it's very simple once the bromsafrole has reacted it's taken from the freezer and the liquid phase is slowly decanted from the salts.
this takes time so patience is key.


the salts are dissolved fully in water and extracted with any chlorinated hydrocarbon does'nt matter it could be tce.


extracted only once the phases separated and the aqueous dumped.
the acid is diluted with 1-2 volumes of water you don't have to be exact.
you'll see phase separation now pour into sep funnel and separate phases.
use the same solvent from the previous extration and extract the aqueous phase.
separate and extract the aqueous once more this time with less solvent maybe 1/2 maybe 1/3 look for color change see if the solvent takes on a green or burgandy hue if it does'nt you can combine it with the bromsafrole or you can dump it along with the acid it's up to the chemist.
now to the bromosafrole and solvent pour into sep funnel add equal volume water and start adding bicarb and swirl do this carefully watch for fizzing add bicarb until the fizzing stops.


separate the bottom layer and discard the top layer aqueous layer.
wash once again with water, then brine then take the solvent off under a vacum (for heavier chlorinated hydrocarbons use a hot water bath)
whalla bromosafrole.


when i talk about workup you have to be mindful of mechanical loss spills, product clinging to glass. etc.


 this one will get you; all the safrole derivatives: mdp2p, md2brpropane, and safrole are all volatile, for example you could have some sitting in a beaker come back 8 hours later and 1/3 of it is gone, because it is volatile.


just little stuff like this can be the inspiration for new curse words to be invented.
 re: distillation
 bolloks! it is bad practice in general to distill high boiling organic halides bromides and iodides tend to decompose on heating to tar and polymeric gunk.
***I didnt know iodosafrole is purple. The iodo was syntetised upon dropping bromosafrole on a saturated 1.3 eq KI in acetone, then refluxed for 1h, cooled,filtered, solvent boiled off, filtered again to get a brown oil wich cristallise to green crystals upon freezing. Perhaps the anion exchange failed and there is too much less reactive bromosafrole in the oil. The iodo was not tested by MS. 

The moles of MeNH2 were not calculated. I said him to add 15+ eq. I suggested to dissolve MeNH2 HCl in 80% NaOH, bubble through anhydrous iPrOH (with a simple glasspipe with no gas dispersion device, due to the high solubility of MeNH2 in alcools I don't think it would be necessary), let the solution for one week over molecular sieve 3A before using, but he apparently has no sieve and no methylamine HCl...***


you fucked it when you refluxed it that simple. it decomposed
all you do is add to the ki in acetone and stir it happens pretty fast. ki should be finely grind.
add wasser until phase separation and extract with dcm.
wash dcm, evap dcm, done.

no suckback trap? you could suck back a lot of your solution and throw all you calculations off.

no gas dispersion fitting? probably bubbled the methylamine out of the ipa, believe me i know what i'm talking about.
gas dissolution is a function of *surface area*
there's a pretty good explanation why ammonylisis reactions are done in alcohols. in j. march's "advanced organic chemistry"
first it's a strong nuclephile so crowding by protons is'nt a big issue.
the reason you use dmf for sn2's as there are different kinds is that you have a weak nucleophile and the nucleophile contains an anion.
the anion is energized by the solvation effect and the nuclephile is promoted in energy in this manner.
sn1 sn2? i dunno man i'm just a dumbass.
 
re:

*1. The halohalide dissociates in a protic polar solvent generating a secondary carbocation R1R2HC+ and an iodide ion I-.
2. A methylamine molecule CH3NH2 attacks the carbocation to generate R1R2HC-N+H2CH3
3.A nucleophile such as the iodide ion I- comes along (could be other things) and grab that proton R1R2HC-NHCH3 + H-I 

End of story. No basic protons or**

QD, that mechanism may occur if the concentration of the methylamine is low more likely the sn1 reaction will just produce an irreversable ether product.

\

	***I didnt know iodosafrole is purple. The iodo was syntetised upon dropping bromosafrole on a saturated 1.3 eq KI in acetone, then refluxed for 1h, cooled,filtered, solvent boiled off, filtered again to get a brown oil wich cristallise to green crystals upon freezing. Perhaps the anion exchange failed and there is too much less reactive bromosafrole in the oil. The iodo was not tested by MS. 

The moles of MeNH2 were not calculated. I said him to add 15+ eq. I suggested to dissolve MeNH2 HCl in 80% NaOH, bubble through anhydrous iPrOH (with a simple glasspipe with no gas dispersion device, due to the high solubility of MeNH2 in alcools I don't think it would be necessary), let the solution for one week over molecular sieve 3A before using, but he apparently has no sieve and no methylamine HCl...***


you fucked it when you refluxed it that simple. it decomposed
all you do is add to the ki in acetone and stir it happens pretty fast. ki should be finely grind.
add wasser until phase separation and extract with dcm.
wash dcm, evap dcm, done.

no suckback trap? you could suck back a lot of your solution and throw all you calculations off.

no gas dispersion fitting? probably bubbled the methylamine out of the ipa, believe me i know what i'm talking about.
gas dissolution is a function of *surface area*
there's a pretty good explanation why ammonylisis reactions are done in alcohols. in j. march's "advanced organic chemistry"
first it's a strong nuclephile so crowding by protons is'nt a big issue.
the reason you use dmf for sn2's as there are different kinds is that you have a weak nucleophile and the nucleophile contains an anion.
the anion is energized by the solvation effect and the nuclephile is promoted in energy in this manner.
sn1 sn2? i dunno man i'm just a dumbass.
 
re:

*1. The halohalide dissociates in a protic polar solvent generating a secondary carbocation R1R2HC+ and an iodide ion I-.
2. A methylamine molecule CH3NH2 attacks the carbocation to generate R1R2HC-N+H2CH3
3.A nucleophile such as the iodide ion I- comes along (could be other things) and grab that proton R1R2HC-NHCH3 + H-I 

End of story. No basic protons or**

QD, that mechanism may occur if the concentration of the methylamine is low more likely the sn1 reaction will just produce an irreversable ether product.


man you's guys are working my noodle today.


	« Last Edit: August 15, 2010, 05:45:59 PM by jon » 
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Re: SN on iodosafrole with methylamine - TEST ! 

« Reply #12 on: August 15, 2010, 05:49:20 PM »


Quote
 



Quote from: jon on August 15, 2010, 05:29:13 PM

QD, that mechanism may occur if the concentration of the methylamine is low more likely the sn1 reaction will just produce an irreversable ether product.


Im sorry jon but that just doesnt make sense, on the contrary the ether formation would be observed IF the methylamine concentration is low. Your protocol reports the opposite. 
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Re: SN on iodosafrole with methylamine - TEST ! 

« Reply #13 on: August 15, 2010, 05:57:26 PM »


Quote
 



Just quickly QD is right,

Nucleophilic substitution reaction with methylamine, on a secondary alkyl halide. Rate = k[RX] is unimolecular as QD stated SN1 reaction, they will both be competing as usual but is classified SN1 or pseudo first order kinetics if a very large excess of methylamine is present. So you just need to ask yourself, do you want fries with that ? (jk)

[edit; I have to expand a little on that answer]

quote from March p 390;

Quote

If a large excess of the nucleophile is present- for example, if it is the solvent- the mechanism may still be bimolecular, though the experimentally determined kinetics will be first order;

Rate = k[RX]

As previously mentioned (p.293), such kinetics are called pseudo-first order.

Quote

Measuring a second order reaction rate with reactants A and B can be problematic: the concentrations of the two reactants must be followed simultaneously, which is more difficult; or measure one of them and calculate the other as a difference, which is less precise. A common solution for that problem is the pseudo first order approximation
If either (A) or (B) remain constant as the reaction proceeds, then the reaction can be considered pseudo first order because in fact it only depends on the concentration of one reactant. If for example (B) remains constant then:

where k' = k(B)0 (k' or kobs with units s?1) and an expression is obtained identical to the first order expression above.
One way to obtain a pseudo first order reaction is to use a large excess of one of the reactants ((B)>>(A) would work for the previous example) so that, as the reaction progresses only a small amount of the reactant is consumed and its concentration can be considered to stay constant. By collecting k' for many reactions with different (but excess) concentrations of (B); a plot of k' versus (B) gives k (the regular second order rate constant) as the slope.
http://en.wikipedia.org/wiki/Rate_equation#Pseudo_first_order

Nice thread, Dr Methoxy!



	so does safrole in regards to:

*Isosafrole produces a burgundy color when sulfuric acid is added to it.*
in fact that's how swij test for bromosafrole
h2so4 does'nt react with bromosafrole it just sits on the top try it some time.
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Re: safrole or isosafrole? 

« Reply #5 on: October 15, 2009, 11:19:39 AM »


Quote
 



Formation of the pseudnitrosite is another test for the propenylbenzene:

take a small arbitrary amount of isosafrole, dissolve it in ten volumes ether, dissolve five molar equivalents sodium nitrite, in the minimum amount of water required,  add two and a half molar equivalents of 20-25% sulfuric acid. you should see a yellowing of the etherial layer followed by precipitate at the water/ether interface after two to three hours
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