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PP#OF2205. BAS 352F in. or on. strawberries.

Evaluation of analytical
methodology and residue data.

M. Helson, Chemist, RCB, HED (TS-769)
P..M'. Team 21 (H. Jacoby), FHB, RD (TS~767) and TOX, HED (15-769)
Chiel, PCB | ' ’

BASF anndotte Co:porﬂfion proposes that a tolerance be establishpa for
‘residues of the funglcide 3-(3, S—chulorophenY*)—S—ethevyl 5-methxl~2 4~
oxazolidlnedlonn (aka BAS 352F, wvianclozolin (IS0 prop. ). lluﬁ Y and its

. dichlorocaniline-containing metabolites in or on the raw agriculLuraT

commodity stravberries at 10 ppm.

BAS 332?513 a new pesticide. There are no permanent tolerances
established. There has beea one previous submission (PP: 15G2063), and
that proposed a temporary tolerance at 5 ppm on this same r.a.c.,
strawberries; it received our (G. Makhijani, 1/19/79 review) favorable

. recommendation., The Lolerance went into effect 3/2/79.

BAS -352F:
@ﬁ / C\'\3
‘ o e cH,,
Conclusions
1.

F does not appear to be a clearad ineft.‘ Tae petitioner
is requested to clarify this. lwould this inert not be presently cleared,
the petitloner will need to either secure such clearance from this

‘Agency or substitute a suitable alternate.

2a. The nature of ‘the residue in gtrawberries is adequgtely under-

stood. The parent compound and the 3, J-dicﬁlorounlline moiety~containing
meta%olites are the components of concern.

2b. Tor purposes of this petition-—in which'no'animal feed item is

involved—~we consider the na:utre of the residue in animals to be
adequately delineated as well.

a\

3. Adequate analytical methodology appears to be available to enforce

the proposed tolerance. This conclusion is subject to verificationm by
MIO by EPA chemists., o

The residue data support that the proposed tolerance level is
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5. HNo animal feed {tem is invélved; There is thus no reaéonéble-

expectation of residues 1ia meat, milk, poﬁltry,‘or eggs.

. Recommendations

Ve recommend against.thé establishﬂént:of'the pfoposed tolerance pending
regolution of the apparent deficiency cited in Conclusion 1. '

The TOX and ‘EFB reviews have not. been received in RCB to date.

An MTO is being_feéuested of CBIB, BFSD.

.- P.M. Note: if and when this to1eranéa is established, it'shéuld be

expressed in the more specific terms of parent and its 3,5-dichloroaniline
metabolites rather.than the broader term, dichloroaniline metabolites.

(No residues of other than the 3,5- metabolites have bheen found; the
methodology would probably detect other isomers, if they existed, as
separate peaks, thus it 1s more feasible to be specific re the tolerance
expression). S ' ’ :

Detailed Considerations

¥Manufacture and Formulation

The schema for the manufacturing process of technical BAS 352F is appended

~as Attachment 1.

A listing of the impurities-in the technical product i3 appended as
Attachment 2. Lone of these is expected to present a residue problem
at the laevels present. ' ' ' ‘

The technical product is formulated in Germany as a 50% wettable
powder under the trade name "Ronilan’ Pungicide (50 W). The confidential

statement of formula is appended as Attachment 3.

All the inerts are cleared for use under 40 CFR 180.1001(z), with the
apparent exception of HYe are advised by J. A. Shaughnessy, -

RD (telecoun, 7/12/79) that £D records do not indicate this to be an
exempted inert. Lowever, our previous review (G. Makhijani, 1/15/79)

of PP#3G2063 in which thiz same formulation was employed, states that

all the inerts are cleared. In view of this discrepancy, we request
additional clarification Exom the petitioner; i.e., does the petitioner )
‘claim this is a cleared inert and, if so, under. what subsection of 180.1001
and listed by what precilse nomenclature. Should this inert not be
presently cleared, the petitioner will need to elther sccure such
clearance from this Agency or substitute a suitable alternate.
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Propoged Use

Ronilan is a contact fungicide used to control botrytis frult rot on
strawberries. The rate used depends upon the foliage density of the
gtrawberry beds to be treated, and varies from 1-2 pounds of product
(0.5~1 1b ai) per acre (broadcast basis) applied in at least 100 gallons
of water. To achieve thorough coverage of the developing fruit, use
high pressure (30-159 psi) ground type, spray boom equipment to obtain
adequate penetration of the spray through the canopy. '

Applications are to begin during the early bloom period (not later than
107 primary bloom) and continue at frequent intervals until fruit is picked
or disease incidence drops to an economically ingignificant level. 1Ia
practice, applications may be made every 3~5 days in Florida (winter
production), but in all areas except Floxida, every 7-9 days to 10-14

days depending upon weather conditions, the degree of irrigation, and
disease pressure. :

There is no limitation with respect to last treatment-to~harvest interval.

Ronilan is stated to be compatible with most fungicides cormonily used

for anthracnose or leaf scorch such as captan or bememyl. There is no
specific indication®the labeling that tank mixing is belug recommended
(in contrast to the earlier EUP label). :

Restrictions: do not apply more than a total of 35 lbs of Ronilan

(17.5 1bs ai) per acre in one season. ’ .

Mature of the Residuc

Reports of studies of the metabolism of BAS 352F using 140 uniformly
ring~labeled compound in fruit (strawberries and grapes) . anjmals
(rats), and soil were previously submitted with PPi#3G2068, and were
extensively discussed in our (G. iakhijani, 1/319/79) veview therecof,
which see. A schoma of the metabolic pathway based on those studies
is appended hereto (Attachment &) for counvenience.

Ho new studies on the metabolism of BAS 352F im strawberries have been
subnitted. Additional metabollsm studles with lettfuce and stone fruit
(peaches) are to be found in PP:G2204, whilch is awalting review. (Wote:

in addition to the previously reporited plant degradates, notabolite ¥
was detected; herctofore it had only been {identified in rat excreta).

To highlight the earlier findings, the principal metabolites found in
gtravberrias are (refer to attachment 5 for desigpnations and structures)
metabolites B and T, with the end detectable metabolite being the
conjugated (probably to glucose or pectin) Metabolite D (3,5~dichlo~
roaniline). ‘The overall degradation of BAS 352F ia thea rat is similar,
but the major metabolite was found to be a trihydroxybutanoic acid
,designated as setabolite F; Hetabolite F also degrades to the endproduct
Metabolite D, - .
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" We conclude that the nature of the residue in strawberries is adequately
understood. The parent compound and the 3,5-dlchloroaniline moiety-
contalning metabolites are the components of concern. For purposes

of this vetition~—in which no animal feed item is involved--we consider
the nature of the residue in animals to be adequately delineated as well.
(ffote: a large animal (Lactating ruminant) netabolism study will be
needed to support a proposed tolerance if/when an animal feed use becones
involved in future petition(s).) o '

%

Analytical Methodology

Residue data in both this petition and the previous PPiBG2058 were
. obtained using the poetitioner's Analytical tiethod Ho. 25, 11/21/77,
vhich determines resldues of BAS 3527 and its 3,5-dichloroaniline
containing metabolites. T

Briefly, strawberries are subjected to alkaline hydrolysis to form free
3,5-dichioroaniline, which is quantitatively isolated by steam distil-
1ation. Following clean-up by liquid~liquid partitioning and derivati~
zation, final determination ig based on EC-GLC detection of the acylated
3,5~dichloroaniline. The total residue found is expressed in terms

of BAS 352F equivalents. Yhe method is semsitive to 0.05 ppm.

Confirmatory procedures are avallable in the form of an alternate CLC ;
column and/or use of a H-specific electrolytic conductivity detector, if
needed. : - : ‘

Yalidation data was submitted for strawberries fortified prior to alka-
line hydrolysis with BAS 352F (0.05-20 ppm) or liztabolites B, U. or &
{0.5~-5 ppr). Recoveries were adequate (ranging 60-130% and averaging ca
90%) din all cases. Control values were generally at or below the level
of method sensitivity (0.05 ppm). Sample chromatograms were submitted.

A specificlty study was conducted with this methodology to determine
whether any of the 59 compounds registered for use on strawhberries would
interfere. Only chlordane (presently undex EPA suspension) was found

to interfere with the basic nethod, and even this interference could be
eliminated by switching to an electrolytic conductivity detector.

We conclude that this methodology appears adequate for residue data
gathering purposes. We tentatively conclude this methodology is also
suitable for enforcement purposes; ¢his is subject to verification by
an MTO to be conducted by EPA chemists.

Repsidue Data

Storage Stability. Partial results of a freezer storage stability study
(still in progress) for DAS 352F and its 3,S—dichloroaniline—containing
metabolites B, D, and E in atrawberries (and soil) have boen submitted.
Strawberries were fortified at levels of 0.2 or 5 ppm of each compound,
and samples removed from storage, for analysis at intervals up to 19
months (a 24~month interval sample remains to be collected to complete
the study). Recoveries averaged 88 + 117 for parent compound and 94

+ 15% for the metabolltes. '
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Fleld Studics. The residue data from the 1977 crop year studies with

strawvberries (CA, FL, S, OR, TN) was sbumitted earlier with PP#3G2068
and was discuesed in our (G. Makhijani, 1/19/79) review thereof. That
discussion, which sce, is incorporated into this review by reference.
Therein we conecluded that the then available data supported a tenporary
tolerance of 5 ppm; the proposed use was essentially the same as
currently (except in this petition there 1s a limitation on tlie total
amount of product which can be applied per acre per season and, herein,
tank-mixing is not specifically advocated).

Additional field data, from the 1978 crop season, 18 submitied with

this petition. It consists of data from FL and CA. Stravberry plots

in FL received a total of 21 consecutive 0.75 1b al/A (= 3/4X raximum
permitted) treatments on a 3 to 7 day application schedule. The
strawberries were sampled before and after each application, beginning
with the fifth application. Interval between treatment-to-sampling (T8I)
ranged from 0~7 daye after application. Residue values ranged from
0.47-6.64 ppm BAS 352F equivalents, depending mainly on the TSI an . ,
to a lesser extent, on the number of applications and the interval between
applications. '

trawberry plots in CA received a total of 24 applications at a rate
of 0.25-2 1bs ai/A (up to 2X the maximum recommended) each., ‘“Twelva of

the applicaticns were applied in 1977, followed by 12 applications in
1978, The residue data obtained from the 1977 portion of the trials
ranged from 0.16 ppm to 7.8 ppm (2X rate; maximum residue for 1% rate =
3,47 ppm) BAS 352F equivalents, depending on treatment rate, interval
betwveen treatments, and the T5I. The samples from the 1978 portion of

the trial were taken 0~7 days after the 18th and 24th application (6th

and 12th 1973 application). Residue values ranged from 0.48-6.359 PRI

(ZX rate; maximum residue at 1X rate = 3.66 ppm) BAS 352F, depeanding on
the same factors as stated above.  There appears to be very little
difference in the residue data obtained from strawberries treated only
in 1977 and those receiving an equivalent number of applications in bhoth
1977 and 1978. A significaunt build-up of residues after countinued
multiple applications was not demonstrated.

Based on the proposed use patterns and the available reeidue data at
hand, we conclude that the proposed 10 ppm tolerance level is adequate.
We also consider this level to be appropriate in view of the higher
residues being encountered in FL (due to the shorter between—~treatment-
interval permitted there via the proposed use directions).

Since the labeling does not gpecify directions for tank~mixing (unlike
the labeling for the LUP/temporary tolerance), we do not require residue
data for compatible pesticides ba submitted with this petition,



-

'Residues in Meat, Milk Poultry ond Egps

No animal or poultry feed item 1is invoivéd in this petition.

There is thus no reasonable likelihood of secondary residues of BAS
352F or its metabolites in meat, milk, poultry, or eggs.

H. Nelson
Attachments—5
TS-769: RCB: CM#2: MINELSON: sdb: X77484: RM810:7/23/79

ce: EEE, TOX, CHM (3)
RDI:RSQUICK:7/23/79:JGCUMMINGS:7/23/79
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The material not . included contains the following type of
information: ;
Identity of préduct inert ingredients{:

‘Identity of brqauct impurities.

Descrlptlon of quality control procedures..

 Ident1ty of the source of product 1ngred1ents.

I

'Sales or: other commerc1al/flnanc1al 1nformatlon.

A draft.prqductmlabelkA_f___T_;ﬁ_e_;fg o

The product_confidential statemeﬁt of forhula;
Inforiation about a pending registration action.

FIFRA regiétratio§=data. ‘ LT

The document is a duplicate of page(s) _ . .

& . Description of .the product manufacturing proceés.

The document is not responsive to the reguest.

The information not included is generally considered confidential
by product-registrants. If you have any questions, please contact
the individual who prepared the response to your request.
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Tﬁe material not . included conteins the following type of
information: '

. Identity of product inert ingredients{:

Identlty of product 1mpur1t1es._ .
Description of the product manufacturlng process.

Descrlptlon of quality control procedures.

Identlty of the source of product lngredlents.

1

Sales or - other commerc1al/f1nan01al 1nformatlon.

———

e A draft.producthlabele,_______4____r_m

X The product confidential statement of formula.
Information about a pending registration action.
FIFRA registratioﬁ=deta. ‘ ' ' T

The document is a duplicate of page(s)

The document is not responsive to the request.

The information not included is generally considered confidential

"by product-registrants. If you have any questions, please contact

the individual who prepared the response to your request.
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The material not included contains the following type
information: '

Identity of préduct inert ingredients. .
'Identity of product impurities. )
Description of the product manufacturing process.

Descrlptlon of quallty control procedures.

Identlty of the source of product 1ngred1ents.

Sales or. other commerc1al/f1nanc1al 1nformatlon.

_—A draft productmlabel, T

The product confldentlal statement of formula.

-~

Information about a pending registratiqn action.

The document is a duplicate of page(s)

’,{_ FIFRA registratior® data. ‘ - LT

The document is not responsive to the reéuest.

of

The information not included is generally considered confidential
"by product-registrants. If you have any questions, please contact

the individual who prepared the response to your request.




