
You can easily achieve this using call_back function in validation. From Codeigniter Docs
Controller
function register() {
  if ($this->input->post('register')) {

    $this->form_validation->set_rules('username','Username','required|callback_checkUserName');
    $this->form_validation->set_rules('email','Email','required');
    $this->form_validation->set_rules('password','Password','required');
  // 
    if ($this->form_validation->run() == true) {
      $data = array(
          'username '=> $this->input->post('username'),
          'email' => $this->input->post('email'),
          'password' => strtoupper(hash('whirlpool', $this->input->post('password')))
      );

      $this->db->insert('accounts',$data);
      echo 'success';
      exit();
    } else {
      echo validation_errors(); die; // check errors
    }
  }
  $this->load->view("painel/register");     
}

// call back validate function
function checkUserName($userName){
  if ($this->usuarios_model->checkUserexist($userName) == false) {
    return true;
  } else {
    $this->form_validation->set_message('checkUserName', 'This userName already exist!');
    return false;
  }
}
MODEL
function checkUserexist($userName) {
  $this->db->where('username', $userName);
  $this-db->from('accounts');
  $query = $this->db->get();
  if ($query->num_rows() > 0) {
    return true;
  }
  return false; 
}

