ44) 1223-336-033;

e-mail: deposit@ccdc.cam.ac.uk).

ACKNOWLEDGMENTS

We thank the Key Laboratory of Organic Synthesis of Jiangsu Province and

Suzhou Scientific Committee for financial support (JSK016 and SG 0219).

REFERENCES

1. (a) Schutz, H. Benzodiazepines; Springer Verlag: Heidelberg, Germany, 1982;
(b) Landquist, J. K. In Comprehensive Heterocyclic Chemistry;
Katritzky, A. R. and Rees, C. W. (Eds); Pergamon: Oxford 1984; Vol. 1, p. 116.

2. (a) Werner, W.; Baumgart, J.; Burckhardt, G.; Fleck, W. F.; Geller, K.;
Gutsche, W.; Hanschmann, H.; Messerschmidt, A.; Roemer, W. Physiochemical
characterization of substituted chromeno-[4,3-b][1,5]benzodiazepine stereoi-
somers designed as cell membrane active antitumor agents. Biophys. Chem.
1990, 35, 271–285; (b) Herpin, T. F.; Van Kirk, K. G.; Salvino, J. M.;
Yu, S. T.; Labaudinière, R. F. Synthesis of a 10,000-member 1,5-benzo-
diazepine-2-one library by the directed sorting method. J. Comb. Chem. 2000, 5,
513–521; (c) Hamann, L. G.; Ding, C. Z.; Miller, A. V.; Madsen, C. S.;
Wang, P.; Stein, P. D.; Pudzianowski, A. T.; Green, D. W.; Monshizadegan, H.;
Atwal, K. S. Benzodiazepine-based selective inhibitors of mitochondrial F1F0
ATP hydrolase. Bioorg. Med. Chem. Lett. 2004, 14, 1031–1034.

3. (a) Atwal, K. S.; Bergey, J. L.; Hedberg, A.; Moreland, S. Synthesis and biological
activity of novel calcium channel blockers: 2,5-Dihydro-4-methyl-2-phenyl-1,5-
benzothiazepine-3-carboxylic acid esters and 2,5-dihydro-4-methyl-2-phenyl-
1,5-benzodiazepine-3-carboxylic acid esters. J. Med. Chem. 1987, 30, 635–640;
(b) Merluzzi, V.; Hargrave, K. D.; Labadia, M.; Grozinger, K.; Skoog, M.;
Wu, J. C.; Shih, C. K.; Eckner, K.; Hattox, S.; Adams, J.; Rosenthal, A. S.;
Faanes, R.; Eckner, R. J.; Koup, R. A.; Sullivan, J. L. Inhibition of HIV-1 replica-
tion by a nonnucleoside reverse transcriptase inhibitor. Science 1990, 250,
1411–1413; (c) Di Braccio, M.; Grossi, G.; Roma, G.; Vargiu, L.; Mura, M.;
Marongiu, M. E. 1,5-Benzodiazepines, part XII: synthesis and biological evalu-
ation of tricyclic and tetracyclic 1,5-benzodiazepine derivatives as nevirapine
analogues. Eur. J. Med. Chem. 2001, 36, 935–949; (d) Tranquillini, M. E.;
Cassara, P. G.; Corsi, M.; Curotto, G.; Donati, D.; Finizia, G.; Pentassuglia, G.;
Polinelli, S.; Tarzia, G.; Ursini, A.; Van Amsterdam, F. T. M. Novel 1,5-benzo-
diazepines as CCK-b ligands: effect of arylcarbamic substituents at the C-3
position together with halogen substitution on the benzo-fused ring. Arch.
Pharm. 1997, 330, 353–357.

4. Haris, R. C.; Straley, J. M. Cationic polymethine dyes for acrylic fibers. US Patent
1537757, 1968; Chem. Abstr. 1970, 73, 100054w.

5. Herbert, J. A. L.; Suschitzky, H. Synthesis of heterocyclic compounds, part XXIX:
substituted 2,3-dihydro-1H-1,5-benzodiazepines. J. Chem. Soc., Perkin Trans. 1
1974, 2657–2661.

Montmorillonite K10 1265

D
ow

nl
oa

de
d 

by
 [

U
ni

ve
rs

ity
 o

f 
W

es
t F

lo
ri

da
] 

at
 0

2:
45

 1
1 

O
ct

ob
er

 2
01

4 



6. Jung, D. I.; Choi, T. W.; Kim, Y. Y.; Kim, I. S.; Park, Y. M.; Lee, Y. G.;

Jung, D. H. Synthesis of 1,5-benzodiazepine derivatives. Synth. Commun. 1999,
29, 1941–1951.

7. Sabitha, G.; Reddy, G. S. K. K.; Reddy, K. B.; Reddy, N. M.; Yadav, J. S. A new

efficient and environmentally benign protocol for the synthesis of 1,5-benzo-

diazepines using cerium(III) chloride/sodium iodide supported on silica gel.

Adv. Synth. Catal. 2004, 346, 921–923.
8. (a) Bandgar, B. P.; Bettigeri, S. V.; Joshi, N. S. Molecular iodine catalyzed highly

rapid synthesis of 1,5-benzodiazepine derivatives under mild conditions. Synth.

Commun. 2004, 34, 1447–1453; (b) Chen, W. Y.; Lu, J. Molecular-iodine-

catalyzed one-pot synthesis of 1,5-benzodiazepine derivatives under solvent-free

conditions. Synlett 2005, 8, 1337–1339.
9. Pasha, M. A.; Jayashankara, V. P. Synthesis of 1,5-benzodiazepine derivatives

catalyzed by zinc chloride. Heterocycles 2006, 68, 1017–1023.

10. Luo, Y. Q.; Xu, F.; Han, X. Y.; Shen, Q. Samarium diiodide catalyzed synthesis of

2,3-dihydro-1H-benzo[b][1,4]-diazepine derivatives. Chin. J. Chem. 2005, 23,

1417–1420.

11. Wu, J. T.; Xu, F.; Zhou, Z. Q.; Shen, Q. Efficient synthesis of 1,5-benzodiazepine

derivatives by ytterbium trichloride-catalyzed condensation of o-phenylenedia-

mine and ketones. Synth. Commun. 2006, 36, 457–464.
12. Varala, R.; Enugala, R.; Nuvula, S.; Adapa, S. R. Ceric ammonium nitrate (CAN)–

promoted efficient synthesis of 1,5-benzodiazepine derivatives. Synlett 2006, 7,

1009–1014.

13. (a) Reddy, B. M.; Sreekanth, P. M. An efficient synthesis of 1,5-benzodiazepine

derivatives catalyzed by a solid superacid sulfated zirconia. Tetrahedron Lett.

2003, 44, 4447–4449; (b) Yadav, J. S.; Reddy, B. V. S.; Praveenkumar, S.;

Nagaiah, K.; Lingaiah, N.; Saiprasad, P. S. Ag3PW12O4: A novel and recyclable

heteropoly acid for the synthesis of 1,5-benzodiazepines under solvent-free con-

ditions. Synthesis 2004, 6, 901–904; (c) Sivamurugan, V.; Deepa, K.;

Palanichamy, M.; Murugesan, V. [(L)Proline]2Zn-catalyzed synthesis of 1,5-

benzodiazepine derivatives under solvent-free condition. Synth. Commun. 2004,

34, 3833–3846; (d) De, S. K.; Gibbs, R. A. Scandium(III) triflate as an efficient

and reusable catalyst for synthesis of 1,5-benzodiazepine derivatives. Tetrahedron

Lett. 2005, 46, 1811–1813; (e) Du, Y.; Tian, F.; Zhao, W. [BPy]HSO4 acidic ionic

liquid as a novel efficient, and environmentally benign catalyst for synthesis of 1,5-

benzodiazepines under mild conditions. Synth. Commun. 2006, 36, 1661–1669;

(f) Jarikote, D. V.; Siddiqui, S. A.; Rajagopal, R.; Daniel, T.; Lahoti, R. J.;

Srinivasan, K. V. Room temperature ionic liquid–promoted synthesis of 1,5-

benzodiazepine derivatives under ambient conditions. Tetrahedron Lett. 2003,

44, 1835–1838; (g) Yadav, J. S.; Reddy, B. V. S.; Eshwaraian, B.;

Anuradha, K. Amberlyst-15: A novel and recyclable reagent for the synthesis of

1,5-benzodiazepines in ionic liquids. Green Chem. 2002, 4, 592–594.

14. (a) Clark, J. H. Solid acids for green chemistry. Acc. Chem. Res. 2002, 35,
791–797; (b) Clark, J. H. Catalysis of Organic Reactions by Supported

Inorganic Reagents; VCH: New York, 1994; (c) Dyson, P. J.; Tavener, S. J.;

Adams, D. J. Chemistry in Alternative Reaction Media; John Wiley and Sons:

Guildford, 2004; (d) Tanaka, K.; Toda, F. Solvent-free organic synthesis. Chem.

Rev. 2000, 100, 1025–1074; (e) Gareth, W. W. C.; Colin, L. R.; Janet, L. S.

Recent advances in solventless organic reaction towards benign synthesis with

remarkable versatility. Chem. Commun. 2001, 2159–2169.

L.-T. An et al.1266

D
ow

nl
oa

de
d 

by
 [

U
ni

ve
rs

ity
 o

f 
W

es
t F

lo
ri

da
] 

at
 0

2:
45

 1
1 

O
ct

ob
er

 2
01

4 



15. (a) Balogh, M.; Laszlo, P. Organic Chemistry using Clays; Springer: Berliln, 1993;
(b) Varma, R. S. Clay and clay-supported reagents in organic synthesis. Tetrahedron
2002, 58, 1235–1255; (c) Chauhan, S.; Kumar, A.; Srinivas, K. A. Beta-polynitration
of 5,10,15,20-tetrakis (20,60-dichloro-phenyl) porphyrinswithHNO3 andCu(NO3)2 on
clay using microwave irradiation. Synth. Commun. 2004, 34, 2673–2680;
(d) Azizian, J.; Karimi, A. R.; Kazemizadeh, Z.; Mohammadi, A. A.;
Mohammadizadeh, M. R. A synthetic route to 11-(1H-pyrrol-1-yl)-11H-indeno[1,2-
b] quinoxaline derivatives exploiting a three-component coupling strategy under
microwave irradiation. Tetrahedron Lett. 2005, 46, 6155–6157; (e) Shaabani, A.;
Teimouri,M.B.; Samadi, S.; Soleimani,K.Microwave-assisted three-component con-
densation on montmorillonite K10: Solvent-free synthesis of furopyrimidines, furo-
coumarins, and furopyranones. Synth. Commun. 2005, 35, 535–541;
(f) Crisostomo, F. R. P.; Carrillo, R.; Martin, T.; Martin, V. S. Montmorillonite
K-10 as amild acid for theNicholas reaction. Tetrahedron Lett. 2005, 46, 2829–2832.

16. (a) Shinde, A. B.; Shrigadi, N. B.; Samant, S. D. t-Butylation of phenols using
t-butyl alcohol in the presence of FeCl3-modified montmorillonite K10. Appl.
Catal. A—Gen. 2004, 276, 5–8; (b) Kameyama, H.; Narumi, F.; Hattori, T.;
Kameyama, H. Oxidation of cyclohexene with molecular oxygen catalyzed by
cobalt porphyrin complexes immobilized on montmorillonite. J. Mol. Catal. A—
Chem. 2006, 258 (1–2), 172–177.

17. Orlov, V. D.; Desenko, S. M.; Kolos, N. N. Conformational analysis of aromatic
derivatives of 2,3-dihydro-1H-1,5-benzodiazepine. Chem. Heterocycl. Compd.
1984, 20, 106–111.

Montmorillonite K10 1267

D
ow

nl
oa

de
d 

by
 [

U
ni

ve
rs

ity
 o

f 
W

es
t F

lo
ri

da
] 

at
 0

2:
45

 1
1 

O
ct

ob
er

 2
01

4 


