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Abstract:

 With the advancement from natural pyrethrins to synthetic pyrethroids, their applications have expanded from household insecticides for indoor use against sanitary pests to outdoor use for agriculture, forestry, animal health, termite control, and many other pest situations. However, high fish toxicity and development of pyrethroid resistance in some pests have been cited as common shortcomings of pyrethroids. To overcome these pyrethroid problems such as high fish toxicity, Katsuda and fellow scientists invented silafluofen by introducing a silicone atom into the pyrethroidal chemical structure in 1984. In addition to the high insecticidal activity and low mammalian toxicity, this compound features low fish toxicity, chemical stability under sunlight, in the soil and under alkaline environments. These features make silafluofen unique among pyrethroids. In Japan, silafluofen has been used as an agricultural insecticide for 15 years since 1995 for various plants, especially useful for paddy rice protection because of its low fish toxicity. Over the last 20 years, silafluofen-based termiticides including emulsifiable concentrate (EC) and oil formulations have been widely used in Japan for soil treatment and timber treatments. Additional silafluofen product lines include anti-termitic plastic sheets which are laid under buildings. In this paper, literature on the development of silafluofen and its use in Japan are reviewed. On the other hand, in Thailand, we proceeded with development works of silafluofen-based termiticides from 2005 by starting laboratory efficacy tests and field efficacy tests in Phuket. Both laboratory and field tests showed good efficacy as a soil termiticide, suggesting that the material will perform well for commercial use in high biological hazard environments such as Thailand and can be used in environments close to water where fish toxicity might be a concern with other pyrethroids.
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1. Introduction: Development of Silafluofen

Natural pyrethrins derived from pyrethrum contain six insecticidal ingredients. Each ingredient is endowed with high selective toxicity, due in part to its excellent insecticidal potency against insects in a small amount and high level of safety to mammals. Because of their potency and safety, pyrethrins [1] have been used for more than 100 years over the world as household insecticides. However, due to their instability to heat, light, and oxygen, there were restrictions in their use in outdoor environments. Since the chemical structures of six insecticidal ingredients of pyrethrins were elucidated in 1958, various structural modifications have been carried out by many countries, leading to the discovery and invention of a variety of synthetic pyrethroids. Initially the pyrethroids such as allethrin [2], phthalthrin [3], furamethrin [4], and phenothrin [5] were obtained mainly by modifications of the alcohol moiety group. These molecular modifications still retained the characteristics of pyrethrins and have been used as household insecticides. Subsequent modifications on the acid moiety created a number of photostable synthetic pyrethroids with improved residual activity that include permethrin [6], deltamethrin [6], fenvalerate [7], fluvalinate [8,9] and bifenthrin [10]. As a result, synthetic pyrethroids are now used in outdoor situations that include agriculture, forestry, animal health, and termite control. Unfortunately, there have been some problems when using pyrethroid compounds as agrochemicals and termiticides due in part to high fish toxicity and chemical instability in the alkaline soils. In addition, there are reports on the emergence of pyrethroid resistance to some pests [11,12].

To overcome these environmental problems with pyrethroids, additional structural modifications were made that led to the invention of silafluofen (Figure 1) in 1984 [13-16]. The unique feature of silafluofen includes the introduction of a silicone atom into the pyrethroidal chemical structure. This new and novel compound is quite different in structure from the prototype pyrethrins. It is certain, however, that the idea of sila-substitution in pyrethroids emerged in the course of pyrethroid development. Interestingly, the findings on silafluofen were independently published almost at the same time in Japan (1984 in terms of patent application), Germany (1985) [17] and USA (1986) [18]. The mode of action for silafluofen involves its actions on the neuroaxonal sodium channels: it is still considered to be a pyrethroid [19]. While pyrethroids are considered a contact poison, silafluofen is noticeably different and acts both as contact and stomach poisons. In Japan, fish toxicity is classified into the following three classes based on the LC50 values for carp: A rank (>10 ppm), B rank (0.5–10 ppm), and C rank (<0.5 ppm). Generally, pyrethroids including bifenthrin are considered highly toxic to fish and belong to C rank except for etofenprox and cycloprothrin that both belong to B rank group. In contrast, silafluofen is the only synthetic pyrethroid in A rank, because of its low toxicity to fish. The unique safety of silafluofen is considered a favorable characteristic and makes it highly valued in its use. Unlike other pyrethroids, such as bifenthrin, which are ester compounds and decompose easily under alkaline conditions, silafluofen is chemically stable. The linkage between carbon and silicon atoms stabilizes silafluofen when applied to alkaline soils. For example, a stability test of test compounds with mortar (pH of water-extract: 12.8) revealed that silafluofen gave a remarkably high recovery rate of more than 90% at 50 °C after 4 week storage whereas bifenthrin almost decomposed within one week [16]. In summary, silafluofen superiority over pyrethroids includes its patent insecticidal activity, low mammalian toxicity described below [20], low fish toxicity [20], mode of action that includes both contact and stomach poisons, and chemical stability in the alkaline soil. The latter three characteristics are very different from those of conventional pyrethroids.

Figure 1. Chemical structure of silafluofen.
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Typical toxicological data of silafluofen:


	Acute oral toxicity for rat (LD50): >5,000 mg/kg (♂,♀);


	Acute dermal toxicity for rat (LD50): >5,000 mg/kg (♂,♀);


	Acute inhalation toxicity for rat (LC50): >6,610 mg/m3 (♂,♀);


	Eye irritation for rabbit: minimally irritating;


	Skin irritation for rabbit: non irritant;


	Sensitization for guinea pig: negative;


	Fish toxicity for carp (LC50 after 48 hours): >100 ppm.






2. Practical Uses of Silafluofen-Based Termiticides in Japan

Dainihon Jochugiku and Hoechst in 1988 jointly started developing silafluofen for agricultural use in Japan. After silafluofen received registration as an agrochemical pesticide in 1995, its first agricultural uses included rice paddies, fruit trees, tea trees, and turf Its registration was especially useful in rice paddies because of its low toxicity to fish. Independently during the same period, Dainihon Jochugiku proceeded with the development of silafluofen's non-agricultural uses including termiticides. In Japan, the marketing of silafluofen-based termiticides (Table 1) started in 1991 when emulsifiable concentrates (EC) and oil formulations were applied for soil treatment and timber treatment respectively. Presently EC formulations for timber treatment are widely used. A more recent use (1998) and product line for silafluofen includes its use as anti-termitic plastic sheets impregnated with silafluofen and plastic resin. These sheets are installed under newly-built homes to prevent ingress of termites from the ground. Typical treatment scenes are illustrated in Figure 2. After 20 years, silafluofen continues to be a widely used and successful termiticide product with an excellent reputation in providing effective termite control.

Figure 2. Treatment scenes.
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Table 1. Silafluofen-based termiticides in Japan.


	Kind of Treatment
	Soil Treatment
	Timber Treatment
	Anti-Termitic Sheet





	Termiticidal ingredient
	Silafluofen 15.0% (w/w)
	Silafluofen 3.0% (w/w) with fungicidal ingredient
	Silafluofen ≥0.05% (w/w)



	Use method Application rate
	Dilute the EC 1 (1 kg) with water (99 L) and spray on the soil (final conc.: 0.15%) 3 L/m2 (soil)
	Dilute the EC 1 (1 kg) with water (19 L) and spray or paint on the timber (final conc.: 0.15%) 0.3 L/m2 (timber)
	Lay the sheet on the soil



	Start of marketing
	From 1991
	From 1992
	From 1998





1EC: emulsifiable concentrate.






3. Efficacy Tests of Silafluofen-Based Termiticides in Thailand


3.1. Silafluofen EC Formulation

In accordance with the above EC formulation, this product contains silafluofen 15.0% (w/w) as termiticidal ingredient. The EC is diluted with water, and the dilution is sprayed on the soil or timber at concentrations of 0.10% and 0.15% as silafluofen. Application rates are 5 L/m2 for the soil treatment and 0.3 L/m2 on the timber treatment, respectively.

In 2008, the silafluofen EC formulation was applied for the Food and Drug Administration (FDA) registration in Thailand, and it was approved in February of 2010.



3.2. Laboratory Efficacy Tests


3.2.1. Test Methods

Standard Laboratory Efficacy Test in Thailand (see Figure 3) was performed as described previously [21].

Figure 3. Standard laboratory efficacy test method in Thailand.
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3.2.2. Test Results

Test results are shown in Table 2.


Table 2. Test results of laboratory efficacy tests in Thailand.



	
Test Termiticide

	
Mortality of Termites Days after Treatment (%)




	
1 d

	
3 d

	
5 d

	
7 d

	
10 d

	
14 d

	
30 d

	
60 d






	
Silafluofen 0.10%

	
0

	
5

	
10

	
50

	
60

	
100

	
100

	
100




	
Silafluofen 0.15%

	
5

	
20

	
40

	
100

	
100

	
100

	
100

	
100




	
Control

	
0

	
0

	
0

	
10

	
10

	
20

	
50

	
80









Mortality of termites reached 100% within 2 weeks with no or slightly wood weight loss of wood piece at silafluofen plots treated with concentrations of 0.10% and 0.15% as active ingredient.




3.3. Field Efficacy Tests


3.3.1. Test Methods

From November of 2005, field efficacy tests were conducted in four replicates in Phuket Province of Thailand according to Standard Method of Royal Forest Department (Modified Ground Board Test) [22]. This includes the following test procedures as shown in Figure 4:

Figure 4. Modified ground board test method in Thailand.
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	Install a test plot (1 × 1 × 0.2 m) with concrete blocks;


	Fill the installed concrete plot with river sand. Compact by using construction tools;


	Dilute the test termiticide to required concentrations;


	Evenly spray the dilution on the surface of the soil, 5 L per 1 plot;


	Put PVC sheet on the surface of the treated soil;


	Pour concrete (8 cm thick) on PVC sheet leaving only a hole (Φ: 10 cm) around the PVC pipe (Φ: 10 cm; H: 10 cm) in the middle of the ditch;


	Cut out the PVC sheet inside the PVC pipe;


	Put one wooden bait (5 × 5 × 2.5 cm) inside the PVC pipe;


	Cover the pipe.






3.3.2. Test Results

To evaluate test termiticides, wooden baits on the treated soil were observed for termite damage in comparison with those on the untreated (Control) soil every year after the test installation. Recent test results are shown in Table 3.


Table 3. Test results of field efficacy tests in Thailand



	
Test Termiticide

	
After 3 Years

	
After 5 Years




	
Termite Damage(%)

	
Mean ±

SD (%)

	
Termite Damage (%)

	
Mean ±

SD (%)




	
1

	
2

	
3

	
4

	
1

	
2

	
3

	
4






	
Silafluofen 0.10%

	
0

	
0

	
0

	
0

	
0 ± 0

	
5

	
0

	
0

	
0

	
1.3 ± 2.5




	
Silafluofen 0.15%

	
0

	
5

	
5

	
0

	
2.5 ± 2.9

	
0

	
0

	
0

	
0

	
0 ± 0




	
Control

	
100

	
10

	
10

	
100

	
55 ± 52

	
100

	
80

	
90

	
100

	
92.5 ± 9.6









Silafluofen at concentrations of 0.10% and 0.15% performed well over 5 years when used under the condition of the Modified Ground Board Test to prevent the underground tunneling of subterranean termites. The large SD value in the control plot after 3 years is considered to be caused by the field test conditions at that time. Nevertheless it is obvious that the field tests in Phuket have confirmed silafluofen's effectiveness in controlling termites for a long time.





4. Conclusions

Due to favorable characteristics such as low fish toxicity and chemical stability in the soil and under alkaline environments, silafluofen has been one of the most effective termiticidal ingredients in use in Japan over the last 20 years. In addition to EC and oil formulations for soil treatment and timber treatments, silafluofen product lines include anti-termitic plastic sheets which are laid under buildings. In Thailand, both laboratory and field tests with silafluofen-based EC formulations showed good efficacy as a soil termiticide, suggesting that the material will perform well in commercial use in high biological hazard environments such as Thailand and can be used in environments close to water where fish toxicity might be a concern with other pyrethroids.






















References


	1. 
Casida, J.E.; Quistad, G.B. Pyrethrum Flowers, Production, Chemistry, Toxicology, and Uses; Oxford University Press: New York, NY, USA, 1995. [Google Scholar]

	2. 
Schechter, M.S.; Green, N.; LaForge, F.B. Constituents of pyrethrum flowers. XXIII. Cinerolone and the synthesis of related cyclopentenolones. J. Am. Chem. Soc. 1949, 71, 3165–3173. [Google Scholar]

	3. 
Kato, T.; Ueda, K.; Fujimoto, K. New insecticidally active chrysanthemate. Agric. Biol. Chem. 1965, 28, 914–915. [Google Scholar]

	4. 
Katsuda, Y.; Chikamoto, T.; Ogami, H.; Hirobe, H.; Kunishige, T. Novel insecticidal chrysanthemic esters. Agric. Biol. Chem. 1969, 33, 1361–1363. [Google Scholar]

	5. 
Fujimoto, K.; Itaya, N.; Okuno, Y.; Kadota, T.; Yamaguchi, T. A new insecticidal pyrethroid ester. Agric. Biol. Chem. 1973, 37, 2681–2682. [Google Scholar]

	6. 
Elliott, M.; Farnham, A.W.; Janes, N.F.; Needham, P.H.; Pulman, D.A. Synthetic insecticides with a new order of activity. Nature 1974, 248, 710–711. [Google Scholar]

	7. 
Ohno, N.; Fujimoto, K.; Okuno, Y.; Mizutani, T.; Hirano, M.; Itaya, N.; Honda, T.; Yoshioka, H. A new class of pyrethroidal insecticides: α-Substituted phenyacetic acid esters. Agric. Biol. Chem. 1974, 38, 881–883. [Google Scholar]

	8. 
Katsuda, Y.; Nakajima, M.; Fujita, T. Insecticides Composition and Process for Producing Thereof. JP Patent 52-82724, 11 July 1977. [Google Scholar]

	9. 
Henrick, C.A.; Garcia, B.A.; Staal, G.B.; Cerf, D.C.; Anderson, R.J.; Gill, K.; Chinn, H.R.; Labovitz, J.N.; Leippe, M.M.; Woo, S.L.; et al. 2-Anilino-3-methylbutyrates and 2-(isoindolin-2-yl)-3-methylbutyrates, two novel groups of synthetic pyrethroid esters not containing a cyclopropyl ring. Pestic. Sci. 1980, 11, 224–241. [Google Scholar]

	10. 
Plummer, E.L.; Cardis, A.B.; Martinez, A.J.; VanSaun, W.A.; Palmere, R.M.; Pincus, D.S.; Stewart, R.R. Pyrethroid insecticides derived from substituted biphenyl-3-ylmethanols. Pestic. Sci. 1983, 14, 560–570. [Google Scholar]

	11. 
Yasutomi, K.; Takahashi, M. Insecticidal resistance of Culex tritaeniorhynchus in Chinen, Okinawa Prefecture, with special reference to the mechanism of pyrethroid-resistance. Jpn. J. Sanit. Zool. 1989, 40, 315–321. [Google Scholar]

	12. 
Thanispong, K.; Sathantriphop, S.; Chareonviriyaphap, T. Insecticide resistance of Aedes aegypti and Culex quinquefasciatus in Thailand. J. Pestic. Sci. 2008, 33, 351–356. [Google Scholar]

	13. 
Katsuda, Y.; Hirobe, H.; Minamite, Y. Insecticide and Miticide Containing Arylalkylsilicon Compounds, and Process for Producing Thereof. JP Patent 61-87687, 6 May 1986. [Google Scholar]

	14. 
Minamite, Y.; Kanzaki, T.; Katsuda, Y.; Nishimoto, K. Application of a novel silaneophane (Hoe-498) to termiticides (in Japanese). Jpn. J. Environ. Entomol. Zool. 1990, 2, 117–122. [Google Scholar]

	15. 
Nakayama, K.; Katsuda, Y.; Nishimoto, K. Development of silafluofen and its application to termite control (in Japanese). Wood Preservation 1998, 24, 16–23. [Google Scholar]

	16. 
Katsuda, Y.; Minamite, Y.; Nakayama, K. “Silafluofen” and Its Termiticidal Properties. Proceedings of the 2nd Conference of Pacific Rim Termite Research Group, Rama Gardens Hotel, Bangkok, Thailand, 28 February–1 March 2005; pp. 70–74.

	17. 
Schubert, H.; Salbeck, G.; Lueders, W.; Knauf, W.; Waltersdorfer, A. Silane Derivative, Process for Their Preparation, Agents Containing Them and Their Use as Pesticides. EP 0224024, 21 October 1986. [Google Scholar]

	18. 
Sieburth, S.M. Substituted Phenyltrialkyl-Silane Insecticides. US Patent 4709068, 24 November 1987. [Google Scholar]

	19. 
Kern, M.; Bossaller, W.; Grotsch, H.; Kellner, H.-M.; Knauf, W.; Schacht, U. Insecticidal Mode of Action of the Silaneophane Hoe 084498. 15th Annual Meeting of the Pesticide Science Society of Japan, Tokyo, Japan, 27–29 March 1990; p. 49.

	20. 
Akabane, M. Silafluofen (MR. Joker dust, MR. Joker granule, MR. Joker EW, MR. Joker wettable powder) (Silatop EW). Noyaku Jiho 1995, 11, 12–16. [Google Scholar]

	21. 
Vongkaluang, C.; Katsuda, Y. Laboratory Efficacy Test Methods of Termiticides in Thailand and Evaluation of Silafluofen Products by the Methods. Proceedings of the 3rd Conference of Pacific Rim Termite Research Group, Guangzhou, China, 6–7 March 2006; pp. 71–74.

	22. 
Vongkaluang, C.; Katsuda, Y. Field Efficacy of Silafluofen as Soil Termiticides in Phuket: Thailand. Proceedings of the 6th Conference of Pacific Rim Termite Research Group, Kyoto, Japan, 2–3 March 2009; pp. 97–99.





© 2011 by the authors; licensee MDPI, Basel, Switzerland. This article is an open access article distributed under the terms and conditions of the Creative Commons Attribution license (http://creativecommons.org/licenses/by/3.0/).







media/file4.png





nav.xhtml


  insects-02-00532


  
    		
      insects-02-00532
    


  




  





media/file3.png
Concrete

PVC sheet

Concrete block






media/file0.png
CH3CH-0 St—CHchZCHgg @
CHs

4-Ethoxyphenyl [3-(4-fluoro-3-phenoxy phenyl)propyl]
dimethyl silane





media/file1.png
Silafluofen EC Silafluofen sheet

‘Wood
' Foundation '

Sheet

Foundation

Soil treatment Wood treatment






media/file2.png
Bottle Wood piece

(¢ 4.5cmxH8.5cm) (2.5%x2.5 %1 cm)

for monitoring

After one week

Wood piece
(2.5%2.5% 0.2 cm)

[Silafluofen-treated plot]

Wood piece
(2.5%2.5% 1 cm)

for monitoring
1.5cm
1.5cm

1.5cm

[Control plot]





